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When  our  firm  was  established  by  the  late  Peter  MOlleb  he  laid  down  this  principle 
— that  those  who  use  the  commodity  we  prepare  have  a  right  to  know  all  that  we  know 
concerning  it.  Since  then  a  long  period  has  elapsed,  but  that  guiding  principle  of  our 
founder  has  been  constantly  torne  in  mind  ;  and  in  order  to  carry  it  out  we  have  fi-om 
time  to  time  published  monographs  on  various  matters  relating  to  cod-liver  oil. 

These  papers,  however,  do  not  seem  to  have  attracted  the  attention  that  we  venture 
to  think  they  deserved,  and  in  regard  to  the  subject  there  still  seems  to  be  some 
amount  of  misconception,  even  in  the  best  and  latest  text-books. 

Hitherto  our  publications  have  been  in  a  language  that  is  perhaps  not  very  accessible 
U)  English  readers  ;  and  as  that  may  explain  why  the  subject  is  not  better  known  we 
have  determined  to  issue  this  volume  written  in  English,  and  dealing  with  all  matters 
connected  with  cod-liver  oil,  and  especially  those  likely  to  be  of  interest  to  members 
of  the  medical  profession. 

That,  however,  is  but  the  reason  in  part.  Our  former  papers  have  been  published, 
not  at  indifferent  times,  but  at  the  times  when  we  happened  to  have  something  new  to 
tell.  This  we  now  have  in  the  results  of  the  investigations  lately  undertaken  by  Mr, 
Heyerdahl.  It  is  not  too  much  to  say  that  his  discoveries  make  by  far  the  most  im- 
portant contribution  to  our  knowledge  of  cod-liver  oil.  In  fact,  they  throw  the  first 
and  only  true  light  on  that  mystery,  the  real  nature  of  the  oil ;  and  to  make  this 
known  is  our  second  reason  for  issuing  the  present  work. 

In  addition  to  the  general  information  regarding  cod-Uver  oil  and  the  results  of 
Mr.  Hetebdahl's  investigations  we  have  utilised  the  opportunity  to  present -certain 


vui  PREFACE 

other  matters  only  indirectly  connected  with  the  subject  proper.  A  more  particular 
account  of  our  reasons  for  introducing  those  extraneous  matters  will  be  found  at  the 
beginning  of  each  section,  and  we  hope  that  in  some  of  them  something  of  sufficient 
interest  to  be  readable  may  be  found. 

The  authorities  for  statements  not  derived  from  personal  knowledge  are  too 
numerous  to  be  specified  in  all  cases,  but  here  special  reference  must  be  made 
to  the  large  amount  of  information  derived  from  Captain  Juel's  many  able  and 
interesting  papers  on  Norwegian  fisheries,  published  in  Norsk  Fiskeritidende ;  and  to 
Mr.  F.  Wallem's  valuable  official  reports  on  fishery  exhibitions  in  various  countries  ; 
and,  lastly,  to  the  yearly  statistical  reports  of  the  superintendents  of  the  Lofoten  fisheries. 

48  Snow  Hill, 
London,  E.G. 


NOEWAY 


THE   LAND   OF  THE   MIDNIGHT   SUN  AND  COD-LIVER  OIL 


Hrffiese  days  we  are  not  all  labelled  exactly  as 
we  would  wish.  Poor  Dit>geue8  ia  '  a  man  who 
lived  in  a  tub  and  did  not  wear  any  clothes  to 
speak  of* ;  and  who  knows  or  cares  about  his 
philoeophic  learning  and  doctrines?  Rome  ia 
*  that  big  town  where  I  hooght  these  beautiful 
fitockingB,'  and  notliing  more,  to  the  young 
ludy  who  has  just  *  done  Europe.*  Scotland  is 
the  land  of  *  cakes  and  kilts/  although  it  ia  sjiid 
that  there  are  canny  Scots  who  could  not  tell  a 
cake  from  a  bannock,  and  who  have  never  seen 
i  kilt  except  as  a  somewhat  embarrassing 
adornment  to  the  English  tourist.  Were  it 
pcesible  to  imagine  anything  so  dreadful  as  a 
Sooftcfaman  parodying  Bwns  he  might  well 
exclaim : — 

*  O  w&d  Bome  powV  the  giftje  gie  us/ 
Ta«  lot  folk  ken  hoo  they  should  see  m. 

As  we  do  not  seem  to  have  acquired  that 
*gilfcie '  yet,  we  must  resign  ourselves  to  out  fate, 
and  try  to  accept  our  fame  from  the  wrong  end : 
with  thanks. 

The  fate  of  Norway  is  the  midnight  sun 
uid  ood-Uver  oil,  but  there  are  some  other  good 
things  in  the  country,  and  the  writer — him- 
self 'made  in  Norway' — may  be  pardoned  if 
he  tries  his  little  best  to  direct  attention  to  them. 
A  wider  knowledge  of  these  matters  would 
certainly  increase  the  sympatliy  and  friendliness 
of  the    English   people  for  their    Norwegi^b 


cousins,  and  it  is  just  possible  that  a  more  inti- 
mate acquaintance  with  the  land  where  cod-liver 
oil  ia  made,  and  with  the  people  who  make  it, 
might  increase  even  the  present  appreciation  of 
that  excellent  article. 

The  Gmmiry — General  Physical  Features,— 
Norway  is  practically  a  vast  mass  of  mountains 
stretching  from  the  North  Cape  southwards  for 
over  a  thousand  miles  to  the  Skager  Rack — ^a 
great  bulwark  thrown  up  by  Nature  to  shelter 
tlie  low- lying  countries  around  the  Baltic  from 
the  Arctic  and  Atlantic  storms.  We  have  our 
doubts  as  to  the  inhabitants  of  these  regions 
feeling  properly  grateful  to  their  protectors,  and 
even  the  Norwegian  himself  is  at  times  tempted 
to  think  he  could  get  on  without  quite  so  many 
hills.  None  the  lees  he  is  proud  of  them,  and 
justly,  for  they  have  a  character  and  a  charm 
that  are  all  their  own.  Most  of  the  great  moun- 
tain ranges  of  the  world  can  be  taken  only  in 
graduated  doses — ^^the  ascent  of  succeseiv©  som- 
mifcs  revealing  higher  and  yet  higher  peaks 
beyond*  In  this  way  much  of  the  effect  is  lost, 
bat  not  so  in  Norway.  There  the  mountains  rise 
sheer  up  from  sea  to  summit,  and  the  combina- 
tion of  grey  sea  and  sky,  steep  green  slopes, 
dark  frowning  rocks,  and  snow-clad  peaks 
forms  a  picture  which  is  at  once  different  from 
anything  elsewhere,  and  is  in  itself  impressive 
and  sublime. 
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Whilrt  the  monntainii  hare  decidedly  the 
best  of  it  in  'Sorwnjf  tbejrfaave  not  soooeeded  in 
annexing  qoite  ererythingy  for  here  and  there 
great  rente  break  into  the  general  mountain 
Theee  rente  woold  be  the  valleys  in  other 


mBM. 


countries,  bat  in  Norway  the  ocean  claims  them 
as  her  own,  forming  the  wonderfol  Q<nrds — great 
waterways,  nobler  than  the  fiv-famed  Rhine  or 
Uadacm,  ronning  from  the  sea  to  the  centre  of 
land,  sending  off  branches  now  to  this  side,  now  to 
that,  frequently  closed  in  upon  by  the  mountains 
jealous  to  say,  '  Thus  far  shalt  thou  come,  and 
no  farther/  but  again  opening  out  and  winding 
on  under  threatening  cliflb,  round  snow-clad 
hills,  past  the  thunder  of  waterfalls,  past  the 
grey  gleam  of  glaciers,  a  bewildering,  never- 
ending,  ever-changing  revelation  of  Nature  in 
one  of  her  wildest,  grandest  moods. 

Norway  is  thus  very  much  a  '  land  of  the 
mountain  and  the  flood,'  and  while  these  in 
their  own  way  are  no  doubt  excellent  institu- 
tions, a  nation  cannot  live  by  them  alone. 
Unfortunately  the  other  things  seem  to  have 
been  forgotten  when  Norway  was  being 
mmle.  The  area  of  land  that  can  be  culti- 
vated is  less  thtm  one  half  per  cent,  of  the  whoh^ 
or,  to  put  the  matter  in  another  way,  although 
Norway  is  larger  than  England,  Scotland, 
and  Ireland  combined,  ito  total  arable  land 
is  barely  equal  to  one  of  the  smaller  English 
ccjunties.  Nature,  however,  is  always  kind, 
and  if  she  has  been  somewhat  niggardly 
to  Norway  in  the  matter  of  land  fit  for  the 
plough,  Hhe  has  given  a  compensation — the  sea. 
Of  this  Norway  has  plenty.  In  fact  the  sea 
may  be  said  to  be  'laid  on,'  after  the 
manner  of  gas  or  water,  to  almost  every 
bouse  in  Norway.  The  vast  coast  line,  which, 
including  the  fjords,  may  be  put  down  at 
about  4,000  miles,  brings  the  sea  to  every  town 
and  practically  to  every  hamlet  in  the  land,  and 
the  sea  brings  with  it  two  blessings  that  make 
Norway  what  she  is.  One  of  those  is  the  '  harvest 
of  the  deep ' — a  harvest  of  immense  importance 
to  Norway,  and  about  which  an  account  will  be 
given  in  a  later  part  of  this  book.     The  other 


blessing  is  of  even  greater  moment;  indee 
without  it,  the  Norwegian  would  soon  be 
extinct  as  the  dodo.  It  is  in  shcHt  the  warm 
that  makes  Norway  a  land  where  man  nu 
dwell.  A  mot^  detailed  account  of  this  al 
will  be  given  later,  and  all  that  need  be  sa 
here  is  that  nothing  about  Norway  is  more  r 
markable  than  that  it  should  be  a  hiAjf^ 
country.  Perhaps  this  may  seem  more  strikii 
ifwe  remember  that  the  country  lies  in  the  san 
latitudes  and  right  opposite  the  perpetually  io 
bound  shores  of  Greenland,  and  that  nearly  ha 
the  coast  of  Norway  is  actually  wiihin  ike  Ard 
Circle. 

The  People. — If  Norway  as  a  country  is  thi 
unique,  ite  inhabitante  are  not  less  so.  Thei 
are  in  the  orthodox  fashion  two  distinct  race 
the  aborigines  and  the  invaders,  and  these  ai 
respectively  the  smallest  and  the  tallest  < 
European  peoples.  The  Laplanders,  the  orig 
nal  auTox0ov€9y  can  only  succeed  in  reachiD 
an  average  height  of  five  feet  and  half  an  incl 
According  to  the  anthropologist  they  are  brach] 
cephalics — a  most  mortifying  circumstanc 
Fortunately  the  Lapps  are  not  likely  to  hei 
much  about  it ;  but  if  they  should,  they  ma 
calm  their  injured  feelings  by  the  oomfortab 
assurance  that  things  might  have  been  wors 
Indeed,  fate  might  have  placed  them  in  Pn 
fessor  Sergi's  hypsistenoclitobrachymetopussti 
nocratophicnsneocaledonensic  group,  which  ^ 
shall  not  further  indicate,  having  no  desi: 
to  bring  this  misfortune  home  to  anybod; 
But  to  return  to  the  Lapps,  or  Finns '  as  the 
are  called  in  Norway.  They  are  very  few  i 
num^r,  and  are  now  to  be  found  chiefly  in  tl 
extreme  north  of  the  country,  where,  for  tl 
most  part,  tiiey  live  a  nomadic  life,  subsisting  c 
their  herds  of  reindeer.  They  have  all  bee 
converted  to  Christianity  now,  but  they  sti 
retain  a  firm  belief  in  devilry,  exorcism,  secom 
sight,  and  other  inherited  superstitions. 

The  Norwegians  proper,  the  invaders,  are 
branch  of  the  great  Teutonic  group  of  people 

'  Of  course  the  Lapps  have  no  conneotion  with  FinUu 
or  ihe  Finlandcrs,  who  in  Norway  are  known  as  Qaanes* 
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There  is  nothing  braohycephalic  aboat  them ; 
Aej  are  a   long-headed   race,   and    long    in 
am^er  way,  as  they  reach  an  average  height 
of  5  feet  8^  inches.     This  is  '  the  record '  for 
European  nations ;  the  next  places  being  taken 
by  the  Scotch   and  the    Swedes,   whilst  the 
&iglish  come    in   .as    a    fairly    respectable 
fonith  with  5  feet  7  inches.     It  cannot,  there- 
fore, be  said  that  the  Norwegians  are  deficient 
in  quantity — in  quality,   they   are   of  coarse 
AMI  reproche   in   the  opinion   of  the  writer. 
Natoral  modesty  keeps   him    from    parading 
abroad  the  good  qualities  of  his  countrymen, 
bat  if  anyone  is  in  doubt  about  them,  let  him 
go  to  Norway  and  see  the  people  as  well  as  the 
soeneiy,  and  he  will  by  no  means  return  dis- 
appointed.    In  the  formation  of  their  national 
diameter,  no  doubt  the    Norwegians  owe  a 
great  deal  to  their  country.     It  is  not  exactly 
*a  land  flowing  with  milk  and  honey,'  but  it  is 
a  land  eminently  fitted  to  cradle  a  brave,  hardy, 
adyenturous  race,  and  this  the  Norwegians  ad- 
mittedly are.     They  are  not  a  numerous  people 
—at  present  numbering  only  about  2,000,000 — 
bat  in  shaping  the  destinies  of  Europe  they 
ha?e  done  more  than  many,  if  not,  indeed,  than 
any,  of  the  &r  more  numerous  races. 

The  Vikings. — In  olden  times  the  Norwegians 
most  have  found  the  problem  of  existence  no 
ea^  matter,  and  when  they  were  forced  to  the 
oonclusion  that '  something  had  to  be  done,'  it 
was  pretty  much  a  case  of  Hobson's  choice. 
Hemmed  in  by  the  mountains  on  every  hand 
but  one,  that  one  was  their  only  course ;  they 
most '  go  down  to  the  sea  in  ships,'  and  they 
did,  as  not  a  few  people  came  to  know — ^to  their 
coat. 

Hie  VikingB  were  not,  however,  the  bar- 
barian, bloodthirsty  ruffians  depicted  by  Anglo- 
Saxon  and  French  chroniclers.  For  their  time, 
indeed,  they  were  a  civilised  and  cultured  race, 
with  a  wonderfally  perfect  legislation  that  will 
bear  the  brant  of  criticism  even  in  this  present 
day.  Warfare  was  the  spirit  of  their  age,  and 
the  Viking'  expeditions  were  the  only  school 
where  yaang  men  of  high  Urth  might  make 


a  reputation  by  fiEunous  and  heroic  deeds. 
Their  gods  were  gods  of  war,  their  heaven  a 
place  of  fighting  from  the  sunrise  until  the 
time  for  the  feast  in  the  great  hall  of  Valhalla. 
Their  hell  was  a  place  of  cold  and  damp  and 
darkness,  the  fate  of  cowards  and  of  those  who 
were  unfortunate  enough  to  die  of  old  age  or 
disease. 

The  Vikings  are,  therefore,  hardly  to  be 
judged  by  the  standards  of  the  nineteenth 
century.  Judged  by  the  standards  of  their  own 
age,  they  did  that  which  was  right  in  the  eyes 
of  men,  and  they  did  it  well.  Their  adven- 
turous voyages  extended  to  almost  every  land 
of  the  known  world.  Their  long,  dark,  low- 
hulled  craft  swept  every  coast,  and  whenever 
they  could  find  a  landing  place  it  was  veni^  t 
vidi,  I'ici. 

In  Northern  Europe,  on  the  shores  of  Ilmen 
lake,  the  Viking  Burik  laid  the  foundations 
of  a  state  (a.d.  861),  which  has  grown  into 
the  great  Russian  Empire.  In  Southern  Europe 
they  conquered  Naples  and  Sicily  (a.d.  1072). 
They  were  the  foremost  in  the  great  conflict 
of  the  Cross  against  the  Crescent,  and  for 
generations  a  company  of  Viking  volunteers 
formed  the  body-guard  of  the  Byzantine  em- 
perors. Towards  the  west  they  found  their 
way  as  far  as  North  America,  a  fact  that 
until  lately  does  not  seem  to  have  been 
known  outside  of  Norway.  Yet  Leif  Erik- 
son  looked  upon  the  shores  of  the  New 
World  (a.d.  1000),  nearly  five  hundred  years 
before  the  fiemious  Genoese  discoverer  was  bom, 
and  not  long  afterwards  a  Viking,  Thorfin, 
established  a  Norwegian  settlement  in  New 
England,  and  there  his  wife  Gudrid  b(»«  him  a 
son,  Snorre,  the  first  *  native  bom  American ' 
of  European  blood.  The  inhabitants  of  the 
British  Isles  knew  the  Vikings  well — and  loved 
them  little.  Their  frequent  visits  to  Scotland 
have  left  many  traces,  both  on  the  population 
and  the  language,  and  in  Ireland  they  founded 
the  towns  of  Dublin,  Waterford,  and  Limerick. 
To  the  English  people,  however,  the  one  episode 
of  the  Vikings  is  tine  story  of  BoUo  and  those 
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#||f)  mtlt^i  wHh  him  on  that  memorable 

dttiou  which  felted  in  the  conquest 

grmt^    part    of    Pmnce,     '       "     ^ 

Vommn  chii-aby,  the  destruction  of  the  baxon 

power  »t  HMtin|r?».  an  J  therefrom  the  develop- 

Ml  of  ikt  Ki^gland  of  t«>Hlay. 

Iliii  Rolki  or  Rolf,  enmanied  the  Ganger 

tMMk  vmlker),  beoaiise  no  Iiorse  eould  be  found 

f%i^  <»iiongh  to  lift  him  off  his  feet,  was  con- 

biiiiMd  Id  wtile  by  the  king,  Harold  Fairhair. 

[Hi*  wt^ut,  bnt  not  alone,  for  he  wa3  the  hero 

l^r  the  *  Yoiin^   Norwegian/   and   what   were 

jk''»K'y  *n*ih<a  to  be  weighed  against  the  wild 

li»dviMituit»a  of  a  ft>ray  when  'the  Ganger*  led 

\%\ms  w**y  !     And  »o  they  sailed,  as  their  tathers 

hail  done  liefore  them,  a  reckless  band  caring 

■  lliit.  wlint  hiy  in  fmnt,  ready  for  anything  the 

Iftid**  might.  l)ring  j  bnt  little  dreaming  that  in 

thiAir  hnndrt  they  held  the  fate  of  nations,  that 

-thi^ir  frjteiy  was  to  change  the  history  of  the 

World.    It  may  interest  eame  English  people  to 

know  that  the  home  of  Hollo's  childhood  Btill 

.axirttj*.     He  was  the  son  of  Ragnvald  Murejarl 

(tlie  Hurl  of  M5re),  and  vietfcors  to  8ondra5re 

(Konth     Mftre)    who    care    to    make    a    pil- 

Lgrirnugh  to  the  island   Vigra   will   there   find 

lt^*ald  (Rolfs  hall),  and  near  it  the  ancient  ahip- 

yanl,  whence  doubtless  many   a  Viking  ei-aft 

|Wa«  launched.     In  the  neigh bcjurhood,  also,  are 

rleveral   other  ancient  remains   connected   by 

tradition  with  Rollo  and  his  Viking  ancestors. 

The  Fttll  of  Norwmj.—The  Viking  age  was 
no  doubt  the  golden  age  of  Noi-way,  but  it 
meant  a  serions  drain  upon  the  Norwegians. 
The  best  and  bravest  were  ever  sailing  away 
over  the  Northern  Ocean — and  they  seldom 
returned.  The  sea  claimed  them,  or  the  battle, 
or  tliey  found  their  homes  and  their  work  in 
other  lands  as  leaders  of  men,  as  moulders  of 
the  nations  that  were  rising  from  the  chaos  of 
the  middle  ages.  The  signs  of  this  drain  of 
strength  were  not.  it  is  true,  very  markedly 
shown,  and  the  Norwegians  who  remained  at 
home  might  have  held  their  own  against  all 
comers  had  it  not  been  for  the  intervention  of 
a  more  terrible  invader — the  pestilence  of  1849. 
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In  these  present  days  we  have  our  epidemics 

and  other  outbreaks  of  disease,  and  though  they 
are  bad  enough,  they  do  not  enable  us  to  form 
even  a  vague  idea  of  the  calamity  that  now  over- 
took the  Norwegian  people.  The  shadow  of 
the  dark  wings  rested  on  every  town  and  village 
and  homestead  in  the  land.  None  were  spared 
— gentle  and  simple,  rich  and  poor,  youth,  man- 
hoodj  and  old  age^  shared  alike  and  equally  the 
common  fate,  Everywhere  was  the  sound  of 
mourning,  save  where,  in  silence,  only  the  dead 
were  left  to  bury  the  dead.  In  many  parishes 
and  valleys  not  a  single  soul  sarvived,  and,  when 
at  length  the  hand  of  the  destroyer  was  stayed, 
barely  a  third  of  the  population  remained  alive. 

This  appalling  disaster  was  a  fatal  blow  to 
Norway *8  power,  and  also  to  her  indei>endence. 
Never  thickly  peopled,  the  country  was  now 
little  better  than  a  desert,  and  its  few  remain- 
ing iubabitAnts  were  pamlyeed  by  the  calamity 
and  scattered  over  a  wide  region  unfavourable 
for  defensive  combination  but  everywhere  open 
to  attack.  Her  onteqmsing  neighbours  were 
only  too  i-eady  to  tuke  advantage  of  Norway's 
helpless  condition,  and  she  was  soon  turned 
into  a  kind  of  *  sphere  of  interest'  for  the 
advantage  chiefly  of  the  Hanseatic  towns.  But 
even  yet  the  cup  of  Norway's  miseries  was  not 
full.  Her  crown  parsed  by  inheritance  to  the 
Danish  kings,  but  they,  not  content  with  such 
a  peaceful  union,  eventually  tume-d  it  into 
possession  by  right  of  conquest,  and  now  indeed 
the  glory  had  departed.  Norway  was  a  mere 
province  of  Denmark,  and  in  this  state  of  de- 
gradation she  remained  until  the  beginning  of 
the  present  century. 

At  the  end  of  the  Napoleonic  wars  Denmark 
found  herself  on  the  losing  side,  and  the 
triumphant  allied  powers  decreed  for  her 
punishment  that  she  should  hand  over  Norway 
to  the  Swedish  king.  This  was  no  doubt  a 
most  convenient  arrangement  ^ — fTOm  the 
Swedish  point  of  view.  The  Norwegians,  how- 
ever, felt  that  they  also  had  some  little  interest 
in  the  matter,  and,  calmly  ignoring  the  allied 
powers,  they  determined   to  settle  their  own 
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»flkira  to  sQit  ihemsalves.  They  bad  had  quite 
enongh  of  playing  the  part  of  a  province,  and 
they  declared  Norway  once  again  a  free  and 
independent  land.  They  knew  that  they  were 
now  too  strong  to  be  coerced  by  either  Sweden 
or  Denmark,  and  they  knew  the  decree  was  not 
likely  to  be  forced  upon  them  by  the  allied 
powers,  who  were  far  too  much  in  love  with  the 
peace  they  had  just  obtained  to  think  of  riaking 
it  for  anything  of  the  kind*  The  Norwegians 
were  perfectly  successful  in  carr}''ing  their  point, 
Mid  they  then  entered  into  a  defensive  union 
with  Sweden,  nothing  being  in  common  except 
the  crown  and  the  ambassadorial  and  consular 
representation, 

Thia  nnion  Las  not,  however,  been  alto- 
gether a  snccess.  The  Norwegians  considered 
it  a  partnership  on  equal  termSj  and  naturally 
eijjected  a  partner's  share  in  the  control  of 
foreign  matters.  The  Swedes,  on  tJie  other 
hand,  did  not  quite  see  this  view,  and  they 
ihowed  80  little  haste  in  making  the  necessary 
re-arrangements  of  their  Foreign  Office  that — it 
is  not  done  unto  this  day.  Thus  the  share 
obtained  by  Norway  was  merely  nominal,  and 
thus  also  the  little  '  rifb  in  the  lute'  appeared » 
and,  after  the  manner  of  its  kind,  it  grew  until 
in  1885  the  erstwhile  happy  union  seemed 
perilously  near  divorce  proceedings.  The 
downiDg  cause  of  offence  at  this  time  was  a 

I  change  in  the  organisation  of  the  Foreign  Office 
by  which   even  the   nominal    influence    that 
Norway  had  so  far  enjoyed  was  reformed  out  of 
existence.     The  Swedes  did  not  seem  to  think 
Ifc  ndeeesaxy  that  their  consort  should  be  a  con* 
•e&ting  party  to  this  arrangement,  but  for  once 
tlieir  high-handed  proceedings  had  gone  too  fan 
In  Norway   universal    indignation    prevailed. 
The  moderate  counsel  of  the  conservative  party 
ftm  to   try   the   influence  of   sweet    reason- 
ablenees   once  again,  bat  the   radical   party, 
;who  had    a   small  majority  in   the   Siorikhuj, 
that  Norway  sliould  do  as  she  was  done 
,  and  manage  her  foreign  affairs  for  herself. 
le  King  then  used  his  suspensive  veto  to  the 
of  his    ability.     lie    repeatedly  changed 


his  ministry  from  radical  to  conservative,  and 
vw  vend,  and  is  at  the  present  moment  (1894) 
governing  the  country  with  a  conservative 
ministry  in  the  face  of  a  radical  majority  in  the 
StoriJiirtg,  The  Swedes  rather  tardily  recognised 
the  mistake  they  had  made  in  1885,  but,  being 
the  larger  of  the  two  nations,  tbay  will  not  listen 
to  the  claim  of  equality;  which  is,  perhaps, 
natural  enough  from  their  point  of  view;  and 
thus  the  quarrel  still  drags  its  weary  way. 
At  present  the  matter  seems  to  be  again 
approaching  a  crisis — indeed,  it  has  become 
80  acute  that  it  may  be  heard  of  even  outside 
Norway,  and  frequent  references  to  it  appear 
in  English  newspapers,  generally  under  the 
astonishing  title,  '  Home  Kule  in  Norway  ' ! 

The  Norwegimt  of  To-day, — It  is  a  far  cry 
from  the  Berserks y  who  followed  Rolf  or  Regnar 
Lodbrok,  to  the  present-day  Norwegian^  but  he 
nevertheless  is  the  direct  descendant  of  the 
Vikings.  In  his  veins  flows  that  very  blood 
which  is  the  boast  of  aristocracy,  and  which,  the 
genealogists  tell  us,  runs  from  Harold  Fairhair 
(936)  through  every  royal  line  of  Europe,  those 
of  Turkey  and  Montenegro  alone  excepted.  In 
England  nowadays  very  few  of  the  nobility 
and  gentry  can  go  back  to  the  sacred  Roll  of 
Battle  Abbey  and  the  unkind  person  might  call 
their  claims  to  Viking  blood  just  a  little  bit 
shady.  Certainly  if  they  do  have  it,  it  is  in  very 
*  dilute  solution/  but  none  the  less  most 
highly  prized.  The  old  Norman  families,  how- 
ever, such  as  the  ducal  houses  of  Norfolk, 
Leinster,  and  Northumberland,  the  noblest  of 
the  noble,  the  proudest  of  the  proud,  are  blood 
relations  to  the  Norwegians,  to  simple  folk — 
mayhap  deck  hands  on  trading  skiffs,  or  poor 
cod -fishers  off  Lofoten. 

With  all  these  high  and  noble  connections 
we  would  naturally  expect  the  Norwegian  to 
be  a  most  aristocratic  personage,  and  so  he  is, 
to  his  very  finger  tips,  in  many  ways.  He  h  no 
despiser  of  pedigrees,  and  men  in  every  station 
of  life  are  to  be  found,  including  nearly  all  the 
udal  farmers,  who  can  trace  their  anceatry 
farther  buck  than  most  of  the  nobility  of  other 
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lands^  many  of  them  indeed  being  able  to  prove 
direct  descent  from  the  old  Norse  kings.  Bat 
despite  all  this  the  Norwegian  is  very  much  the 
democrat.  The  Saga  relates  of  Rollo  the  Ganger 
and  hifl  men  that  when  they  landed  in  France 
one  of  them  was  asked,  '  Who  is  your  master  ?  * 
and  he  replied,  *  We  have  no  master,  we  be  all 
equals/  Even  the  long  series  of  misfortunea 
through  which  the  Norwegians  have  since 
passed  has  not  stamped  out  that  strong  sense  of 
self-esteem,  lliey  hold  that  *  all  men  are  equal/ 
and  in  Norway^  no  matter  what  his  fortnne  or 
his  forefathers,  *  a  man's  a  man  for  a'  that/ 

The  reanlt  of  this  curious  mixtnre  of  the 
aristocrat  and  the  democrat  is  sometiines  almost 
comic.  The  Norwegian  will  acknowledge  no 
man  as  hia  superior — openly :  but  hia  soul  longs 
for  distinction  hmioris  cn,7tsa.  Were  the  old  sea- 
kings  to  com©  t^  life  again  he  would  throw  pru- 
dence and  everything  else  to  the  winds  and  sail 
away  with  them  to  foray  and  fight,  and  die  for 
that  vanity  of  vanitie^^ — empty  glory.  As  it  is, 
however,  he  has  to  cont^ent  himself  with  things 
much  more  prosaic.  Nowadays  be  descends 
upon  the  coast  of  France  or  England  in  the 
nnromantic  form  of  a  Cook's  tonrist,  and  at  home 
there  is  bat  one  *  distinction  *  to  which  he  can 
aspire, '  the  most  sacred  order  of  St.  Olaf/  That 
each  an  order  should  be  tolerated  by  a  people 
professedly  democratic,  nay  even  republican,  is 
in  itself,  of  course,  an  anomaly,  but  it  is  still  more 
surprising  to  see  the  radical  party,  when  out 
of  office,  fervently  urging  its  abolition  in  the 
interests  of  the  public  weal,  and,  as  soon  as  they 
succeed  in  seizing  the  reina  of  government, 
hastening  to  deck  themselves  with  its  despised, 
yet  comforting  insignia.  But  perhaps  the 
climax  is  reac^hed  when  we  see  two  of  Norway's 
poetSj  writ-ers  of  world-wide  reputation,  taking 
from  each  other  a  solemn  vow  never  to  accept  a 
royal  favour  of  this  disparaged  kind,  and  then, 
in  the  daily  press,  disputing  as  to  who  had 
broken  the  pledge- — first. 

Despite  these  little  vanities,  however,  the 
Norwegians  on  the  whole  are  not  a  bad  lot. 
They  have  the  right  stuff  in  them,  and  all  the 


natural  surroundings  to  bring  it  out — the  two 
essentials  for  the  making  of  a  nation  great  in 
the  true  sense  of  the  word.  That  they  have  the 
right  stuff  in  them  none  who  have  studied  in  i 
history  the  doings  of  the  Norwegians  will  deny  fl 
That  their  surroundings  have  called  forth  their 
capabilities  is  no  less  obvious.  Ever  since  the 
great  jKistilence  they  have  had  a  struggle  with  ■ 
man — a  long  and  an  uphill  fight  with  all  the 
odds  against  them,  but  in  the  end  they  jusfcified 
themselves  by  success.  With  nature  they  have 
had  and  still  have  a  daily  battle  for  bare  ex- 
istence, and  here  also  the  struggle  that  brings 
immediate  success  brings  something  more — 
strength  for  future  and  higher  and  better  things. 
This  is  not  mere  idle  speculation,  and  now 
that  Norway  is  herself  again,  a  free  nation  with 
nil  the  gtimnlus  that  comes  of  freedom,  she  is 
beginning  to  show  the  world  that  she  can  do  ^ 
something  in  the  'higher  paths  of  life/  Of  ■ 
course  she  must  be  judged  by  her  frnits,  but 
those  who  cannot  judge  without  the  thing 
odious — comparison — should  bear  in  mind  that 
the  Norwegians  number  less  than  two  millions, 
less  than  half  the  population  of  Lancashire, 
little  more  than  a  third  the  population  of  Lon*  I 
don.  They  cannot  therefore  be  compared  with 
a  first-lass  nation.  The  doctrine  of  averages  is 
strongly  against  the  occurrence  of  master  minds 
in  small  communities,  and  it  is  only  with  such 
nations  as  her  near  neighbours,  Sweden  and  Den- 
mark, that  Norway  can  be  fairly  entered.  If  this 
be  done  she  will  not  fare  badly,  with  soch  repre- 
sentatives as  the  composers  Grieg  and  Johan 
Svendsen,  the  musicians  Oluf  Svendsen  and  ! 
Ole  Boll,  the  three  brothers  Binding,  painter, 
sculptor,  and  composer,  the  politician-poet  Bj5ni- 
son,  and  the  problem  provider  Henrik  Ibsen, 
After  all,  however,  such  matters  as  literature 
and  art  are  of  far  less  importance  in  the  life 
of  a  nation  than  *  the  greatest  good  of  the  ! 
greatest  number.'  This  inevitably  leads  ua  into 
Norwegian  sociology — a  subject  too  vast  to 
be  treated  here,  although  a  few  of  its  tispects 
which  may  have  some  special  interest  to 
English  readers  will  be  mentioned. 
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The  Temp&raTU!^  Question  in  Nant^ay. — It 
may  be  snid  safely  that  tie  NorwegiauB  are  the 
temferaie  peopU  of  Earope ;  the  people  to  de- 
light the  lieart  of  the  teetotal  orator,  unleaa, 
indeed,  he  be  in  search  of  employment.  They 
were  not  always,  however,  such  a  bright  and 

*  shining  example ;  in  fact,  not  long  ago  they  were 
very  much  the  reverse.  Their  alcoholic  heredity 
was  of  fairly  respectable  ilate,  for  the  Vikings 
onderst4Dod  the  value  of  *  the  cup  that  cliee^ra/ 
Their  descendants,  also,  understood  it,  and  so 

,  well  that  in  1838  the  temperance  qnestion  be- 

'  came  perforce  the  question  of  the  day.  An 
attempt  was  made  to  limit  the  production  of 
alcohol  by   imposing  a   duty   of   Is,    4fi    per 

Igallozi,  and  this  was  gradually  increased  to  the 

[preeant  rate  of  7«.  per  gallon,  of  absokit-e 
alcohol.  Also  the  use  of  stills  of  less  than 
fifty  gallons  capacity  was  prohibited.  Some 
idea  of  the  need  for  this  pmlubition,  and  of  the 
drinking  powers  of  the  Norweigan,  may  be 
i  from  the  fact  that  in  1838  there  were 
no  less  than  9,727  stills  in  use,  or,  in  other 
words,  every  120  Norwegians  were  the  happy 
owners  of  a  still  producing  spirits  for  their 
fpeeial  benefit. 

These,  however,  were  only  the  opening 
skirmishes  of  the  battle  against  King  Alcohol, 
ind  tJiey  were  followed  up  until  that  individual 
fell  from  his  high  estate  to  one  most  humble 
and    obscure.      At  present    the    Gothenlmrg 

I  lyRtem  ia  established  in  every  town  in  Norway. 

'Thi*  means  that  practically  the  whole  of  the 
fHail  business  of  each  town  is  concentrated 
iolo  thw  liaufljs  of  a  single  company^  which  is 
allowed  to  retain  a  fixed  hw  'pereeniaiie^  of  the 
profits,  but  is  obliged  to  distribute  everything 
OTer  and  above  amongst  charitable  institutions. 
In  Christiania,  which  may  be  taken  as  an  ex- 
atople,  there  is  a  population  of  IGO.OOO,  and 
only  twenty-seven  places  are  authorised  by  the 
oompaoy  to  retail  liquor.    These  are  rendered  as 

'  mmttractive  aa  possible,  and,  as  if  ashamed  of 

ticir  calling,  they  hide  themselves  away  behind 

'   *         »re  respectable   neighbours.     A   small 

_ '  -d  plate  upon  the  door  is  the  only  indi- 


cation that  refreshments  may  be  had  within. 
The  glowing  lights  and  mirrors  and  show- 
cards  of  the  English  gin-palace  are  chiefly  con- 
spicuous by  absence,  and,  instead,  the  dismal 
light  shows  walls  decked  with  scriptural  texts, 
setting   forth    a   solemn    warning   against  the 

*  evil  spirit.*  There  is  no  '  saloon  bar,'  no  snug 
corner,  not  even  a  seat.  No  alluring  siren 
stands  behind  the  counter,  but  a  *  ministering 
angel/  of  the  mature  variety,  glances  over  her 
spectacles  with  a  look  of  kindly  welcome  duly 
tempered  by  reproof,  and  whilst  reluctantly 
purveying  the  drinks,  she  never  fail*?  to  recom- 
mend that  crowning  enormity  of  modem  civil- 
isation— sandwiches.  She  is  allowed  a  small 
percentage  on  the  sale  of  these,  no  doubt  with 
deep  intent  upon  the  preservation  of  the  species 
whose  habitat  is  her  domain. 

The  country  districts,  unlike  the  towns, 
take  their  temperance  in  the  form  of  local 
option,  and  find  it  satisfactory.  It  is  different, 
however,  with  the  unw\iry  stranger  who  does 
not  find  local  option  very  refreshings  and  has 
even  been  known  to  say  uncharitable  things 
strongly  when  he  discovers  that  kis  favourite 
tipple  can  be  had — fifty  or  a  hundred  miles 
away.  It  is  no  joke  to  have  to  send,  perhaps, 
as  far  as  from  London  to  Birmingham  for  the 

*  something  *  to  mix  with  your  soda,  and  to  those 
who  cannot  visit  Norway  without  this  *  adjuvant/ 
our  advice  would  be — take  the  *  active  prin- 
ciple '  with  yon. 

In  other  respeots  temperance  legislation 
seems  to  have  scored  a  success  in  Norway.  The 
9,727  stills  have  been  reduced  to  twenty-four. 
The  yearly  consumption  of  spirits,  calculated 
as  absolute  alcohol^  has  been  reduced  to  three 
pints  per  head  of  population.  Drunkenness 
is  practically  unknown  ;  and  to  the  younger 
generation  in  the  country  districts,  the  sight 
of  one  who  has  indulged,  *not  wisely,  but  too 
well,'  would  be  an  absolutely  new  experience. 
This,  however,  is  not  all,  for  we  are  U>ld 
that  the  sins  of  the  toper  are  visited  upon  his 
children  in  the  form  of  a  high  infantile  moi^ 
tality,  epilepsy,  idiotcy,  and  insanity,  and  the 
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Btatistical  records  of  Norway  *  show  that  these 
undeatrable  legacies  have  been  a  dimimBhing 
quantity  ever  Bioce  temparance  came  into  pos- 
Bession* 

Land  in  Norway* — The  land  question  in 
Norway  by  no  means  holds  the  field  as  it  does 
in  certain  other  countries  we  might  mention, 
NevertheJess  it  is  a  very  interesting  questionj 
not  only  to  those  immediately  concerned,  bnt  to 
every  student  of  sociology.  The  Norwegian  is 
easentially  conservative  in  his  nature,  doing  as 
did  his  fore&thers  ;  and  as  a  consequence  his 
By  stem  of  land  tenure  is  a  survival  from  the 
earliest  Teutonic  times »  In  its  main  features 
indeed  the  system  does  not  differ  mat-erialiy 
from  that  seen  and  described  by  the  Roman 
historian  Tacitus,  nearly  2,000  years  ago. 

The  farms  in  Norway  are  held  on  a  freehold 
right  regulated  by  two  laws  of  very  ancient 
origin — the  AascedeAreiien  (homestead  law)  and 
the  Odehreiien  (odal  law).    Tlie  fbrmer  regulates 


*  The  mortality  ol  uif&nt»  under  one  jear  of  age  lina 
been  rodaoe<l  to  10S6  per  coat.,  as  against  15-48  per  cent, 
in  England,  17*35  per  cent,  in  Be]giam«  21  96  per  cent*  in 
Prussia,  26'S2  per  cent,  in  Austria,  and  32-341  per  cent,  in 
Bavaria.  This  low  infantile  mortalltj  is  the  main  factor 
ol  the  rapid  increase  of  the  Norwegian  population, 
whieh  shows  a  higher  ratio  at  present  than  any  otber 
European  race,  altbongh  the  birth-rate  is  rather  under  the 
average* 

The  effect  of  tli«  temperance  movement  upon  the  pro* 
portion  of  epileptic  and  idiotic  ehildren  was  specially 
investigated  by  the  late  Br.  Dahl.  direotor-in-chief  of  the 
Government  Medical  Department.  He  visited  the  greater 
part  of  the  valleys  in  Norway,  first  in  1855  and  again  in 
1B65,  for  the  express  purpose  of  personally  investigating 
UiA  matter ;  &nd  he  found  that  this  unfortunate  class  of 
ehildim  had  decreased  by  16  per  cent*  during  the  ten  years, 
although  during  the  same  period  the  population  bad 
inonaaed  by  14  per  cent. 

In  regard  to  insanityi  In  1860  13  per  cent,  of  the 
inmates  of  lunatic  asylums  were  habitual  drunkards ;  in 
1870  the  proportion  was  7  per  oent. ;  in  1880  3  per  cent,  j 
and  in  1B90  only  2|  per  cent.  The  number  of  suicides 
has  decreased  from  109  per  million  annually  in  184ft-50| 
to  07  annually  in  1861-85,  whilst  in  other  countries  the 
number  has  been  increasing  :  in  England  reaching  85,  in 
Bweden  95,  and  in  Denmark  275.  Crimes  directly  oon- 
neeied  with  drink  have  also  decreased  in  a  remarkable 
degree,  and  murder  is  now  so  rare  as  to  be  practically  ud- 
known. 


the  inheritance  of  the  freehold  which  pasaes 
from  the  father  to  liiB  eldest  son,  or  to  the  eldest 
daughter,  should  there  be  no  sons.  If  there  are 
several  children  the  value  of  the  estate  is  divided 
into  equal  sharea,  and  the  eldest  sou  has  to  pay 
such  shares  to  each  of  his  brothers  and  sisters 
before  he  himself  can  enter  into  possession. 
The  arrangement  seems  rather  hard  on  the 
eldest  son,  and  v^rould  sometimes  really  be  so 
wt!re  it  not  that  his  burdL*n  can  be  lightened 
by  the  father,  who,  with  certain  limi tat  ions,  has 
the  power  of  fixing  the  value  of  the  estate  at 
what  he  thinks  properj  and  the  children  must 
abide  by  his  decision. 

The  other  law,  the  Odelsretten^  secures  the 
freehold  to  the  family.  The  holder  of  the  farm 
can  offer  it  for  sale,  but  the  members  of  the 
family  have  certain  privileges  over  outsiders  in 
purchasing  it.  Further,  should  it  be  sold  to  an 
outsider  any  member  of  the  family  can  redeem 
it  within  live  years  by  paying  the  original  price 
together  with  compensation  for  any  improve- 
iiK'nta  that  may  have  been  earned  out,  Thiii  udal 
right  has  often  Iteen  vigorously  assailed.  It  is 
said  to  be  injuriouH  to  the  interests  of  agriculture, 
because  the  purchaser  of  a  farm  is  not  likely 
to  undertake  extensive  improvements  when  he 
knows  that  he  may  be  compelled  to  sell  it  at  a 
moment's  notice.  On  the  other  hand,  and 
especially  by  those  in  possession,  it  is  said  to  be 
a  moat  excellent  law,  as  it  protects  the  genuine 
farmer  from  the  rich  townspeople,  with  their 
propensities  for  bu}ing  land  and  forming  large 
estates. 

Whatever  may  be  the  theoretical  right  or 
wrong  of  the  system,  there  is  no  denying  that 
in  practice  it  works  tolerably  well.  Norway  is 
hardly  a  land  of  smiling  skies  and  pregnant  soil, 
and  its  area  is  scarcely  800  square  mile^ — from 
the  agricultural  point  of  view.  Yet,  on  this 
mere  patch  of  land,  %vith  some  rough  hill  pasture  ' 
thrown  in,  no  less  than  one  million  people 
contrive  to  exist,  and  to  hold  their  heads  up 
fairly  well. 

The  udal  system  has  also  preserved  for  us  a 
beautiful  picture  of  life  as  it  was  in  the  days  of 
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oar  remote  forefathers.  Each  Norwegian  farm 
18  the  home  of  a  little  community,  complete 
I  itself,  and  strongly  bound  together  by  ties  of 
Eimmon  interest.  The  head  of  this  community 
is  the  freeholder,  the  Gtuirdmand,  and  the 
Ewee  where  he  and  his  fnmily  dwell  is  the 
esieadf  which  is  surrounded  by  a  number  of 
other  families  each  with  a  little  piece  of  land 
&iid  a  hoase  of  its  own.  The  head  of  each 
of  these  families  is  known  as  a  Hnjitnandj  and 
in  return  for  his  Hiwnut7idsplaf.h  he  assists  in 
the  general  working  of  the  fann,  as  a  rule 
giving  a  certain  fixed  number  of  days  to  this 
yearly. 

The  Oaardmmvd  is  generally  the  possessor  of 
*  a  lang  pedigree  '  extt^nding  back  in  some  cases 
for  nearly  a  tJiousand  years,  and  in  his  own  way 
he  is  as  proud  of  this  as  if  it  were  a  coronet 
decked  with  the  significant  strawberry  leaves. 
He  would  look  upon  a  marriage  between  a 
member  of  his  family  and  a  member  of  a 
Husmaiid'it  family  as  a  terrible  mesalliance^  just 
as  the  most  aristocratic  families  in  England 
do  in  circumstances  similar,  yet  somewhat 
different. 

Bat  although  the  Odardmand  stands  very 
Bach  on  his  dignity  in  some  ways,  in  others  he 
no  dignity  at  all.  He  makes  no  ditft^reoce 
daily  life  from  that  of  those  around  him. 
S^and  his  labourers  meet  and  speak,  not  as 
master  and  servant,  but  as  men  and  equals. 
They  dress  alike  and  they  labour  alike,  and 
when  the  day's  work  is  over  they  sit  down  at  a 
escmtDioa  table  and  fare  alike,  the  Gaardnuitid 
presiding  at  the  head  of  the  board  in  the  true 
pOriaFcbal  style. 

NoTfvegian  Shipping, — The  Norwegians  are 
cmbently  a  seafaring  race,  and  they  are  so 
Dply  on  account  of  what  the  scientist  would 
their  *  environment/  Every  tendency, 
liereditary  and  acquired,  impels  the  young 
Norwegian  to  go  to  sea.  He  comes  of  a  stock 
hft0  don©  so  from  the  remotest  a^^es,  and 
Qgrtainly  tJje  heredity  ought  to  be  well  grained  in. 
B«  himself  has  the  sea  and  its  sights  ever 
ifore  hiin  eyes  from  the  first  day  that  he  opens 


them,  and  the  stories  that  tickle  his  youthful 
ears  are  tales  of  the  sea,  of  the  hei-oes  of  the 
Viking  age,  of  the  daring  deeds  and  hairbreadth 
escapes  of  the  present  day,  and  these,  mayhap^ 
fresh  from  the  lips  of  those  who  have  seen  or 
done  them. 

When  to  all  this  we  add  that  there  is  little 
to  tempt  the  young  Norwegian  to  stay  at  home, 
it  will  not  seem  surprising  that  he  takes  to  the 
sea  very  much  as  a  duckling  to  its  pond.  The 
merest  child  in  Norway  knows  how  to  handle  a 
boat,  and  perhaps  nothing  more  astonishes  a 
stranger  on  his  first  visit  to  the  coimtry  than 
when  his  ship  happens  to  meet  one  of  the  pilot- 
boats  crotsing  far  out  from  the  coast,  and  he 
sees  the  pilot  step  on  Ijoard,  calmly  leaving 
behind  him  a  boy,  not  yet  in  his  <a6?w,  to  find 
his  way  home  as  best  he  may,  '  wind  and 
weather  notwithstanding/  With  tins  sort  of 
training  the  Norwegians  ought  to  become  good 
sailors ;  that  they  do  so,  can  be  testified  by  the 
English  yachtsmen  who  have  matched  them- 
selves against  the  smart  seamanship  of  the 
Norwegians  sailing  under  the  pennant  of  the 
New  York  Y.C. 

The  truth  of  the  Sagas,  relating  how  the 
Norsemen  crossed  the  Atlantic  in  their  open 
boats,  has  on  more  occasions  than  one  been 
challenged,  bat  in  1893  it  was  sliown  that 
the  feat  was  only  child's  play  to  Norwegian 
sailors.  A  crew  of  them  made  their  way  from 
Norway  to  Chicago  in  an  exact  model  of  the 
ancient  Viking  ship  that  was  dug  up  at  Gokstad 
some  yearn  ago.  The  model  was  70  feet  in 
length,  undecked,  and  fitted  with  a  single  mast 
and  square  sail.  Her  sides  were  pierced  for 
oars,  &ome  10  feet  and  others  10  feet  long,  and 
she  was  manned  by  a  crew  of  twelve  sailors,  one 
of  whom  humorously  remarked  Ui  us  just 
before  starting,  'The  only  thing  about  which 
we  may  quarrel  is  as  to  who  shall  sectu'e  the 
16-foot  oars,' 

The  boat  in  which  Leif  Erikson  crossed  the 
Atlantic  was  probably  much  larger  than  the 
Gokstad  boat,  for  we  know  that  some  of  the 
Viking  ships  carried  between   two  and  thre© 
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hundred  men,  and  one  of  the  Sagas  tells  ns  that 
the  'Long  Serpent/  built  by  the  celebrated 
shipbuilder  Thorberg,  was  140  feet  .in  length. 
The  feat  of  last  year,  therefore,  proved  that  the 
tale  of  the  Sagas  was  far  from  being  impos- 
sible ;  and  another  thing  also  was  proved — that 
the  daring  spirit  of  the  old  Vikings  is  not 
altogether  dead  in  the  Norwegians  of  to-day. 
If  further  proof  be  wanted  it  may  be  seen 
in  Captain  JOrgensen  and  his  mate  Nilsen's 
astonishing  voyage,  all  the  way  from  England 
to  Australia,  in  the  '  Storm  King,'  a  boat  30  ft. 
long ;  in  Adolph  Fritsch's  recent  adventurous 
journey  single-handed  across  the  Atlantic  in  the 
*  Nina,'  40  ft.  long ;  or  in  Dr.  Nansen's  expedi- 
tion, now  trying  to  reach  the  North  Pole ;  or  the 
Wellman  Polar  Expedition,  half  of  whose  mem- 
bers hail  from  Norway. 

Polar  expeditions  and  the  like  are,  however, 
only  for  the  few,  and  the  great  bulk  of  Nor- 
wegian seamen  content  themselves  with  the 
much  more  prosaic  mercantile  service.  In 
regard  to  this,  Norway  occupies  a  most  remark- 


able position.  She  is  only  a  small  country ;  her 
population  is  less  than  two  millions ;  and  yet 
she  owns  a  fleet  that  occupies  the  third  place ' 
amongst  the  navies  of  the  world,  being  surpassed 
only  by  those  of  England  and  the  United  States. 
But  relative  to  her  size,  Norway  is  easily  first  of 
all  seafaring  nations ;  for  every  thousand  Nor- 
wegians own  792  tons  of  shipping,  while  the 
English,  who  come  next,  have  only  822  tons  for 
each  thousand  individuals. 

The  mercantile  navy  of  Norway  is  not  the 
property  of  a  few  wealthy  capitalists  or  com- 
panies, as  is  the  case  in  some  countries,  but  it  is 
the  people's  own,  and  in  it  a  great  part  of  their 
savings  is  invested.  There  are  few  Norwegian 
families  without  a  pecuniary  interest  in  some 
ship  or  ships,  or  without  some  relatives  on  board 
them ;  and  in  this  way  the  shipping  has  become 
in  Norway,  more  than  anywhere  else,  a  national 
institution  in  which  everyone  is  in  one  way  or 
other  directly  interested. 

*  England,  11,597,106  tons;  United  States,  1,823,882 
tons;  Norway,  1,589,356  ionB(Naut.Mag,,  September  1890). 
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OBt  coontries  the  fisheriea  and  the  iishenneii 
occupy  a  very  secondary  position  ia  the  iiiduB- 
trial  and  social  scale,  bat  in  Norway  it  has  always 
been  quite  the  I'evtjrse.  The  mythologies  of 
Egypt,  Greece,  and  Rome  had  Bpecial  gods  in 
plenty,  but  none  to  spare  for  those  who  reap  the 
harvest  of  the  sea.  With  the  old  Noi'se  gods 
it  was  a  dilierent  story — iEgir  and  his  con- 
Bart  Ran  were  the  special  guardians  of  the 
fifiher-folk,  and  seven  daughters,  blue-eyed  and 
golden-haii"ed,  aided  their  gracious  task.  Even 
Thor,  the  mighty  god  of  thunder  and  of  storm, 
did  not  disdain  the  gentle  art j  and  we  re>ad  that 
OQoe,  with  Hymer,  he  went  fishing.  Surely 
never  before  nor  since  did  such  an  angler  cast  a 
line,  and  those  who  know  and  love  the  dun-tly 
and  the  spider-black  might  well  adopt  him  as 
the  anglers  god — old  Izaak  notwithstanding. 

In  our  own  Jhir-il4^-.n6d6  age  Thc^r  and  his 
fellow  deities  are  a  little  at  a  discount,  but 
none  the  less  their  story  has  a  meaning  to  the 
philosophic  mind.  The  gods  alike  of  Egypt, 
Gfeeoe^  and  Norway  were  but  the  reflection  of 
tbd  lives  and  aspirations  of  the  jjeople,  and 
through  them  we  may  read  the  tale  of  bow  the 
people  lived  and  thought.  This  special  instance 
dirows  a  light  upon  the  fisheries  of  Norway  in 
pl^e-Christian  times,  and  shows  how^  largely  they 
then  bulked  in  the  everyday  life  and  estimation 
of  the  Norwegian  people. 

In  the  middle  ages  our  knowledge  of  the 
Norwegian  fisheriea  becomes  something  more 
than  a  mere  deduction  ^m  mythoiog}\  His- 
torical records  deal  with  the  matter,  giving 
OS  a  definite  idea  of  the  details  and  importance 
of  the  industry,  and  showing  how  fitting  a 
school  it  was  for  an  adventurous  eea-faring  race, 
and  bow  the  distinguished  men  and  families  of 


these  times  had  all  of  them  their  origin  in  jnsfc 
those  regions  where  the  richest  fisheries  take 
place. 

The  Norwegian  Sbaboakd. 

We  may  gather  from  these  records  that  the 
Norwegian  fisheries  were  of  very  considerable 
value  in  days  gone  by,  and  they  are  certainly 
no  less  so  in  the  present  day.  The  reason 
for  all  this  is  to  be  found  in  the  Cijnformation 
of  the  Norwegian  coaat,  which  holds  out  attrac- 
tions of  a  '  highly  desirable  '  nature  to  tbe  fish 
and  to  the  tisherraen  who  catch  them. 

The  Scandinavian  peninsula  may  be  de- 
scribed as  a  great  slope,  betrinning  at  the  low- 
lying  coasts  of  Sweden  on  the  Ealtic  Sea  and 
the  Gulf  of  Bothnia,  gradnally  rising  towards 
the  west,  culminating  in  the  great  mountain- 
chain  of  Norway,  and  then  suddenly  falling  sheer 
into  the  waters  of  the  Arctic  and  Atlantic  Oceans. 
This  sudden  fall  is  a  point  of  no  little 
im  porta  J  ice.  It  does  not  Btop  at  sea-level,  but 
continues  downward,  bo  that  even  close  to  the 
shore  the  soundings  are  frequently  of  immense 
depth,  forming  a  deep  cliannel  which  in  former 
times  must  have  extended  along,  practically, 
the  whole  length  of  the  Norwegian  coast  from 
the  North  Cape  to  the  Na:&e,  but  is  now,  at 
frequent  intervals,  partly  filled  with  disin- 
tegrations brought  down  in  past  ages  from  the 
mountains  by  glaciers  and  rivers.  This  deep 
channel  also  runs  into  the  fjords,  even  the 
longest  of  them,  such  as  Har danger* jord,  70 
miles  in  length,  TrondLjemsfjord,  90  miles, 
and  Sognefjord,  100  nules ;  and  in  depth  nearly 
700  fathoms. 

From  the  outer  aide  of  the  deep  channel, 
and  running  parallel  to  the  ahorej  there  rises  a 
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secondary  mountain  range.  The  higher  sum- 
mits of  this  range  emerge  from  the  sea,  some- 
times to  the  very  respectable  height  of  two  or 
three  thousand  feet,  and  in  this  way  they  form 
an  almost  continuous  chain  of  islands — ^the 
SJijoergaard  —  extending  along  the  whole 
length  of  the  Norwegian  coast.  The  deep 
channel  between  these  islands  and  the  main- 
land is  called  the  *  inner  passage,'  and  to  this 
the  Shjcergaard  acts  like  a  great  breakwater : 
outside  the  storms  may  rage  after  the  most 
approved  North  Atlantic  fashion,  but  within  the 


This  plateau  with  its  great  wall-like  western 
fece  might  be  described  as  Norway's  guardian 
angel,  holding  the  ocean  currents  in  watch  and 
ward  on  her  behalf.  It  allows  the  warm  waters 
of  the  Gulf  Stream  to  pass,  and  crossing  the 
plateau  they  pour  into  and  fill  the  inner  passage. 
On  the  other  hand  it  keeps  back  the  cold 
waters  of  the  Arctic  currents,  which  flow  at  a 
lower  level  in  the  ocean  than  the  Gulf  Stream, 
and,  striking  against  the  face  of  the  plateau, 
are  turned  away  again  into  the  deep  Atlantic 
bed.    This  formation  of  the  Norwegian  coast  is 
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sheltering  isles  the  waters  of  the  inner  passage 
lie  calm  and  undisturbed. 

To  the  outer  side  of  the  secondary  mountain 
range  the  sea  bed  rises  into  a  high  bank  or 
plateau.  This  plateau,  like  the  string  of  islands, 
follows  the  general  contour  of  the  mainland.  It 
is  of  somewhat  variable  width,  and  only  from  50 
to  200  fathoms  below  the  surface.  At  its  outer 
or  seiiward  side  it  suddenly  terminates  in  an 
enormous  precipice,  which  at  some  places  takes 
a  plunge  right  down  for  about  8,000  feet  to 
the  deep  bed  of  the  Atlantic. 


represented  by  the  accompanying  diagram. 

If  we  regard  the  seaboard  of  Norway  simply 
as  an  apparatus  devised  for  the  benefit  of  the 
climate,  then  it  would  be  diflScult  to  imagine 
anything  better  adapted  for  the  end  in  view. 
Iced  water  may  be  a  very  excellent  thing 
in  its  own  place,  but  in  Norway  the  only  place 
for  it  is  the  bottom  of  the  Atlantic — where  it 
is.  Warmth,  again,  is  the  one  thing  needful, 
and  the  genial  stream  that  brings  it  is  not  only 
admitted  passage  free,  but  is  provided  with 
'  suitable  accommodation,' where  it  may  rest  after 


its  loDg  journey  from  the  Spanish  Main*  It  is 
no  ungrateful  guest,  and  its  kindly  payment  to 
its  host  is  life,  and  all  that  life  implies. 

Here,  also,  we  see  the  rauon  d'etre  for  the 
extraordinary  coast  line  of  Norway.  It  has 
h^n  constructed  so  that  each  and  every  part 
of  the  country  shall  share  in  the  benefits  of  the 
'  hot-water  supply '  that  is,  in  the  waters  of  the 
deep  channel,  and  the  arrangement  of  count  legs 
isles,  and  a  mainland  broken  up  by  equally 
countless  Qords  provides  that  few  districts  in 
Norway  are  left  out  in  the  cold.  In  an  earlier 
port  of  this  work  it  was  stat^'d  that  nothing 
[  idlOQt  Norway  is  more  remarkable  than  that  it 
should  be  a  habitable  land,  but  how  much 
more  remarkable  is  it  if  we  consider  the  means 
by  which  it  is  brought  about !  The  outer  wall, 
the  plateau,  the  island  chain,  the  deep  passage, 
the  i5ords — each  playing  its  own  part,  each  part 
e^aential  to  the  whole,  and  the  whole  a  com- 
bination exceedingly  efficient  for  its  purpose, 
and  wonderfully  sinking  as  an  illusti-ation  of 
Kature'a  ways. 

The  Cod  Fisheries. 

The  above  conditions  ai-e  not  only  good  for 
man — they  are  also  good  for  fish.  Despite  the 
highlatitudes,  the  waters  off  the  Norwegian  coast 
Ate  never  frozen,  even  in  the  severest  winters, 
and  fish  of  many  different  species  live  and  thrive 
in  them  most  amazingly*  The  chief  varieties 
am  the  herring,  mackerel,  ling,  coal-fish,  and 
laat  bat  by  no  means  least,  vast  shoals  of  cod.  ^ 

The  cod  fisheries  are  of  two  kinds — the  |>er- 
manent  and  the  periodic.  The  permanent 
fishery  goes  on  all  the  year  round  in  the  waters 
immediately  adjacent  to  the  coast.     It  supplies 

*  The  following  table  BbowB  the  relative  importance  of 
tiki  f  atioas  fisheriea : — 


God  fi«h   . 
Herring    . 

Coal-fish  and  ling     , 

Mackerel  . 

BalmcfQ  and  sea  txout 

Obiter 


61  per  cent. 
25       ,. 


003  per  cent 


I 


the  daily  demands  in  various  localities,  and 
although  there  are  no  statistics  enabling  tia  tofl 
show  exactly  its  importance,  still  the  aggre- 
gate  take  most  be  considerable.  Compared, 
however,  with  the  periodic  fisheries,  it  sinks 
into  insignificance,  and  from  it  there  is  no 
production  of  cod-liver  oil  worth  mentioning. 

The  periodic  fishery  is  of  two  kinds :  the 
Gydefiske^  spawning  fishery,  and  the  Loddsfiske 
or  Finmark  '  fishery.  Thesis  entirely  ditilr  in 
regard  to  the  locality  where  the  fish  are  caughtj 
the  season  at  which  they  are  canghtj  and  the  ■ 
i-eason  why  they  come  there  to  be  caught.  | 

The  G-ifdeJiifke  takes  place  in  the  winter  season 
all  along  the  coast  of  Norway,  but  especially  at 
two  localities :  off  the  entrance  to  Moldefjtjrd, 
lat.  G2°  to  63°  and  at  Lofoten,  lat.  68°. 

Immense  shoals  of  cod-fish  re-sort  to  these 
localities  for  spawning  purposes.  They  appear 
on  the  fishing  giTjunds  early  in  January,  in 
March  they  spawn,  and  in  April  they  are  'gone, 
]ea\nng  no  address/  Their  exact  habitat  is 
Bomewhat  of  a  mysteiy.  Unlike  the  cod-tish  of 
the  permanent  lishery,  they  do  nob  live  in  the  ■ 
deep  channel  close  to  the  land,  and  probably  J 
their  home  is  on  the  outer  plateau,  especially 
near  that  part  where  the  great  wall  descends 
to  the  bed  of  the  Arctic  and  Atlantic  Oceans, 
Why  they  come  to  these  particular  localities  torn 
spawn  is  another  mystery.  Scientists  assert 
that  it  is  because  there  the  young  fry  find 
sheltered  places  where  they  can  safely  grow 
and  thrive.  Of  course,  the  scientists  must  b© 
right;  but  it  is  rather  curious  that  some  CL>d- 
fish  manage  to  get  on  well  enough  without 
making  the  Norwegian  or  any  other  coast  their 
nursery. 

Another  theory  puts  the  blame  on  a  kindly 
Providence  which  acts  somewhat  after  the 
manner  of  the  Society  for  the  Prevention  of 
Cruelty   to   Children.      It   sends   the   cod-Bsh 

1  The  definite  form  of  a  noun,  in   Oie  ScatidiDuvl 
languages,  is,  as  a  rule,  expressed  by  sufiixing  the  oitiol^ 
bat  it  is  not  employed  in  compound  words  ;  e.ff 

fisheries  of  Finmarken :  Finmark-lisheries  ; 

islands  of  Ijofoten  :  Lofol-isUnds  ; 

district  of  Boinddalen :  liomBdal-district,  Ac. 
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away  from  home  to  spawn,  because  if  the 
youngsters  were  deposited  under  the  paternal 
roof-tree,  and  presnmed  to  become  big  enough 
to  be  visible  to  the  naked  eye  of  their  unnatural 
parents,  the  latter  would  probably  regard  them 
as  convenient  kors-cPanivre.  The  question  why 
the  fieh  come  to  these  particulargronndsto  spawn 
js»  however,  a  point  of  inteirest  only ;  the  point  of 
practical  importance  is  that  they  do  come,  and 
that  they  seem  to  find  the  place  quite  up  to 
their  expectations — a  satisfactory  circiirastance 
no  doubt  to  them,  as  it  is  also  to  those  who 
catch  them* 

The  Ijoddefiske^  the  other  variety  of  the 
periodic  cod  fishery,  takes  place  off  the  coast  of 
Finmarken.  north  of  lat.  70^.  Here  the  Bfmwn- 
ing  fishery  is  not  of  any  importance,  but  after 
it  is  over,  that  is  in  April,  the  important  Ijodde- 
jiske  begins,  and  lasts  till  the  end  of  June. 
The  fishery  is,  indirectly  J  named  from  the  caplin 
(MaMotuft  arctwns),  in  Norway  called  Lodde.  It 
belongs  to  the  Salmonulce,  and  is  the  smallest 
species  of  that  family,  being  only  from  five  to 
seven  inches  in  length.  Its  home  is  in  the 
Arctic  Ocean,  lat.  64°  to  75°,  but  in  March  or 
April  it  appears  otf  the  coast  of  Finmarken, 
coming  there  to  spawn,  and  sometimes  in 
such  enormous  qnantities  as  to  form  a  con- 
tinuous mass  extending  for  many  miles.  In 
pui-anit  of  the  caplin  come  great  numbers  of 
.  guUe  and  whales,  and  immense  shoals  of  cod- 
(fell  and  haddock,  the  capture  of  the  two 
last  constituting  the  Loddefiske  or  Finmark 
fishery* 

Lofoten  Fishertes. 
Lofoten,^ 

The  Lofoten  Islands^  reside  within  the 
Arctic  Circle,  between  lat.  67*^  and  69°  They 
are  part  of  a  large  group  of  islands  arranged 
in  the  form  of  a  triangle,  the  base  resting  on 
the  Norwegian  coast,  while  the  apex  stretches 
away  out  \jo  sea  in  a  south-westerly  direction. 

'  In  English  usunlly  ftod  erroneoQBly  written  *  Iiofoden.' 
-  *  Lofot-islantltt  '  woold  be  thecorrect^butin  English, 

no  doubt,  nnf  ami  liar-- form  ;  we  hAVe  therefore  retained 

that  of '  Lofoten  *  tliroughout 


The  base  is  called  Vest^eraalen,  the  aper 
Lofoten;  the  exact  number  of  islands  in  the 
group  is  not  known  to  any  man  now  liTing : 
they  are  of  assorted  sizes,  from  flind5,  with 
its  600  square  miles,  to  R5st,  which  name  is 
represented  on  the  map  by  a  black  dot,  and  on 
the  Arctic  Ocean  by  365  islands,  one  for  each 
day  of  the  year,  as  the  fishermen  put  it. 

The  islands  are  inhabited  by  the  Maelstrom, 
the  Midnight  Sun,  and  a  few  people  '^of  no 
importance.'  They  are  also  largely  visited  by 
callers  belonging  to  three  quit>e  distinct  grades 
of  society.  First,  the  tourist  (var.  Brit,^  Amer.^  $t 
Oerm.);  secondly, the  cod-fish  (var.  G.  morrhtta); 
and  lastly  the  Norwegian  fisherman,  who  has  no 
particular  Latin  name,  but  is  a  very  de<;ent 
fellow  uot withstanding. 

Ilie  tourist,  unlike  the  other  visitors,  comes 
to  Lofoten  on  pleasure  bent,  and  ostensiljly  to 
pay  his  respects  to  the  Maelstrom  and  the  ^lid- 
night  Sun,  both  unique  characters  in  their  way, 
and  quite  worth  a  visit.  The  Maelstrom  (mill 
race)  is  near  the  apex  of  the  group  of  islands 
between  Vjero  and  Mnskena?so*  From  the 
days  of  the  Sagas  its  reputation  has  been  evil, 
but  it«  little  misdeeds  of  former  times  are  as 
nothing  compared  to  the  dendly  sin  it  has  com- 
mitted within  the  last  few  years,  that  is,  since 
it  went  into  society.  The  Maelstrom  is  one 
of  those  unspeakable  individuals  who  have  no 
regular  visiting  days,  and  as  its  habits  are  most 
erratic,  not  a  few  of  its  tourist  friends  call  only 
to  find  it  '  not  at  home.' 

The  writer  has  crossed  from  MoskenaesQ  to 
Vaero  with  a  sea  so  cahn  that  had  he  not 
known  the  fact  previously  he  would  never  have 
suspected  he  was  right  over  the  great  whirl- 
pool. But,  on  the  other  hand,  the  Mnelstnim 
is  never  to  be  depended  on,  and  sometimes 
when  not  particularly  wanted  it  is  '  at  home,' 
and  very  much  so.  Dr.  G,  Armauer  Hansen, 
the  well-known  director  of  the  leper  hos- 
pital at  Bergen,  gives  a  graphic  account*  of  a 
somewhat  boisterous  welcome  with  which  he  was 
once  fevoured.  The  following  extract  is  a  free 
'  Naturm,  1892,  p.  27L 
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InndatioTi :  *■  The  wayes  roee,  not  as  ordinary 
decent  waves  with  nice,  smoothly  rounded  tops^ 
bnt  BA  great  masses  of  water,  corvingf  hollow, 
and  foata-creetad,  suddenly  rising,  and  then 
collapsing  as  if  on  a  rock.  The  skipper 
did  not  geem  to  like  the  look  of  things,  but 
after  a  little  hesitation  he  gave  the  order,  tio 
ahead.  Now  we  were  in  for  it,  and  once  in 
there  is  no  turning  back ;  the  only  courses  are 
to  gat  through,  or  to  get  swamped.  Fear 
is  unknown  to  me,  but  I  must  own  I  was 
not  perfectly  at  ease  when  one  of  the  great 
billows  happened  to  collapse  quite  close  to  us — 
ft  little  closer  and  we  would  have  been  gone.' 

The  tourist  who  happens  to  find  the  Mael- 
ctlDm  in  working  order  will  be  quite  satistied, 
and  if  he  misses  that  sensation,  he  is  certain  of 
the  Midnight  Sun,  for  it  is  always  '  at  home  * 
during  the  season,  and  ready  to  welcome  pilgrims 
to  its  northern  shrine,  Lofoten.  The  worship 
of  the  Midnight  Sun  is  conducted  on  good  old 
trays  that  were  familiar  even  in  the  days  of 
Koah.  These  are  the  libation  and  the  burnt- 
ofTering*  The  former  is  champjigue  (exact 
number  of  glasses  not  specified)  and— it  is  not 
thrown  into  the  sea.  The  bumt-ofFeriiig  is  a 
hat»  preferably  new,  and  in  this  the  devout 
worshipper  bores  a  hole  secundum  wrtem  by 
in«aii8  of  a  burning  glass  and  the  Midnight 
Sun.  These  orthodox  rites  being  duly  honoured, 
tie  pilgrim  is  at  liberty  to  return  to  his  ancestral 
halls,  where  he  proudly  displays  *  the  hole  '  to 
his  as^tonished  and  admiring  friends,  and — goes 
to  buy  a  new  hat. 

The  writer  haa  no  wish  to  set  up  as  *  the 
niperior  person,*  but  he  would  venture  to  sug- 
gest that  with  a  certain  amount  of  application 
aad,  say,  a  nail  a  very  good  hole  may  be  made 
in  almost  any  kind  of  hat ;  further,  this  may 
be  done  quite  conveniently  at  home ;  at  Lofoten 
there  is  another  and  more  worthy  form  of 
worabip,  not  on  board  palatial  steamers  crowded 
with  chaffing,  toast-drinking  tourists,  whose 
sole  object  is  to  amuse  and  be  aTnused,  but  as 
hr  possible  from  *  the  madding  crowd/  per- 
fectly  alone  in  a  small  boat  out  on  the  sea^ 


or  in  some  quiet  solitude  upon  the  shore.  There 
to  the  understanding  mind  the  solemn  grandeur 
of  the  scene  oomes  home,  never  to  pass  away. 
The  lofty  rugged  hill-topa  of  Lofoten  all  around 
and  the  calm  Btretch  of  water  below  He  in  a 
dark-red  glow  of  light,  and  a  perfect  stillness,  as 
of  death,  while  to  the  north  the  great  orb  rolls 
in  his  majesty  along  the  nadir  path.  Then 
only  may  the  eyes  of  men  turn  to  the  sun; 
and  standing  alone  in  that  strange  light,  face 
to  face  with  the  one  Awful  Presence,  man  ceases 
to  think,  and  simply  feels  that  with  the  silent 
earth  and  sea  he  offers  adoration  to  the  Ruler 
of  tbe  heavens,  to  the  grandest  work  of  God. 

The  Lcfot-en  group  of  islands  and  the 
Lofoten  of  the  fishery  officials  are  not  quite 
the  same  thing.  The  former  name  is  applied  to 
the  four  islands  forming  the  apex  of  the  whole 
group ;  while  the  official  name  ib  applied  only 
to  their  south-easterly  shores,  facing  Vesttjorden 
and  the  mainland.  The  four  Lofoten  islands 
consist  of  East  Vaagd,  with  an  area  of  about 
200  square  miles ;  West  Vaag<i,  L50  square 
miles;  Flakstado,  32  square  miles;  and 
Moskenaeso,  80  square  miles.  These  islands 
lie  in  68"^  lat.  They  form  a  pretty  compact 
group,  being  separated  from  each  other  only  by 
narrow  sounds,  and  they  are  the  scene  of  the 
great  Lofoten  tishery,  concerning  which  some- 
thing may  now  bo  said. 

The  tourist  who  visits  Lofoten  in  the 
summer  would  hardly  recognise  tbe  place  ifl 
its  winter  garb.  The  Maelstrom  is  still  there, 
but  in  a  very  different  mood,  and  the  fierce 
conflict  of  ita  waters  is  a  real  and  ever-present 
danger  to  the  fishermen.  The  Midnight  Sun, 
however,  is  gone.  Sunrise  no  longer  combats 
sunset,  and  Lofoten  no  longer  rises  from  the 
sea  like  a  magic  fairyland  of  light  and  shade 
of  every  hue.  Still  she  is  grand,  but  with  a 
stem,  cold  grandeur.  Her  great  mountains  are 
now  clothed  in  white  immaculate,  and  when 
viewed  firom  a  distance  they  appear,  one  shining 
battlement,  crowned  here  and  there  with  giant 
towers.  On  coming  nearer,  how^ever,  the  great 
mass  of  white  begins  to  break  up  into  separate 
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mountain  gronps;  still  nearer,  darker  gronpe 
rise  up  against  the  bases  of  tJbe  white  ones ; 
and  when  at  length  the  coast  is  readied  these 
darker  hills  open  oat  into  clusters  of  small 
islands  behind  which  the  fishing  boats  nestle  in 
safety  from  the  Arctic  storms.  Each  island 
group,  together  with  the  land  behind  it,  forms 
a  natural  harbour,  and  is  known  as  a  Veer. 
These  are  pretty  numerous,  there  being  over 
forty  of  them  along  the  Lofoten  coast,  and 
they  are  yet  another  evidence  of  kindly  Nature's 
care  for  the  Norwegian.  Had  the  Veers  been 
wanting,  even  with  everything  else  as  favour- 
able as  at  present,  there  would  be  no  fishery 
at  Lofoten — to  throw  up  artificial  breakwaters 
and  harbours  there  might  be  a  task  for  gods, 
but  not  for  men. 

Such,  then,  is  the  scene  that  would  strike 
the  stranger  approaching  Lofoten  in  winter,  in 
the  time  of  the  fishing,  and,  having  personally 
conducted  him  to  the  theatre  of  operations,  the 
writer  may  now  be  permitted  to  introduce  the 
dramaiv!  2*^f9oncey  the  cod-fish  and  the  Nor- 
wegian fisherman.  On  the  principle  of  place 
avx  It/j/nmeif,  before  the  cod-fish  comes  that 
[larticular  *  lord  of  creation '  who  captures  him. 

The  Norwegian  Fisherman. 

As  has  been  already  said  the  fisherman  is 
not  a  permanent  resident  at  Lofoten,  but  like 
the  cod-fish  and  the  tourist  he  comes  there  at  a 
particular  time  and  for  a  particular  purpose, 
which  Ixsing  fulfilled  he  departs  to  his  own 
pliw!e.  Tliat  jilace  may  be  anywhere  along  the 
coast,  even  to  the  south  of  Bergen.  This  fact 
alone  ih  a  grand  '  certificate  of  character.'  for  the 
(liMtunce  from  Bergen  is  nearly  700  miles,  and 
in  the  winter  the  regular  steamers  are  unable 
U)  cover  it  in  much  less  than  a  week.  Yet 
the  fihliermen  do  the  journey  as  a  matter  of 
courw?— do  it  in  their  small  open  boats  in  the 
dead  of  winter,  when  the  brief  daylight  seems 
to  dawn  only  to  fade  away,  and  the  darkness, 
with  gales  and  snowstorms,  adds  terribly  to  the 
dangers  of  a  coast  that  is  difficult  to  navigate 


ew&k  when  iUnmined  by  the  almost  constant 
snnimer  ran. 

The  great  majority  of  the  fishermen  are  tall 
and  powerfidly  built,  with  strcmg,  deeply  cut, 
often  handaoine  features.  They  may  not  seem 
very  active  on  shoce,  bat  on  sea  they  are  vigor- 
ous and  eadonng  to  a  degree,  and  in  the  face  of 
danger  no  bolder  or  more  resolute  men  are  to 
be  found.  Tl^  are  not  given  to  much  speaking. 
The  sad,  stem  spirit  of  the  Northern  Sea  has 
entered  their  souls,  and  they  are  silent  and 
grave,  as  becomes  men  who  day  by  day  carry 
their  lives  in  their  hands.  The  dangers  to 
which  the  fisherman  is  exposed  are  everywhere 
great,  but  in  the  wild  seas  off  Lofoten  they  are 
doubly  80.  Some  years  ago  over  500  men  lost 
their  lives  in  a  single  day,  and  on  another 
occasion,  in  1893,  about  120  perished.  Besides 
these  great  catastrophes  there  is  a  steady  drain 
of  life  from  minor  casualties,  some  idea  of  which 
may  be  formed  finom  the  table  below. 


Casualtibs  of  the  Lofotkn  Fishebt. 

Tar 

Ifni 

Wticfccd 

t 

SftTli 

Per 

I^ 

Per  1 
pant. 

IPS* 

S*^l© 

71 

1 

^tfO 

u 

(His 

1H8T 

S3^1IW) 

IX-I 

i>«S 

m 

ijt4l^ 

4& 

Olfl 

ism 

3L.»Mk» 

101 

ll-M 

n 

«3 

le 

mi 

IMttV 

»fcioft 

«d 

«rsa 

4i 

O^tf 

1^ 

^iJ4 

1990 

mjioo 

Si 

<(MS 

31 

0-11 

i 

1H» 

ia»i 

*a,vM 

ISO 

■0^9 

131 

(Ka 

43 

0-lt 

IHtl 

»joft 

it 

'<>-« 

3§ 

4HM 

8 

IHIS 

list 

M,TU0 

m 

QrfQ 

w 

(H» 

nt 

ml 

Fishhig  Boats. 

The  boats  used  on  the  Norwegian  coast 
north  of  64°  lat.  are  of  quite  a  unique  type. 
They  are  beautiful  craft,  exceedingly  light  and 
flexible,  yet  strong  enough  to  stand  the  strain  of 
the  severest  wind  and  weather,  even  when  laden 
to  the  gunwale.     There  are  several  varieties,' 

'  The  chief  varieties  are  : — 


Name 

Length 

Beam 

Pair* 
of 
oars 

Meo 

Carr>  iug  capacity 

FembHring      . 
Ottriiig    . 
Trerlimming  . 

Feet 
36-48 
28-30 
l»-20 

Feet 
*i-6 

5 
S-3 

6-8 
3-6 
2-3 

Tons 
7      1.2O)-J,000  fish 
Si       G0(»- 1,000   ^ 
1          200              „ 
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named  after  the  number  of  tliwait^^ — a  metliod 
which  at  once  indicates  the  size  of  the  boat, 
as  the  distance  between  the  thwarts  is  always 
3G  inches  ;  that  is,  the  length  of  a  barreh 

The  boats  ai-e  fitted  with  a  single  mast  and 
square  sail  —  about  the  best  rig  for  runiiing 
before  the  wind — and  given  this  condition  they 
w^ill  show  a  clean  pair  of  beels  to  almost  anything 
else  that  sails  the  t^ea.  Uufortuiiately  it  is  nut 
jKjgfiible  to  be  always  running  with  t  ht-  wind,  and 
when  it  comes  to  beating  up  against  the  wind 
the  sqnare-sail  rig  is  enough  to  try  the  patience 
of  a  Job.  As  a  rule  there  is  but  one  course— 
the  men  have  to  take  to  the  oars — and  when 
they  are  put  to  it,  the  amount  of  rowing  that 
Isorwegian  fishermen  can  get  through  is  some- 
thing astonishing.  Horaetimes,  however,  in 
heavy  weather  the  struggle  proves  tiwn  much 
even  for  them,  and  nothing  is  left  but  to  bear 
away  and  try  to  make  land  somewhere  or 
anywhere. 

The  Norwegian  fishing  boat  has,  however, 
yet  another  defect — its  instability — and  uif 
Lofoten  there  are  few  tilings  le.ss  desimble  than 
an  easily  capsized  craft.  Squalls  may  be 
expected  at  any  moment,  and  they  couie  rushing 
down  from  the  mountains  with  most  alarming 
suddenness  and  force.  The  writer  lias  seen  them 
lift  the  timber  hoases  right  off  their  foundations, 
and  toss  small  boats  completely  out  of  the  water, 
niimetimes  pitching  them  high-tuid-diy  upon 
the  land.  The  fishermen  are  of  course  quite 
familiar  with  these  nasty  little  tricks  of  the 
wind^and  their  skill  in  meeting  them  could  not 
very  well  be  exceeded  ;  but  so  long  as  they  use 
the  prv/sent  type  of  boat,  accidents  will  occur^ 
and  fre<juently.  Tliat  they  now  do,  may  be 
gathered  from  the  fact  that  during  the  last  ten 
years  no  few^er  than  one-third  of  all  the  casualties 
at  Lofoten  has  been  due  to  boats  cupaiziug* 

It  may  seem  astonishing  that  the  fishermen, 
I  se  things,  do  not  make  short  work 

ti  J  ding  bc>atSj  and  provide  themselves 

witli  a  safer  form  of  craft.  They  are  beginning 
to  do  ao,  and  especially  since  a  late  stornij  when 
it  happent^d  that  a  progressive  individual  with 


'  a  fore  and  aft '  boat  saved  it  and  his  crew 
while  all  around  perished.  8 till  the  process 
is  very  slow,  and  in  the  winter  of  LS93  out  of 
the  7,000  boats  at  Lofoten  only  about  200  were 
of  the  new  type.  The  Norwegian  fisherman 
is  very  conservative  in  hiaw-ays,  and  he  does  not 
see  why  the  boat  that  was  g<X)d  enough  for  his 
forefathers  should  not  be  good  enough  for  him. 
Further,  the  boat  has  been  his  home  ever  since 
bt»yhood  ;  he  has  grown  to  love  it  even  with  i 
all  its  faults,  and  in  addition  he  has  a  keen  sensefl 
of  the  beautiful,  and  cannot  be  gut  to  lotjk  with 
favour  upon  the  somewhat  unattractive  although 
safe  *  fore  and  aft*  substitute.  Those  who  knowrB 
the  artistic  merits  of  the  present  craft  will  here 
sympathise  with  the  fisherman.  It  is  almost 
worth  visiting  Lofoten  simply  to  see  these  boats  H 
as  they  come  racing  in  from  the  fishing  grounds, 
now  rising  on  the  crest  of  a  wave,  now"  disap- 
pearing, boat,  sail,  and  all ;  then,  as  the  dis- 
tance lessens,  the  foam  is  seen  Hying  over  the 
sharp  bows  as  the  stem  cuts  the  water  like  a 
knife,  and  the  great  square  sail  stands  taut  to 
the  wind,  till  rounding  up,  the  craft  sweep? 
into  the  sheltered  water,  a  perfect  picture  of 
graceful  ease. 


Tli€  Bmds'   Cretvs. 


nan'  ■ 


Nowhere  on  earth  is  the  '  equality  of  man  * 
more  truly  practiwed  than  on  a  Norwegian 
fishing  boat.  Birth,  wealth,  and  influence 
simply  do  not  ocmnt,  and  each  man  ranks  in 
accordance  with  mie  thing  only — his  personal 
worth.  Very  often  the  man  who  is  the 
master  at  home  takes  the  oar  on  l>oard,  while 
his  Servant  passes  to  the  stern  and  grasps 
the  tiller,  the  sceptre  of  authority.  Gene- 
rally the  men  come  from  the  same  district,  ■ 
sometimes  even  from  the  same  household ;  and 
from  ajjprenticeship  onwards  they  have  day  by 
day  faced  danger  together,  and — they  hioiv  each 
other.  No  formal  election  is  ever  required  or 
made,  and  the  skipper  (^HdvHUmand)  is  simply 
the  man  whose  strong  arm,  coo!  nerve,  and 
ready  resource  are  most  to  be  relied  ujkjii  in 
those   terrible  moments  when  the  lives  of  all 
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hang  on  a  threml.  No  commisision  of  authority 
TeeiH  on  a  base  firmer  than  this :  the  crew 
havi^  themselves  chosen  their  captaioj  and  his 
word  to  them  is  absolute?,  for  in  the  face  of 
danpfer  everything  depends  upon  instant,  an- 
q  u«-^  nation  in  g  obedience  to  his  orders. 

The  post  of  IJdvUhmand  is  thus  one  thafe 
can  be  earned  only  by  true  and  well-tried 
worth-  It  is  the  aspiration  of  every  member 
of  the  crew  from  boyhood  onwards,  but  when  it 
oomee  it  brings  a  terrible  responsibility.  The 
chosen  captain  knows  that  his  slightest  failure 
or  error  of  judgment  may  mean,  not  only  the 
lives  of  the  crew,  bat  that  Nemesis  that  is  ever 
with  the  fisherman,  the  misery  that  may  be 
worse  than  death  to  those  at  home — the  little 
ones,  wives,  and  sweethearts. 

The  Hdvidem-and*s  work  is  thns  by  far  the 
hardest ;  nevertheless  honour  is  its  sole  reward, 
fur  not  one  penny  extra  of  the  joint  earn- 
ings goes  to  the  Holder  of  the  post.  By 
an  unwritten  law  the  Hmmbmand  retires  when 
he  reaches  his  fiftieth  year,  a  younger  man 
passes  to  his  place,  and  he  who  yesterday 
held  absolute  command  gives  as  absolute  obe- 
dience to-day. 

The  Fishing  Tackle. 

NeU, — Three  different  kinds  of  tackle  are 
used  in  fishing  for  cod :  the  net,  the  longLme, 
and  the  handline.  The  net  is  considered  a  remYii 
mnovaiwn^  as  it  has  been  used  only  since  1 685. 
It  was  not  by  any  means  a  favourite  at  first,  but 
has  now  established  a  firm  fm^ting  in  the  good 
graces  of  the  fishermen.  The  boats  used  for  the 
net  fishing  are  the  Fembimrufer,  the  largest  form. 
They  have  a  crew  of  six  or  seven .  and  cany  from 
ninety  to  1 20  nets,  of  which  each  man  contributes 
a  share.  The  net  is  about  30  yards  in  length, 
and  4  to  6  yards  deep,  with  meshes  about  three 
inches  square,  just  enoogh  to  permit  the  cod- 
fish to  poke  his  nose  through ;  and  when  he  has 
done  80,  he  finds  he  can  get  no  further,  nor 
can  he  get  back.  A  number  of  these  nets  are 
linked  end  to  end,  so  as  to  form  a  continuous 
net,  often  over  half  a  mile  in  length ;  and  when 


the  boat  arrives  at  the  fishing  ground  the  net  ia 
run  out,  one  margin  being  made  to  sink  by 
stones  or  pieces  of  iron^  while  the  other  is  kept 
up  by  floats,  hollow  glass  globes,  attached  to  it 
at  intervals.  The  net,  thus  suspended  verti- 
cally, forms  an  obstruction  where  the  cckI- 
fish,  no  doubt,  considers  he  has  a  'right  of  way,' 
which  it  is  his  doty  t.o  man  tain,  as  he  does,  but 
with  results  more  disastrous  than  *  prosecution 
according  to  the  law.' 

The  Jjongtvne  was  introduced  some  time  ago. 
The  writer  would  rather  not  take  the  responsi- 
bility of  saying  how  many  centuries.  The  boat 
used  for  this  is  the  Oiiriiuj^  with  a  crew  of  three  to 
five  men,  and  the  tackle  is  simply  a  strong  hemp 
cord  to  which  hooks  are  attached  by  means  oi 
short  cotton  snoods.  The  hooks  are  about  four 
feet  apart,  and  a  line  bearing  480  of  them  is 
called  a  stamp,  and  lies  bait^ed  and  ready  for 
use  in  a  tub  made  by  cutting  a  barrel  in 
two.  The  line  ia  generally  run  out  across  a 
current,  and  allowed  to  sink  to  the  proper 
depth,  where  it  is  8usj>ended  by  floats.  When 
one  stamp  is  exhausted,  another  is  tied  to  it« 
endj  and  this  is  continued  till  miles  and  miles  ot 
line  have  been  run  out,  so  that  the  name  '  long- 
line  *  is  by  no  means  a  misnomer. 

THb  Handline. — The  fishermen  who  cannot 
afford  a  Femhoring^  or  even  an  Oitring^  content 
themselves  with  a  smaller  boat  and  handlines. 
These  are  about  a  hundred  fathoms  in  lengthy 
with  baited  hooks  attached  to  the  end  of  them. 

The  number  of  fishermen  at  Lofoten  using 
theise  respective  varieties  of  tackle  is  shown  in 
the  following  table  :^ 


Year 

KeU 

LOQfftinea 

RADdlitieM 

ToUl 

1B89 
iHt^o 
1891 
1892 
1B93 

11.628 
13,312 
13,52U 
12,1H«4 
11,410 

15,793 
14,907 
14,393 
14  <j72 
13,231 

2,662 
2.105 
245li 
2,42(> 
2,042 

30.083      1 
30.324      ' 
30,378 
30,OiJ2 
36,683 

Average 

12,675 

14,599 

2,338 

29,512 

The  tackle  forms  a  very  heavy  item  in  the 
fisherman's  annual  budget.     This  is  due  to  the 
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;  that  not  only  is  it  expensive  to  begin  with, 
hot  it  does  not  last  long,  for  the  Bea  seems  to 
delight  in  taking  liberties  with  fishing  gear, 
and  liberties  of  a  most  objectionable  nature. 
Sometimes  the  strong  currents  carry  nets  and 
lines  clean  away;  or  it  may  happen  that  they  are 
Tery  considerately  returned  to  land  a  few  hun- 
dred miles  off;  but  this  is  rare,  and  as  a  rale 
when  the  sea  once  gets  them  into  its  possession  it 
keeps  them.  Storms  cause  an  even  greater 
amount  of  loss,  for  they  frequently  come  on 
when  the  fishermen  have  their  tackle  down,  and 
then  there  is  no  choice  but  to  leave  nets  and  lines 
to  the  tender  mercies  of  the  sea,  which  entreats 
them  shamefully.  Generally  when  the  poor 
fellows  do  succeed  in  getting  their  gear  up  again 
after  a  storm,  it  is  only  to  find  it  so  hope- 
lessly mixed  and  broken  as  to  }ye  almost,  or 
quite,  l>eyond  repaii*.  The  following  table  will 
give  an  idea  of  the  amount  lost  in  this  way  by 
the  Lofoten  fishermen : — 


Y«tt 

Ijomal 

longllnea 

BntiiAgu 
toneta 

to 
louglinet 

Totml 

1SS9 

1890 
1891 
1892 
1803 

8,400 
1.700 

e,6oo 

4,400 
4,600 

£ 
6,000 
5,800 
4,500 
4,500 
5,300 

£ 
16.000 
15,000 
14,000 
11.000 
11,500 

£ 

4,500 
3,000 
3.500 
4.200 
6,000 

£ 
34,900 
25,500 
28.600 
24.100 
27,400 

ATermge 

^ 

6440 

5,220 

13.500 

4,240 

28,100 

Bait 

The  anatomist  tells  us  that  the  cod-fish 
has  no  brains  to  speak  of,  but  he  is  not  on 
that  account  so  foolish  as  to  try  to  dine  off  iron 
books  au  nahiret  His  taste  has,  therefore,  to 
be  studied  by  the  line  fisherman,  and  the 
fnccnlent  dainties  that  meet  with  approval 
have  to  be  prc»cured  and  paid  for  — another  im- 
portant item  in  tJie  bill  of  expenses.  The  dish 
to  which  the  cod  is  most  condescending  is  his 
not  very  distant  relative,  the  herring,  and  he 
prefers  to  have  him  fresh.  But.  alas!  a  fresh 
herring  at  Lofoten  in  January  would  be  about 
as  astonishing  as  the  right  man  in  the  right 


place.  In  fact,  whenever  the  shoals  of  cod 
begin  to  arrive  all  the  other  fish  seem  to  take 
fright  and  their  departure,  and  in  the  hanls 
nothing  is  to  be  seen  but  cod,  cod  everywhere. 
Fresh  herring,  however,  must  be  had  somehow, 
and  had  they  are,  by  a  most  ingenious  ex- 
pedient. 

It  so  happens  that  in  the  autumn  great 
shoals  of  herring  visit  the  Norwegian  coast  to 
the  nort.h  of  Lofoten,  and  as  they  enter  the 
numerons  ^ords,  sweep-net-s  are  carried  across 
from  shore  to  shore  behind  them.  Their  retreat 
to  the  sea  is  thus  cut  oti",  and  the  ends  of  the 
sweep-net  are  gradually  drawn  along  the  shores 
towards  the  top  of  the  Qord.  The  hemng  are 
of  courst'  driven  upwards  by  the  advancing 
net,  till  at  length  the  end  of  the  fjord  is  almost 
reached,  and  there  they  am  confined  in  a  space 
so  small  that  they  have  sometimes  scarcely  room 
to  move.  They  can  now  be  taken  out  of  the 
water  without  the  slightest  trouble,  and  just  as 
they  are  required.  Some  of  them  are  imme- 
diately disposed  of>  but  as  herrings  are  of  little 
value  at  that  seaHon,  great  nunibera  are  kept 
in  confinement  till  the  lieginning  of  the  yeai\ 
when  they  are  sent  south  to  Lofoten,  and 
sold  at  high  prices  to  be  used  as  bait.  The 
quantities  of  bait  chiefly  used  at  Lofoten  are 
shown  below : — - 


Ytmx 

kerriiiga 

UmsbcIs 

€o.pUa 

TcUl 
VRloe 

ior  eyu-h 

18de 
IB9D 

Biureli 
36.tXJO 

30.CRM] 

lo.ooi) 

6,ti(iO 

ft,ooa 

Barrels 
0,300 
3,tKJ0 
fi,000 

10,000 
9,4Q0 

3vOOO 

1,800 

1,000 

600 

BarrelB 
l,46i> 
4,000 
fi,UUO 
4,000 
11,500 

£ 
lfi,4<«0 
38,300 
18,100 
18,100 
11.700 

1    11    '^ 
I  17  11 
1     S     4    1 
1     1  It    1 
0  17    fl 

ATer»^ 

16,300 

e,&20 

1.680 

j    M90 

17,720 

1    4    S 

Social  Gmtoms, 

On  his  arrival  at  Lofoten^  the  fisherman 
makes  for  one  of  the  Va^rs,  or  natural  harbours, 
and  there  he  establishes  his  headquarters  for  the 
ensuing  campaign  against  the  cod-fish.  Every 
Vfxnr  is  in  the  hands  of  one  or  more  proprietors, 
who  purvey  to  the  fisherman  such  things  as  are 


xxviu 


THE   NORWEGIAN   FISHERIES 


understood  to  be  the  neceBsities  of  life  in  these 
regions,  and  who  also  buy  from  him  tiie  fish 
that  he  is  fortunate  enough  to  catch. 

Each  boat's  crew  is  provided  with  a  dwelling, 
which,  however,  cannot  be  described  as  *  that 
handsome  and  cx)mmodious  residence,*  It  is, 
in  fact,  a  mere  hut,  buitt  of  wood,  roofed  with 
birch  bark,  and  divided  by  a  partition  into  two 
rooms.  The  enter  rocjm  is  generally  pretty 
well  occupied  by  lishing  tackle,  and  the  inner 
by  four  to  six  men,  a  cooking  stove,  a  couple 
of  benches,  and  two  bunks  arranged,  cabinwise, 
one  above  the  other.  Perliaps  the  most  in- 
teresting thing  about  thewe  rather  simple 
domestic  arrangements  is  the  door- latch.  This 
is  a  wooden  lock  constructed  on  the  '  Brahma ' 
principle,  but  of  very  ancient  origin ;  and  to 
those  who  are  interested  in  ethnological  matters 
it  may  be  news  to  hear  that  the  primitive  lock 
of  the  Syrian  peasant  has  practically  an  exact 
counterpart  in  use  at  this  present  day  within 
tvv  enty-live  degrees  of  the  North  I'ole. 

The  Lofoten  fisherman  is  his  own  cook,  and 
the  results  of  his  efforts  would  probably  seem 
very  dreadful  to  a  French  chef;  but  he  himself 
*  takes'  them  quite  calmly,  and  thrives  upon 
them.  His  bill  of  fare  shows  three  principal 
items :  dried  meat,  chieily  mutton ;  Z^yke,  a 
kind  of  soft  tlat  cake  made  from  oatmeal;  and 
Fkidbrody  a  hard  leaf-like  bread,  altso  of  oatme^iL 
These  are  helped  out,  or  down,  by  cheese  and 
butter,  but,  in  common  \Wth  his  brethren  of  the 
craft  in  other  lands,  the  Norwegian  fisherman 
despises  fish  as  food  for  himself.  When  he  is 
particularly  hard  up,  he  does,  it  is  true,  con- 
desceud  to  a  fish  diet,  and  even  at  other  times 
he  will  partake  of  a  dish  prepared  from  cod  s 
tongues  and  Fkidhrod  soaked  in  the  oil  from 
the  freshly  boiled  liver,  which  he  considers 
a  dainty  *  fit  for  gods  or  men,'  Coffee  is  his 
chief  drink,  and  for  reasons  that  we  have 
already  indicated,  and  over  which  he  has  no 
control,  the  l^foten  fisherman  is  a  '  total 
abstainer.' 

The  earnings  of  each  boat  are  divided 
among  the  members  of  the  crew,  who  rank  as 


whole-lot  men,  three-quarter-lot  men,  and  half- 
lot  men,  according  to  individual  experience  and 
fitness  for  the  work.  The  Hdvidsttumd^  as  such, 
gets  no  larger  share  than  any  of  the  others. 
Boys  during  their  apprenticeship  generally  have 
the  proceeds  of  a  particular  net  set  aside  for 
their  benefit.  When  a  boat  haj)pens  to  be 
short  of  hands,  men  hired  and  paid  by  the  day 
are  obtained  from  a  number  of  fishermen — lie- 
tweeu  two  and  three  thousand — who  for  one 
reason  or  other  have  no  boats  of  their  own,  bnt 
who  are  always  sure  of  work,  Lofoten  being  a 
labour  paradise  where  the  army  of  the  unem- 
ployed is  an  unknown  evil. 

Serious  crime  is  also  practically  unknown,* 
a  very  remarkable  fact  when  we  consider 
that  between  twenty  and  thirty  thousand  men 
congregate  at  Lotbten  every  season,  and  there 
pursue  a  calling  which  is  bound  to  give  rise 
to  almost  constant  disputes.  These  do  not 
result  in  the  gravest  consequences,  simply  on 
account  of  the  mutual  forbearance  and  good 
sense  displayed  by  the  different  boats  crews. 
The  magisterial  functions  are.  exercised  by  the 
Inspector  -  General  of  the  Fishery,  who  is 
always  a  naval  officer,  and  his  subordinates.  He 
sees  that  the  fishery  regulations  are  caij ied 
out,  punishes  ofienders  by  lines,  and  acts  as 
arbitrator  in  matters  of  dispute  tliat  the  men 
fail  to  settle  for  themselves.  Should  his  decisions 
not  be  acquiesced  in,  the  cases  may  be  carried 
before  a  specially  appointed  judge;  if  serious 
crimes  do  occur,  they  are  sent  to  the  regular 
courts  of  justice.  The  most  h*equent  ofleuce  is 
tlieft,  not  on  land,  but  on  sea,  when  the  tackle  of 
different  boats  gets  mixed,  and  gives  a  chance  to 
those  who  find  it  difficult  to  distinguish  between 
their  own  and  their  neighbour's  fish.  Needless  to 
say,  sinners  of  this  kind  are  seldom  Norwegians, 
but  Finns — Laplanders — of  whom  a  few  are 
always  to  be  found  at  the  Lofoten  fishery. 

*  During  the  last  ten  jenra  the  avenM;«  namber  of 
grave  offences  was  only  fieventeea  per  annum.  Of  these 
thefts  iiveraged  eight,  forgeriee  four,  and  in  the  whole 
period  there  was  not  a  single  case  of  murder,  and  only  one 
of  manslaughter. 
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The  Oodrfish. 

Of  the  three  classes  of  visitors  to  Lofoten 
the  cod-fish  are  the  oldest  established.  Their 
visits  are  mentioned  in  Eigil's  Saga — drca  930 — 
and  since  that  time,  so  far  as  records  enable  us 
to  judge,  they  have  arrived  year  by  year  with 
the  regularity  of  the  winter  season,  and  in  such 
multitudes  as  to  defy  computation.  Why  they 
have  elected  to  go  to  Lofoten  in  preference  to 
other  places  is  a  question  that  presents  no 
difficulty  to  the  scientific  mind :  the  cod  visit 
the  Norwegian  coast  for  the  sole  purpose  of 
spawning,  and  select  the  regions  that  are 
specially  sheltered,  so  that  there  the  ova  may  lie 
in  safety  until  they  are  able  to  shift  for  them- 
selves. 

This   seems  a   very  good   theory,  only  it 

happens  to  be  of  the  kind  that  requires  '  facts 

made  to  fit  them.'     The  cod-fish  does  not  care 

much  for  its  young  except  as  tit-bits,  to  be 

swallowed  whenever  they  come  within  reach,  and 

it  is  rather  too  much  to  ask  us  to  believe  that 

a  parent  of  this  type  is  likely  to  trouble  about 

the  most  suitable  nurseries  for  its  little  ones. 

Of  course  we  admit  that  natural  selection  may 

teach  even  the  cod-fish,  but  there  is  yet  another 

and  absolutely  fatal  objection  to  the  scientific 

theory.     The  seas  around   Lofoten  are  by  no 

means  quiet  and  sheltered — ^in  Ihct  they  are  the 

most  exposed  and  stormy  on  the  whole  coast. 

Elsewhere  the  inner  channel  is  protected  by  the 

great  Skjcergaard  breakwater,  but  the  Lofoten 

group  of  islands  stretch  right  out  into  the  open 

sea,  and  get  the  full  benefit  of  every  breeze  that 

blows,  while  the  Vestjjord — where  the  spawning 

chiefly  takes  place — is   simply  a  huge   funnel 

into  which  the  Atlantic  storms  sweep  without 

obstruction,  and  where  they  rage  after  their 

own  sweet  will. 

The  real  explanation  of  the  preference  the 
cod-fish  show  for  Lofoten  is  probably  to  be 
foQDd  in  the  arrangement  r^nlating  the  flow 
of  the  ocean  corrents.  Besides  Lofoten  there 
is  one  other  point  to  which  the  cod  flock  in 
eoonnous  nambers  f<v  the  purpose  of  spawning : 


that  point  is  Homsdalen,  about  450  miles  to 
the  south  of  Lofoten.  Now  if  these  two  places 
had  something  in  common,  something  not 
shared  by  the  rest  of  the  coast,  it  would  be  but 
reasonable  to  look  to  that  for  a  possible  solution 
of  the  problem,  and  it  so  happens  that  this 
is  exactly  what  they  do  have.  As  has  been 
already  stated,  the  water  close  to  the  mainland 
is  of  great  depth,  but  beyond  this  the  sea-bed 
rises  into  a  bank  the  outer  edge  of  which 
suddenly  slopes  downwards  into  the  deep  bed 
of  the  Atlantic  and  Arctic  Oceans.  This  slope 
is  much  more  sudden  immediately  to  the 
seaward  of  Lofoten  and  Romsdalen  than  else- 
where, and  at  these  two  points  the  deep  bed  of 
the  ocean  runs  in  towards  the  land,  forming  two 
entering  angles  or  bays.  It  would  be  remark- 
able were  it  a  mere  coincidence  that  these  bays 
occur  just  at  the  places  selected  by  the  cod- 
fish, and  not  elsewhere,  and  the  question  that 
naturally  arises  is,  In  what  way  can  they 
influence  the  choice  of  spawning  grounds  ? 

The  chief  end  of  all  the  lower  forms  of 
organic  life  is  food,  and  as  the  cod-fish  is 
pretty  low  down  in  the  scale,  we  should 
expect  that  the  question  of  what  he  can  get 
to  eat  bulks  largely  in  his  estimation — much 
more  than  the  welfare  of  youth,  even  as  applied 
to  his  own  children.  His  intellectual  develop- 
ment having  reached  that  stage  where  the 
guiding  principle  in  life  is  the  gastric  juice, 
he  is  likely  to  choose  his  home  just  where  he 
can  most  easily  fill  his  stomach.  But  even  to 
him  a  plentiful  supply  for  the  digestive  organs 
is  not  everything;  cold-blooded  as  he  is,  he 
dislikes  chilly  waters  as  much  as  tropical 
currents,  and,  no  doubt,  his  idea  of  perfect 
bliss  is  to  combine  the  pleasure  of  taking  his 
ease  in  a  properly-cooled  current  from  the 
south,  with  the  profit  of  having  there  the  food 
of  the  deep  waters  from  the  north  flowing  into 
his  mouth.  This  combination  of  comfortable 
circumstances  is  likely  to  be  found  aloiitr  the 
edge  of  the  great  bank  outside  the  whole  c^^inst 
of  Norway,  but  the  '  bays '  which  have  Ik-^-h 
referred  to  are  probably  the  means  of  s^ndin^' 
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a  much  more  plentiful  supply  of  fish  ffx>d  to 
the  parts  of  the  bank  in  their  immediate 
vicinity  than  is  to  be  found  at  auy  other  part; 
thus,  these  places  can  support  greater  multi- 
tudes of  fish  than  could  exist  anywhere  else. 
The  fiish  liiud  ia  not  altogether  devoid  of 
interest.  It  originates  in  a  protoplasmic  basU 
which  serves  as  nutritive  material  for  immense 
multitu<les  of  amtijbuid  animals  beloDging  to 
the  protozoa.  These  form  a  suitable  dietary 
for  flagellata,  radiolaria,  and  other  infusoria, 
which  iu  their  turn  support  amphipoda,  deca- 
poihi,  itMipoda,  and  other  crustaceous  animals 
which  are  the  cod's  delight.  The  series  is 
*w)n»ewhHt  like  an  epitome  of  the  evolution  of 
tho  lower  forms  of  life,  and,  as  if  to  complete 
I  ho  annlogy,  the  simple  protoplasmic  substance 
fmiii  wh it'll  the  whole  is  built  up  is  as  mys« 
taridus  in  its  origin  as  life  itself*  In  fuct, 
man  knows  anything  as  to  how  the  proto- 
lam  comes  into  existence.  It  seems  to  bemanu- 
factiireil  somewhere  in  the  polar  regions,  and 
in  quantities  that  almost  exceed  belief — we  have 
been  told  by  skippers  who  frequent  the  Arctic 
IHiiiJi  tJtat  they  have  sailed  through  such  viscid 
loatiBOii  for  days  together.  The  Arctic  current 
CJOui©«  from  the  polar  regions  down  to  Norway, 
but  is  warded  off  the  coast  by  the  precipitous 
wall  of  the  great  bank,  up  to  the  edge  of  which 
it  tlcH*B  not  reach,  and  along  which,  thereforej 
tl«o  cold  current  runs  southwards,  charged 
with  the  rich  food  for  the  swimming  popula- 
iitiM  of  the  ocean;  but  this  current  is  too  cold 
for  them  to  live  in.  The  Gulf  Stream,  how- 
tiver,  from  the  tropica,  flowing  on  the  top 
of  liie  cold  cnrrent  towards  Norway,  establishes 
tb«it  happy  combination  of  circumstances  so 
Qciceasary  to  the  well-being  of  the  cod-fish. 
On  account  of  the  opposite  din:*ctions  of  the 
two  currents,  the  upper  strata  of  the  Polar 
current  must  get  mixed  with  the  lower  strata 
of  the  (Julf  Stream,  and  consign  to  the  latt.er 
iome  of  the  feeding  staff  it  contains,  which  in 
thtH  way  ia  carried  back  to  the  bank ;  and  thus 
charged  and  cooled,  so  as  to  be  comfortable 
iu  the  fish,  it  rises  to  a  sufficiently  high  level, 


flows  over  the  edge  of  the  bank  to  whei'^  the  cod 
are  awaiting  its  arrival  ;  fills  the  basin,  the 
*  inner  passage  '  and  the  fjords  on  the  other  side 
of  the  edge.  Where  the  wall  of  the  bank  runa 
in  a  tolerably  straight  line,  this  mixing  of  the 
tw^o  cuiTents  must  be  less  marked,  and  the  lower 
strata  of  the  Gulf  Stream  are  not  impregnated 
with  sufticient  food  to  sustain  any  unusual 
abundaijce  of  lish  life ;  but  the  case  is  different 
where  there  are  extensions  of  the  deep  oceaa 
bed  into  the  submarine  plateau  off  the  coast^ 
forming  the  aforesaid  bays  or  nooks.  Of  such, 
there  is  one  opposite  Lofoten,  and  another 
opposite  Romsdalen,  as  will  be  seen  from  the 
accompanying  map.  The  deeply*situated 
Arctic  current  enters  these  bays,  and  whilst 
elsewhere  it  is  turned  off  into  the  ocean  by  the 
face  ,of  the  plateau,  here  tliat  is  impossible. 
The  current,  in  fact,  is  caught  in  a  sort  of  trap, 
and  as  it  flows  on  towards  the  apex  of  the  nook, 
any  escape  back  to  the  Atlantic  becomes  more 
and  more  difficult.  Doubtless,  a  certain  pro- 
portion of  the  inflowing  Arctic  wat^r  does 
escape  by  means  of  a  deep  back  current,  and, 
indeed,  it  might  all  escape  in  this  way  if  the 
apex  of  the  bay  were  sufficiently  romided.  It 
isjiot  rounded,  however,  but  the  very  opposite, 
viz.,  an  acute  entering  angle  j  and  when  the 
current  reaches  this,  there  is  but  one  means  of 
egress.  The  watar  pressure  behind  forces 
it  on,  and  as  there  is  no  getting  backward,  it  is 
compelled  to  rise  up  towards  the  surface,  where, 
mLxing  with  the  warm  surface  current  (the  Gulf 
Stream),  it  flows  over  the  edge  of,  and  crosses, 
the  bank. 

In  this  way  it  happeoa  that  the  waters  in 
the  Lofoten  and  Romsdal  regions  are  mixed 
with  a  greater  portion  of  the  Arctic  current  than 
the  waters  at  any  other  point  of  the  coast,  and 
these  regions  are  therefore  favoured  with  a 
supply  of  the  fish  food  which  the  Arctic  cnrrent 
brings.  Hence  the  cod-fish  and  the  cod- 
fisheries  of  Lofoten  and  Romsdalen,  On  the 
rest  of  the  Norwegian  coast  the  waters  are  by 
far  not  so  rich  in  fish  food,  ergo  them  are  no 
cod-fish  to  speak  of,  and  no  cod-fisheries  of  any 
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importance.  This  theory  receives  a  very 
remarkable  con-oboration  from  observatioas  of 
the  sea  temperatures  at  Lofoten.  The  mixture 
of  the  two  currents  could  not,  from  the  point  of 
view  of  the  physicist,  be  a  perfect  mixture. 
What  would  be  expected  in  these  regions  would 
be  the  presence  of  a  number  of  more  or  less 
well-defined  currents  of  different  temperatures. 
The  series  of  observations  that  have  been  taken 
for  many  years  show  that  this  is  exactly  what 
obtains  at  Lofoten,  and  shows,  moreover,  that  the 

I  cod-fish  are  to  be  found  only  in  the  cold,  and 
therefore  presumably  Arctic,  currents  with  a 
temperature  of  about  5°  C.  (41*  F.) 
The  Supply  of  Fuh. 
f  According  to  some  authorities  the  cod-fish 
are  practically  numberless,  and  no  inroad 
that  man  can  make  upon  them  is  of  any 
moment.  Otliers,  again,  think  that  they  are 
hy  no  means  so  numerous,  and^  indeed,  that 
thrir  total  destruction  is  not  improbable  if  the 
hitherto  reckless  slaughter  be  not  checked. 
With  these  two  conflicting  opinions  it  is 
rather  difficult  to  come  to  a  conclusion.  An 
ab8<^^)lutely  certain  conclusion  would  require  a 
regular  census  of  the  cod-fish — to  take  which 
would  be  somewhat  difficult.  Au  approximate 
idea  of  the  matter  may,  however,  be  formed 
from  the  following  facts  within  our  knowledge. 
The  cod  do  not  come  to  Lofoten  in  one  body, 
t  in  numerous  separate  shoals.  This,  in  all 
probability,  is  due  to  the  varying  distaiice  the 
fish  have  to  travel  from  their  homes  across  the 
ooter  bank,  the  detachments  from  the  nearer 
oolonieQ  arriving  at  the  beginuing  of  the  season, 
Hhiie  those  which  appear  afterwards  have  liad 
ibuger  journey.  On  the  banks  these  different 
bodies  of  fish  seem  to  keep  to  themselves  ;  and 
when  the  spawning  is  finished  each  shoal  again 
BiaJkes  for  its  own  particular  habitat.  In  the 
|8ir  1887  it  so  happened  that  the  weather  of 
Lofoten  was  exceedingly  stormy  during  practi- 
cally the  whole  of  the  fishing  season,  andj  whether 
cm  tbiit   account   or  not,   a   rather   abnormal 
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thing  happened :  one  of  the  shoals  of  cod  left 
the  banks  and  entered  the  08tna3sf[ord  in  the 
island  of  East  Vaagd,  It  was  a  must  fortunate 
occurrence  for  the  fishermen,  for  they  were  able 
to  let  down  their  gear  in  the  sheltered  waters  of 
the  fjord  when  it  was  impossible  for  them  to 
venture  out  to  the  banks.  The  shoal  entered 
the  fjord  early  in  January^  and  as  soon  as  the 
news  got  abroad,  about  2^500  boats  congregated 
at  the  spot,  and  were  successful  in  catching  over 
ihirt&em,  TmUionB  of  fish.  This  immense  number 
was,  however,  a  mere  nothing  as  compared  to 
the  total  in  the  shoal. 

Ostnaesfjord  is  an  inlet  nine  miles  in  length, 
and  on  the  average  one  mile  wide,  and  its  area 
may  be  taken  at  nine  square  miles.  Over  all  this, 
between  the  depthi^  of  sixteen  and  forty  fathoms, 
the  tish  were  simply  packed  together,  not  exactly 
like  sardines  in  a  box,  but  supposing  we  allow 
each  fish  ten  times  its  bulk  of  water,  then  the 
cubic  space  would  contain  ten  thott^mid  milliofi. 
Even  supposing  that  were  divided  by  ten, 
the  number  of  fish  caught,  immense  as  it  was, 
would  obviously  be  far  too  small  a  fraction  to 
make  any  impression  whatever  on  the  main 
body.  Now  J  this  was  only  a  single  shoal  out 
of  the  scores,  or  perhaps  hundreds,  of  shoals  on 
the  haTiks ;  for  whenever  there  was  a  lull  in  the 
storm,  so  that  boats  could  venture  out  to  the 
open  sea,  other  shoals  were  found,  abundantly, 
all  over  the  1,200  square  miles  of  the  inner 
banks,  as  well  as  on  the  extensive  banks  which 
lie  to  the  outer  side  of  the  Lofoten  Islands  and 
are  collectively  known  as  Ydersiden,  It  is,  of 
course,  very  difficult  to  form  even  a  rough 
estimate  as  to  how  many  shoals  might  have 
been  present,  but  certainly  the  number  must 
have  been  considerable.  Bearing  this  in  mind, 
and  using  as  a  basis  for  calculation  the  conce|j- 
tion  that  we  have  been  able  to  form  of  the 
immense  quantity  of  fish  in  a  single  shoal,  we 
are  left  with  but  one  possible  conclusion — that 
the  cod  comes  to  Lofoten  in  numbers  which,  for 
all  practical  purposes,  ai^e  limitless,  and  on  which 
all  the  efforts  made  by  man  cannot  produce  any 
edect  worth  speaking  about. 
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This  being  so,  it  would  be  simply  purpose- 
less to  impose  any  limit  to  the  number  of  fish 
to  be  caught  iii  each  season.  The  real  fact  of 
the  matter  seems  to  be  that,  amongtit  the  many 
enemies  of  the  cod,  man  is  of  very  little 
accomit.  The  female  cod-tish  producer  every 
year  about  100,000  eggs  for  each  pound  of 
its  weight,  or  in  other  words  each  average 
Lofoten  'spawner'  is  responsible  for  a  family 
of  1.200,000  every  season.  So  far  m  the 
fishermen  are  oonoemed,  all  these  have  a 
chance  of  becoming  mature  cod,  with  the 
exception  of  about  half  a  million  gallons  of 
roe  which  they  take  annually.  This  seems 
at  first  sight  a  fairly  large  quantity,  and  it 
is  in  reality  HTore  than  that  yielded  by  all  the 
other  tlslieries  in  the  world  pot  together; 
nevertheless  it  is  a  mere  drop  out  of  the  bucket 


former  average  32  inches  in  length  and  12 
pounds  in  weight,  the  latter  30  inches  and  10 
pounds,  The  liver  of  the  net  fish  averages 
11^  ounces,  and  of  the  others  OJ  ounces^  while 
the  roe  and  milt  weigh  20  ounces  and  13 
ounces  respectively.  Marked  exceptions  from 
these  average  sizes  are  rare,  but,  of  course, 
they  are  occai^i anally  found.  One  caught  at 
Lofoten  in  1888,  and  sent  by  us  to  the  exhibi- 
tion  at  Copenhagen,  may  be  taken  as  about  the 
maximuTu  size  of  Gadus  moirhua.  It  measured 
4  feet  11  inches  in  length,  over  3  feet  in  girth, 
and  its  weight  was  rather  over  91  pounds. 

The  Fisbikg. 

Loralttfj. — In  order  to  understand  the  trt/>ffw.^ 
operandi    of   the    Lofoten    fishermen,    it   will 
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when  compared  to  the  total  amount,  and  were 
the  other  enemies  of  the  cod  as  futile  in 
their  efforts  as  man,  the  whole  sea  from  the 
North  Pole  Uy  the  South,  would  be  choked 
with  them  in  a  few  years.  Fortunately  there 
is  no  danger  of  this,  for  the  ova.  the  fry,  and  the 
fish  are  being  constantly  kept  within  reasonable 
bounds  by  an  immense  multitude  of  the 
denizens  of  the  deep,  from  the  whale  down- 
wards J  and  the  aid  that  man  can  give  them  is 
t-o  be  looked  upon,  apart  from  its  material 
results,  as  a  praiseworthy,  although  perhaps 
feeble,  effort  to  help  Nature  in  mauitaining  the 
'  balance  of  power/ 

In  size  the  codfish  vary  but  little;  those 
caught  in  nets  ore,  on  the  whole,  somewhat 
larger  than   those   taken  by  the   hook.     The 
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be  neces:^ary  to  give  a  short  description  of 
the  Vestfjord,  the  region  where  the  fish  are 
mainly  caught.  A  glance  at  the  above  sketch 
will  perhaps  explain  the  peenlinr  forniation 
more  plainly  than  words.  The  deep  channel 
to  which  we  have  several  times  referred 
sends  numberless  branches  into  the  mainhuid, 
several  remarkable  instances  of  which  we 
have  already  mentioned,  such  as  Hardanger- 
fjorden,  Sognefjordcn,  and  Trondbjemsfjorden. 
The  Vestfjord  is  another  of  these  deep  in- 
lets, amning  landwards  from  the  main  stem 
of  the  deep  channel  It  separates  the 
Lofoten  Islands  from  the  mainland,  and  cuts 
into  the  latter  almost  up  to  the  Swedish 
frontier.  At  its  entrance  to  the  Atlantic 
it  is  fifl^^-five    miles  wide,   but  of  this   only 
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Ui6  oeatral    part  is  'deep   chaniiel/  the  rest 

being  *  banks/     At  its  outer  end  the  channel  m 

about   200    fathoms   deep,   but   farther   on   it 

gradQally  slopes   down   to   300,  or  even   400 

&(liO!ms.     Its  width,  at  the  top,  is  about  Dine 

mileB,  and    it   is   bounded    on    either   side  by 

precipitous  natural   walls,  from    the   edges  of 

which  gradnally  rising  banks  stretch,  on  the 

rth-westcsrly  side  towards  the  Lofoten  Islands, 

id  on  the  south-easterly  towards  the  mainland* 

e  channel  itself  runs  nearer  the  mainland, 

its  enclosing  walls  are  not  equally  high: 

Uieee   two   circumstances   establish   a  marked 

di%«reiice  between  the  north-westerly  and  the 

south-easterly  banks.     The  former,  the  Lofoten, 

has  at  the  mouth  of  the  Qord  a  width  of  about 

80  mile^,  while  the  latter,  the  landward  bank, 

has  only  16,  both^  however,  tapering  towards 

the  head  of  the  Qord ;  furthermore  the  Lofoten 

baok  is^  at  the  edge  of  the  deep  channel,  about 

150   fi*thoms   below   the   surface,  and   thence 

riflds  gradually  towards  the  Lofoten  Islands^ 

tbB  gradient    is,   indeed,   so    regular   that   if 

^hnea  representing  the  difierent  depths  from  50 

^Hp  150  &thoms  were  drawn  from  the  apex  of 

^^■to    bank,   seaward   to   its   base,    they   would 

^Rpread  out  in  almost  geometrically  equidistant 

mjTs.     The   landward   bank,  on   the  contrary, 

forma  a  higher  plateau,  the  soundings  at  the 

edge  of  the  channel  being  only  30  to  50  fathoms, 

and  the   water   is,   therefore,  more   uniformly 

^'    ilow  all  over  this  bank.  The  diflerence  in  their 

:      u'ktion^  and  the  sea  temperatures  dependent 

thereon,  are  probably  the  cause  of  the  Bsheries 

taking  place  on  the  regularly  sloping  Lofoten 

and  it  is  on  it  only  that    the    cod-fish 

focmd.     There  are  no  fisheries  on  the  other 

Ilk  towards  the  niainlawl  of  Norway. 

Fiahimj  Operatimts, — ^The  vanguard  of  the 
loa^i  of  cod  appears  in  the  Vestfjurd  with 
UNuarkable  punctuality  in  the  first  week  of 
Jaaiiary,  and  the  fishermen  who  reside  in 
LoToten  immediately  commence  work,  and  pro- 
loettte  tbe  fishing  as  soon,  and  often,  as  the 
^taalher  permits. 

The  campaign  commences  by  finding  out  if 


the  fish  have  arrived,  and,  if  so,  where  they  are. 
This  is  done  by  setting  lines »  which  extend, 
obliquely,  from  the  surface  right  down  to  the 
bottom  of  the  sea,  and  when  the  cod  begin 
to  '  attach  '  themselvCrS  to  these  lines,  not  only 
is  their  presence  ascertained,  but  also  the  exact 
level  at  which  the  shoal  is  swimming.  This 
is  also  done  later  in  the  season,  when  the  track 
of  a  shoal  has  been  lost  or  the  arrival  of  new 
shoals  is  expected.  By  the  end  of  the  month 
most  of  the  tisheraien  from  other  districts  have 
aasembled,  and  the  fish  begin  to  aiTive  in 
increasingly  larger  shoals ;  but  they  are  not  in 
full  force  before  the  first  week  in  March,  and 
from  that  time  until  the  end  of  the  month  the 
fishing  is  at  its  best.  In  the  latter  part  of 
March  the  spawning  commences,  and  then  the 
fishing  comes,  practically,  to  a  temporary  stand- 
still. 

The  cause  of  this  is  simply  tliat  the  fish  are 
too  much  absorbed  in  their  spawning  opera- 
tions to  care  for  the  most  tempting  bait,  or 
even  to  move  about  and  so  enter  the  nets. 
During  the  process  the  males  separate  from  the 
females,  not  from  any  sense  of  delicacy  or 
decorum,  but  in  obedience  to  a  natural  law, 
which  has  made  the  ovum  of  the  cod  specifically 
lighter  than  the  sea  water.  It  thus  tends  to  rise 
towards  the  surface  when  spawned.  The  male 
fish  take  up  a  higher  level  in  the  water  than 
the  females,  and  there  discharge  the  milt,  by 
which  the  ova  are  impregnated  while  rising 
nearer  the  surface.  The  spawning  occupies 
only  a  few  days,  but  the  mass  of  ova  and  milt 
liberated  ia  enormous,  and  sometimes  causes 
the  sea  for  miles  ai^und  to  assume  a  milky 
appearance. 

After  some  days  devoted  to  spawning,  the 
fish  again  bec^jme  lively,  and,  althougli  they 
now  turn  their  noses  homewards,  are  quite 
willing  to  take  the  bait  or  go  into  tlie  nets. 
By  degrees,  however,  the  fishing  becomes 
poorer,  and  at  the  end  of  April,  soraetimea 
earlier  in  the  month,  it  is  brought  to  a  con- 
clusion. 

The  Lofoten   fishery,  aa  we  have   already 
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stated,  18  under  Govcmtnent  supervision.  The 
official  st^ff  consists  of  an  Inspector-General, 
one  or  more  judges,  about  hcalf-a-dozen  medical 
men,  and  a  number  of  f>etty  officers — in  all 
about  fifty  nien  ;  bei^ides  several  clergymen  who 
are  commissioned  to  look  after  the  spiritual 
comfort  of  the  fishermen,  A  grant  of  alxmt 
2,000/.  is  voted  by  the  Parliament  to  defray  the 
exi*enses  of  this  supervising  staff.  The  Norwe- 
gian Parliament  does  not  generally  tighten  its 
purse-strings  where  the  public  good  is  involved, 
but  here  its  generosity  is  certainly  not  con- 
spicuous. The  grant  is  miserably  inadequate, 
and  the  reeult  is  that  the  ^  superintendence '  of 
the  tisheries  is  chieily  limited  to  office  work, 
making  out  statistical  tables,  and  sending  tele- 
grams, regarding  the  prospects  and  progress  of 
the  fishing,  to  the  several  Vctrs  and  to  the  out- 
side world.  Such  a  thing  as  maintaining 
respect  for  the  law  on  the  sea  is  almost  entirely 
beyond  the  power  of  the  officials,  because  the 
only  means  of  locomotion  granted  to  them  are 
a  few  small  row-boats,  the  Inspector-Gent-ral's 
repeated  requests  for  a  small  steamer  having 
been  persistently  ignored.  The  only  power 
wliich  the  Government  staff  have  to  enforce 
fishery  laws  is  such  m  can  be  wielded  from 
ierra  jwma.  One  of  these  prohibits  the  bo^ts 
from  leaving  in  the  morning  until  the  super- 
intendent in  eh  urge  of  the  Var  flies  a  signal : 
this  law  is  made  in  order  to  prevent  the  too 
enteqirising  crews  fioui  going  out  ahead  of  the 
othern  and  helping  tiiemselves  to  more  than 
their  own  share  of  the  spoil.  Another  law  pro- 
vides that  all  fishing-gear  muF;t  be  taken  out  of 
the  water  on  Saturday^  and  not  set  again  before 
Sunday  evening.  This  regulation  is  a  concession 
t-o  the  religious  feeling  of  the  majority  of  the 
fishermen,  and,  of  course,  to  their  di:^like  at 
seeing  such  as  think  othenvise  profit  by  their 
wirkfdness.  It,  however,  can  hardly  be  enforced 
by  the  land-tied  supporters  of  the  law,  but,  nevei^ 
theless,  it  is  seldom  infringed.  The  would-be 
Sal* lath-breaker  knows  that  the  eyes  of  the 
ri'jhreiniB  will  mark  his  evil  deeds  and  that  they 
will  straightway  be  repoited  to  the  inspector, 


who,  unless  he  can  be  persuaded  that  '  wind  and 
weather'  did  not  allow  of  the  lines  being  lifted,] 
will  administer  to  the  sinner  his  due  reward. 

Dirfctly  the  signal  is  hoists  in  the! 
morning,  each  boat  makes  for  tlie  spot  where 
the  gear  was  put  down  the  previous  day,  and  if 
the  haul  is  satisfactory,  the  net«  and  lines  are 
again  put  down  at  the  same  place.  Should  the 
catch  be  meagre,  or  worse,  still,  if  the  men  draw 
a  '  black  net/  as  they  call  it  when  the  silvery 
glitter  of  the  captive  fish  is  conspicuous  by  its 
absence,  then  it  is  evident  that  the  fish  are 
going  or  gone,  and  the  question  is — where  ^ 
Now  it  is  that  the  Hotid^mand^s  qualifications 
are  put  to  the  test.  The  results  are  in  some 
cases  very  remarkable — a  number  of  the^ 
skijipers,  over  and  over  again,  year  after  year, 
know  how  to  choose  the  exact  place,  while 
others  search  in  vain  for  the  fish.  This  may] 
be  experience,  or  innate  instinct,  or  something  - 
else,  but  not  chance — that  might  explain  an  i 
occasional  stroke  of  luck,  but  not  a  long-con- 
tinued series  of  successes. 

Beep-sea  Temfeniiwre, — The  movements  of 
the  cod  have  always  been  very  puzzling.  Some-  j 
times  the  shoals  lie  deep  down  and  so  densely  | 
packed  that,  according  to  the  fishermen,  the  lead 
will  not  sink  through  them.    At  other  times  they 
spread  themselves  out  in  a  thin  Inyer  at  some  par-  . 
ticular  depth;  and  so  thin,  indeed,  may  this  layer  I 
be  that  rich  hauls  are  made  from  nets  and  linear 
which  happen  to  be  at  that  precise  depth,  while  ' 
not  a  fish  is  caught  by  tackle  set  five  fathoms 
deeper  or  higher.     In  some  seasons  the  cod  willj 
not  come  near  land,  but  stick  to  the  deep  wtiTerl 
near  the  edge  of  the  bank  ;  in  othen^  they  come  j 
close  up  to  the  islands,  and  may  be  taken  at  the 
depth  of  a  few  fUthonjs.     Again,  for  a  period  of 
several    years,    the   shoals    eliiefly   visit    East 
Lofoten    and   then    for  a   similar  period  they 
betake  themselves  to  West  Lcjfoten.     Captain 
Juel,  however,  is  of  opinion  that  probably  every 
season  there  ai*e  fish  in  plenty  at  lx>th  places 
but  that  there  is  an  apparent  scarcity  of  fish  atl 
either  the  one  or  the  other,  simply  because  ther©i 
is  a  scarcity  of  men  to  catch  them.     There  is  no 


that  the  tishermen  are  obstinately 
toacionfi  of  antiquated  opiniona.  If  they  think 
there  will  be  an  East  Lofoten  fishery,  there 
Afiy  aaaemble  in  great  force,  and,  of  course,  that 
year  turns  out  an  East  Lofoten  season  as  they 
expected.  What  fishing  there  is  at  We^t 
Lofoten  may  be  very  good,  but  the  men,  like 
LouiB  XIV.,  stick  to  the  principle,  /y  «i*is,  j\j 

The  eanses  of  the  irregular  wanderings  of 
the  cod  have  been  the  object  of  much  Bpeeula- 
tion.     One  idea  suggests  that  the  temperature 

\  of  the  water  influences  the  sudden  and  unex- 
pected movements  of  the  fish,  and  in  1877 
Captain  Jnel,  then  Inspector*Geneml  of  the 
Lofoten  fishery,  commenced  a  series  of  obser- 
?!itionB  of  deep-sea  temperatures.     They  were 

I  carried  on  by  him  every  year  so  long  aa  he 
continued  in  office.  The  results  were  mther 
conflicting,  but  still,  in  his  final  report  to  the 
Government,  he  says    that    *  the    experiences 

I  from  this  winter  [1881]  appear  to  contirm 
the  belief  that  the  temperature  of  the  water 

t  influences  the  fishery  in  a  marked  degree/ 
Captain  Joel  was  greatly  hampered    in   these 

'  investigations  by  want  of  fanda.  The  Govern- 
ment bad  some  time  before  spent  money  on 
tome  fruitless  scientific  researches  for  the 
ttme  purpose,  but  in  a  biological  direction, 
und  they  did  not  feel  inclined  to  give  further 
fioAncial  support  to  anything  of  a  similar  nature. 
The  investigations  were,  therefoi*e,  extremely 
limited;  indeed,  Captain  Juel  had  only  one 
deep-6ea  thermometer  at  his  disposal,  and  that 
a  borrowed  one.  Comparatively  few  observa- 
tJons  could  thus  be  taken,  and  scarcely  any  were 
obtained  at  places  where  the  hshing  was  actually 
01  progreea.  Captain  Knap,  who  succeeded  to 
tbe  Inspectorate,  continued  the  investigations 
bt  a  tirne^  but  becoming  discouraged  at  the 
wmnty  support  accorded  to  him,  and  the  eonse- 
vpvat  barren  results,  he  let  the  matter  drop, 
Ui  iaat  few  observations  being  taken  In  1886. 

We  were  naturally  much  interested  in  an 
iavisstigation  which  might  prove  to  have  import- 
wit  practical  results  on  the  Norwegian  fishing 
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industry,  and  when  informed  that  the  obeerv^* 
tions  under  Grovernment  auspices  were  to  be 
abandoned,  we  determined  to  tiike  the  matter 
up  ourselves,  and  to  work  it  out  in  a  moro 
practical  way. 

The  results  ubtained  up  to  this  time,  and 
chiefly  from  the  prai^seworthy  etibrts  made  by 
Captain  Juel,  seemed  to  show  that  currents  of 
different  temperatures  were  to  be  found »  and 
that  these  may  change  from  day  to  day  in 
direction  and  in  depth,  in  extension  and  iri 
form.  His  tables,  for  instance,  show  that  on 
a  certain  day  there  was  at  the  place  of 
observation  a  current  of  temperature  5^'2r5  at 
the  depth  of  GO  fathoms  ;  next  day  this  current 
had  risen  to  50  fathoms,  and  on  the  iollowi  ug 
day  it  had  risen  still  higher,  to  40  fathoms. 
At  the  same  time  another  current  was  running 
immediately  above,  and  tliis  had  a  much  lower 
temperature,  V'lb  to  2'''15. 

It  then  appeared  to  us  that  if  these  currents, 
distinctly  localised  and  distinctly  differing  in 
temperaturej  did  in  reality  influence  the  move- 
ments of  the  fish,  then  there  was  only  on© 
method  of  investigation  which  was  likely  to  be 
successfuL  If  the  cod  followed  by  prefei'eoce 
a  current  of  a  certain  temperature,  it  was  clear 
that  the  best,  indeed  the  only  practical,  way  to 
arrive  at  proof  or  disproof  was  to  make  a  long 
series  of  observations  of  the  temperature  of  the 
water  whe^e  ike  »hcah  were  found.  If  they 
were  more  or  less  constantly  in  water  of  a 
certain  temperature,  but  not  in  adjacent  cur- 
rents of  lower  or  higher  temperature,  then  we 
might  reasonably  conclyde  that  they  had  a 
preference  for  this  particular  temperature,  and 
— the  point  of  practical  importance — that  they 
would,  in  all  probability,  be  just  whei*e  a 
current  of  the  proper  temperature  was  found. 

This  deductive  method  was  obvious,  but  no  I 
attempt  had  yet  been  made  to  carry  it  out.  It 
required,  of  course,  that  the  investigations 
should  be  made  on  the  spot  where,  and  at  the 
time  when,  the  fish  were  being  caught.  W< 
therefore  selected  one  of  the  most  intelligent  ol 
the   men,  the  Hovidmnand^  Edvard  MeisQoi 
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instmcted  him  as  to  what  we  wished  done,  and 
presented  him  with  the  necessary  apparatus. 
We  further  gave  hira  a  hint  to  look  out  for  the 
fish  in  water  between  4*^  and  6°  of  temperature, 
and  then  leffc  the  matter  to  work  ont  as  an 
object  lesson,  in  one  way  or  other,  for  the  fisher- 
men* The  event  proved  otir  selection  to  have 
been  a  most  happy  on©.  Meiwfjord  took  to 
mmUifie  jkhhuj  with  int-elligence  and  with  the 
greatest  interest.  He  reg-nlarly  found  the  fish 
in  water  from  4°'75  to  5*^*25  temperature,  and 
he  caoght  that  year  no  less  than  13,000,  The 
following  year,  1887,  he  was  eqoally  success- 
fol,  and  uniformly  hauled  in  a  rich  catch, 
even  when  boats  all  round  him  were  having 
nothing  but  *  black  nets/ 

This  was  too  much  for  the  other  fishermen. 
At  first  they  had  been  inclined  to  sneer  at 
MeisQord  and  his  instruments  and  new-fangled 
ideas,  but  now  they  began  to  see  that  there 
must  be  *  something  in  it  *  after  all,  and  in  the 
following  season,  1888,  they  veered  round  from 
scoffers  to  humble  disciples,  and  taking  advan- 
tage of  the  formerly  despised  novelty,  they 
crowded  upon  MeisQord  s  boat,  so  that  he  could 
hardly  get  room  to  set  his  nets  on  account  of 
the  other  boats  pushing  in,  to  place  their  gear 
in  the  neighbourhood  of  his. 

In  the  official  report  of  that  year*s  fishery 
the  Inspector-General  says :  '  A  large  number 
of  the  more  experienced  and  able  fishermen  are 
now  fully  alive  to  the  great  importance  of  this 
subject,  and  have  become  desirous  of  using 
deep-sea  thermometers.  The  expense  of  pro- 
curing them,  however,  is  more  than  tJiey  can 
afford,  even  should  their  use  soon  repay  the 
outlay.  Much  would  be  gained  if,  by  a  grant 
fmm  the  public  funds,  a  few  instruments  con  Id 
be  provided  for  distribution  amongst  the  several 
Vwm.^  The  In8|jector  also  sees  now  (quite  in  ac- 
cordance with  our  conclusions)  that  the  obser^^a- 
tions  of  temperature  must  be  made  in  combina- 
tion with  J;he  actual  fishing.  It  is  rather 
amusing,  further,  to  notice  that  the  Inspector 
places  the  credit  of  the  'discovery'  that  the 
tish  prefer  a  temperature  of  4*^  to  5*^  to  the 


observations  made  by  the  Tn^pedoraie^  evidently 
forgetting  that  the  Government  officials,  three 
years  earlier,  bad  given  up  aJI  hope  of  achieving 
their  object,  and  had  discontinued  their  investi-B 
gations  in  despair. 

The  appeal  thus  made  to  the  public  funds 
was  responded  to,  but  not  extravagantly. 
'The  Society  for  Promoting  the  Fisheries  of 
Norway '  graciously  placed  three  thermometers 
at  the  disposal  of  the  Inspector.  These  were 
handed  over  to  three  well-known  Hmnf^smitnd^ 
and  in  the  report,  of  1889,  the  Inspector-Gene^ 
summarises  the  results  : — 

'  It  geems  more  and  more  evident  that  i 
temperatare  of  the  water  plays  a  very  important 
part  in  determining  the  success  of  the  Lofoten 
fishery,  and  probably  this  is  also  the  case  in 
our  other  large  cod-fisheries.  The  fishermen 
seem  now  one  and  all  to  have  this  conviction 
broQght  home  to  them,  and  requests  for  loans 
of  thermometers  were  constantly  received*  •  .  . 
The  result  of  the  fisheries  this  year  could  not  ■ 
have  been  ao  good  had  it  not  been  for  the 
guide  the  fishermen  had  in  the  thermometers.' 

In  the  next  year,  1890,  the  fish  happened 
to  come  close  to  land,  and  th^  richest  fishing 
frequently  took  place  at  a  depth  of  from  five  to 
ten  fathoms.  Thermometers  were  therefor© 
not  used  by  the  fishermen,  but  the  Inspect<.^rate 
now  resumed  the  investigations  they  had 
allowed  to  re^t  since  1886.  The  observations 
made  were  but  few,  and  in  the  report  of  that 
year  no  reference  is  made  to  their  having  been 
undertaken  '  in  combination  with  the  actual 
fishing  * ;  in  fact,  the  temperature  at  five  to  ten 
fathoms  does  not  appear  to  have  been  once 
taken. 

This  sodden  recrudescence  of  official  activity 
did  not  in  any  way  influence  the  course  of 
observations  carried  ont  through  Edvard  Meis- 
fjord,  and  for  comparison's  sake  we  may  give 
extmcta  from  some  of  the  reports  he  sent  us. 

In  the  beginning  of  February  1889  be  tried 
the  temperature  at  00  fathoms,  and  found  it 
was  not  higher  than  2*'*5  to  S'*,  and  he  caught 
onlv  150  fish.     He  then  moved  farther  out  to  a 
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part  of  the  bank  where  the  temperature  at  80 
fiithoins  waa  4°*5  to  5*^,  and  here  he  cauglit 
1,100  fish.  He  was  the  only  one  of  all  the 
fifihennen  who  tried  so  far  from  land,  and  the 
others^  without  exception^  had  a  catch  that  was 
very  poor.  As  soon,  however,  as  they  learned 
where  MeLsQord  had  spread  hie  nets  they  all  made 
for  the  spot  he  had  selected,  and  there  they  ob- 
tdiDed  splendid  hauls  up  to  the  middle  of  ilarch. 
At  this  time  the  temperature  nearer  land  rose  to 
bP  at  70  fathoms,  and  Meistjord  removed  hia  nets 
ligher  up  on  the  bank,  and  again  obtained  abun- 
dance of  fish  ;  while  at  the  former  place,  where 
tlie  temperature  had  risen  to  6°,  no  fish  were  to 
be  had.  This  lasted  for  eight  days,  and  then  he 
observed  that  the  conditions  again  changed. 
Water  of  the  requisite  temperature  was  again 
fonnd^as  it  waa  from  February  to  the  beginning 
of  March,  farther  out  near  the  edge  of  the 
banks,  and  here,  as  it  is  now  almost  needles^a 
to  say,  a  rich  fishing  was  obtained >  which 
lasted  throQghout  the  remainder  of  the  season. 
It  is  of  this  year's  fishing  that  the  Inspector 
says,  in  his  report  just  referred  to,  that  tlie  result 
of  the  fisheries  could  not  have  been  so  good  but 
for  the  nse  of  thermometers. 

The  report  received  in  1892  contained  some 
additional  points  of  niterest,  which  we  may 
iDAation*  There  were  very  few  fish  in  the 
Stamsund  region  of  the  banks  that  year,  and 
the  temperature  of  the  sea  did  not  rise  above 
8°*5,  with  the  exception  of  two  nights  in  March, 
when  5°  was  found  at  60  fathoms.  On  these 
two  tughfs,  and  these  only,  the  fisbiog  was 
gooiL  On  account  of  this  scai-city  of  cod  in 
llieir  awn  particular  haunts,  the  boats  from 
8UilD5Qnd  Veers  had  to  go  West  to  the  Ure 
grounds.  The  temperature  of  the  water  there 
wss  ly*,  and  the  hauls  were  for  some  days  very 
^ood,  l/ut  the  fish  were  all  milters.  On  going 
lltiU  farther  to  the  banks  west  of  Ure,  where 
'the  water  is  deeper,  Meistjord  found  7° ;  still 
farther  west,  at  Balstad,  and  then  at  Sund,  the 
lea  cxuitinued  to  be  very  warm :  7^  at  70  to  75 
Mboms*  depth  was  usual,  and  no  fish  were 
ttught.    At  length  a  rising  ground,  SkalU^  was 


reached,  where  at  45  fathoms  a  temperature 
of  5**  was  found.  Here  the  fishing  waa  all  that 
could  be  desired,  and  the  cat^h  made  by  Meis- 
fjord's  boat  this  season  yielded  about  261,  to 
each  of  the  crew.* 

Another  appeal  for  help  made  by  the 
Inspector-General  to  the  Government  in  1889 
succeeded  in  at  last  arousing  some  interest  in 
the  matter.  A  steamer  was  despatched  in  1891 
with  forty-five  thermometers  and  sundry  other 
scientific  instruments.  The  fishermen  received 
thirty-three  of  the  thermometers,  and  from  the 
ship  a  series  of  observations  of  the  temperature 
at  different  depths  in  certain  fixed  places  was 
made  from  February  21  to  April  13.  The  next 
year  this  waa  repeated  from  January  12  to 
March  28,  but  the  temperature  observations  do 
not  appear  to  have  been  combined  with  actual 
fishing,  and,  as  a  consecjuence,  the  results  may 
probably  not  be  such  as  to  induce  the  Govern- 
ment or  Parliament  to  continue  the  exi>eriment. 
The  results  at  which  the  thirty-three  fishermen 
with  their  thermometers  arrived  have  not  been 
allowed  to  transpire ;  perhaps  they  are  not  worth 
the  expense  of  publication ;  but  it  would  be  a 
great  pity  for  a  subject  so  important  to  mis- 
carry through  a  first  false  step.  In  contra- 
distinction to  the  negative  results  of  the 
Government  stand  the  conclusions  of  Meisfjord. 
He  says  that  when  the  favourable  temperature 
is  very  uniform  over  a  large  area,  the  shoals  are 
more  scattered  than  usual,  and  therefore  more 
difficult  to  find ;  further,  he  adds  that,  although  a 
temperature  of  5*^  suits  the  cod  better  than  any 
other,  shoals  of  them  may  occasionally  be  found 
in  water  a  degree  either  warmer  or  colder,  and 
this  he  ascribes  to  the  presence  of  crustaceoua 
food,  the  very  thing  to  make  a  cod's  moQth 
water,  should  he  ever  feel  a  dryness  in  that 
organ. 

Fishing  Uperatimis  {cojtUmted), — To  return 
to  the  fishermen  at  work.  After  the  haul  has 
been  made  and  the  fish  disentangled,  the  nets 
are,  as  a  rule,  immediately  spread  again,  but  at 
intervals  they  are  taken  to  land  and  dried,  to 
■  See  note  on  next  page. 
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prevent  them  rotting.  In  the  beginning  of  the 
season  the  lines  are  brought  ashore  every  day  to 
be  baited ;  but  later  on,  when  the  days  are 
longer,  the  same  line  is  often  re-set. 

Lines  are  distinguished  as  day-lines  or  night- 
lines,  according  to  the  time  at  which  they  are 
set.  The  day-line  boats  generally  leave  the 
shore  a  little  later  than  the  others,  in  order  to 


give  the  crews  of  the  night-line  boats  sufficient 
time  to  haul  and  re-set  their  gear  before  the 
others  commence.  The  latter  remain  near  their 
lines  until  they  are  drawn  in  the  evening,  pr 
perhaps  leave  earlier  if  fish  are  plentiful.  The 
net  boats  and  night-line  boats  go  out  early  in  the 
morning,  haul  their  gear,  put  either  the  same 
or   fresh  tackle  down,  and  return  with  thdir 


>  As  an  example  of  how  a  fisherman  can  combine  *  practical  working  with  scientific  inyestigations,'  I  give  below  one  of 
the  tables  Meisf jord  has  sent  03.    His  least  succeesfol  season  has  been  chosen. 


Date,  1890 

tM^^^  >«J    J^^^Al. 

Temperatoies  at  depths  In  fathomi 

Number 

Offllh 

irlace  ana  aeptn 

Nets  set 

Hauled 

Surface 

40 

50 

60 

70 

•0 

oaoghi 

Feb.  8 

Feb.  17 

60  fathoms        .... 

2« 

6° 
4°-6 

6° 
6°-6 

172 

..~17 

„     18 

Vesterkaasa,  40-60  fathoms 

20 

2« 

4°-6 
4°-6 

50-5 
6°-6 

480 

,,""18 

„    19 

Same  place  and  depth 

2° 

4°-6 

6'>-6 

313 

„    19 

2° 

4°-6 

6°-6 

109 

„    20 

»,           „            ff           •        • 

r 

6° 

6° 

„     20 

„    22 

Flat  bed,  40  fathoms 

2°-26 

6« 
4°-6 

6°-6 

612 

»    24 

„    28 

East,  rising  bed,  40-60  fathoms 

2^-25 

4'>-6 
6« 

6°-6 

603 

„    28 

Mar.  3 

Near  Vesterkaasa,  60  fathoms  . 

2°-26 
2° 

6° 
3°-6 

6°-6 

4° 

6« 

67 

Mar.  8 

.,^6 

East,  60  fathoms 

2« 
2« 

S«-6 
3°-6 

4° 
4° 

6° 
6° 

48 

,r6 

„     7 

Moved  to  another  place,  60  fath. 

2^ 
2^ 

3°-6 
8°-6 

4« 
4° 

6« 

6° 

87 

.,     7 

„     8 

Again  to  another,  60  fathoms    . 

2° 

8°-6         4« 
Temperattu 

6« 
e  not  tal 

Ecn 

82 

.,     10 

„     13 

Straight  off  Stamsund,  60  fath. 

2" 

3^-6 

4° 
3*»-6 

6'> 

4° 

4°-6 

6<>-6 

364 

„     13 

„     16 

On  the  edge  of  the  bank,  60-70  f. 

20 
2^ 

3«»-6 

4« 

4° 

4«-6 

6«-6 
6«-6 

169 

»     17 

„     20 

Farther  ont,  70-90  fathoms 

2° 
l°-76 

3«-6 
3°-6 

4° 
4° 

4°-6 
40-6 

6«-6 

744 

'      ,."20 

..     21 

Same  place  and  depth 

r-76 

3*»-6 

4^ 

4°-6 
6° 

6-ii 

287 

..     21 

„     22 

A  little  more  east,  70  fathoms  . 

6«» 

6^ 

160 

„     24 

„     25 

Still  farther  east,  40-60  faths.  . 

4° 
4° 

6° 
6° 

265 

.       „     25 

„     26 

Farther  towards  FlcBsen, 40-60  f. 

4° 
4°-26 

6° 
6° 

1,328 

.,"26 

„     27 

Same  place,  60  fathoms    . 

4°-26 
4*»-26 

6° 

6° 

1,012 

„     27 

4°-26 

6'' 

212 

..     28 

„            „            »»         •        • 

4« 

.,"28 

„     29 

Farther  out,  60-70  fathoms 

Temp< 

4« 
sratare 

6« 

884 

!       ,.^31 

April  1 

50-60  fathoms  .... 

nott 

aken 
4«-6 

6« 

309 

April  1 

„    6 

„            „        •        •        •        • 

4« 

4°-6 
6° 

6^ 

400 

„    8 

79 

40-60  fathoms  .... 

4° 
4« 

6° 
6« 

215 
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catch.  The  time  at  which  they  reach  shore 
depends  upon  how  far  they  have  had  to  go  out, 
and  also,  of  course,  upon  the  weather.  If  the 
fish  are  found  in  deep  water,  and  consequently 
cloee  to  the  edge  of  the  bank,  the  boats  from  the 
Vftrs  in  West  Lofot.en  have  a  louger  distance  to 
cover  than  those  from  East  Lofoten.  Some  of 
the  former  may  have  to  do  upwards  of  ten  miles 
before  they  reach  the  fishing  ground,  and  this 
means  that  they  are  unable  to  return  until  the 
afternoon  J  but  when  the  fish  are  in  the  shallow 
water,  close  to  land,  the  day's  work  is  over  in  a 
few  hours. 

A  good  catch  for  a  net*  boat  is  three  hundred 
to  four  hundred  fish,  and  for  a  line  boat  two 
hundred  ;  six  hundred  to  eight  hundred  for  the 
former,  and  four  hundred  for  a  line  boat  are 
very  good,  and  above  that  rich.  Loaded  to  the 
gunwale  means  1,200  to  1,500  fish  in  a  net  boat» 
and  600  to  1  jOOO  in  a  line  boat.  If  the  catch  is 
too  great  to  be  taken  on  board — 3,500  have  been 
recorded  in  one  haul — the  rest  of  the  fiah  are 
not  disentangled  from  the  net,  but,  net  and  fish, 
dropped  again  into  the  water  to  be  fetched  next 
day.  Sometimes  less  successful  boats  assist  in 
carrying  the  fish  to  shore,  or  if  the  distance  is 
not  tar,  the  fish  may  be  strung  on  a  line  and 
towed  to  land. 

The  cod  is  killed  by  an  incision  behind  the 
gills,  and  after  it  has  been  split  op,  the  liver 
and  the  roe  are  taken  out  and  dejiosited  in 
separate  tubs,  while  the  oflal  is  thrown  over- 
board. Tliis  is  done,  if  circumstances  permit, 
dtifing  the  return  journey  from  the  iishing 
grounds,  and  on  reaching  the  Vwr  the  greater 
number  of  the  fishermen  sell  their  fish  at  once 
to  buyers,  either  on  trading  ships  or  on  land, 
principally  to  the  proprietors  and  storekeepers 
of  the  respective  Veers,  Some  of  the  men  dry, 
at  least  part  of,  their  catch  by  hanging  the  fish 
up  on  long  spars  resting  on  wooden  sheers.  In 
the  course  of  three  or  four  months  they  become 
sufficiently  dry,  and  are  then,  for  the  most  part, 
sent  to  Bergen  whence  they  are  exported  as 
*  dried  cod*  (Tar/^A;)  chiefly  to  Italy,  Sweden, 
and  Holland.     The  roe  is  salted  in  barrels,  and 


the  fishermen  usually  dispose  of  it  before  leaviug 
Lofoten.  The  heads  of  the  fish  are  sold  to 
manufacturers  of  fish  manure.  The  fish  sold  to 
the  merchant  ships  and  to  the  proprietors  of 
the  Vgbt  are  mostly  split,  salted,  dried,  and  s*old 
as  KHpJhk,  chiefly  to  Spam. 

ITie  proceeds  of  the  fishermen's  toil  during 
the  three  months  in  Lofoten  do  not  seem  an 
excessive  living  wage,  but  it  illustrates,  at  all 
events,  how  a  frugal,  sobt^r,  and  industrious  race 
can  work^hard  and  perilous  work  it  is  too— 
and  be  content  with  little.  The  following 
table  gives  the  average  number  of  fish  and 
gross  earnings  per  man  in  the  last  ten  years. 


Teur 

Kombcr 

0(  fi«}l 

Knmer 

^       9.       d. 

18S4 

612 

215 

11   18  11 

ims 

1,0(K) 

209 

11  12    a 

1866 

1,07^ 

226 

12  10     0 

•      1887 

1,070 

163 

0     13 

1888 

813 

lyi 

10  12     3 

1889 

672 

196 

10  10     B 

1890 

1,022 

246 

13  12     3 

1801 

693 

220 

12    r>    0 

1802 

640 

143 

7  IB  11 

1893 

1,012 

225 

12  10     0 

j  Tei^rly  average 

8406 

2031 

11     6  10 

From  this  must  be  deducted  the  expense 
necessary  to  cover  wear  atid  tear  of  gear  and  boats, 
cost  of  board  and  lodging  and  of  bait.  The 
average  for  these  items  amounts  to  5/.  4?.  6d. 
per  man,  but  in  some  years,  like  that  of  1892, 
not  a  few  of  the  men  must  have  returned  from 
Lofoten  poorer  than  they  went. 

The  annual  yield  of  the  Ijofoten  fishery 
(ofiicial  district)  for  the  last  five  years  has 
been : — 


Teir 

KtuntMrof  flih 

Biirreta  of 

oomuioti  cod- 

UTreroa 

BftrreLiof 
ood-ilverfill 

1B90 
1     1891 
1892 
1893 
1894 

30,000,000 
21,050,000 

ii>,2r.o,ooo 

27,000,000 
28,200,000 

32,800 
12,700 
13,000 
17,700 
12,100 

14,400 
15,700 
7,000 
10,000 
10,(300 

Average 

24,500.000 

i7,oeM> 

12,740 
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RoMSDAL  Fisheries. 

Of  the  two  great  spawning  fieheries,  that  of 
the  Roinsdal  ib  the  second  in  importance^  and  its 
main  features  are  so  similar  to  those  of  the  Lofoten 
fishery  that  it  requires  only  a  passing  notice. 

As  at  Lofoten,  the  codfish  approach  the 
Romsdal  coast  in  the  beginning  of  the  year. 
They  make  their  way  from  the  sea  to  the 
spawning  grounds  by  passing  through  three 
deep  channels  :  Bredsundadybet,  to  the  soutli ; 
Boddybet,  in  the  centre;  and  Griphtilen,  to  the 
north;  and  then  they  disperse  all  over  the 
banks,  extending  from  Cape  Stadt,  lat.  62°, 
to  the  mouth  of  the  Trondhjemefjordj  lat.  64°. 
The  fishery  district  is^  for  administrative  pur- 
poses, divided  into  three  parts :  to  the  south 
Sondmore,  with  the  town  of  Aalesund  ;  in  the 
centre,  Romadalen  proper,  with  the  town  of 
Molde  ;  and  to  the  north,  Nordmure,  with  Chris* 
tiansundy^  S5ndm5re  is  notable  as  the  birth- 
place of  the  improved  methods  of  preparing 
cod-liver  oil,  for  it  was  in  this  district^  on  the 
islandof  Giske,  that  Peter  MoUer,  in  1853,*  put 
np  the  first  factory  where  the  steam  process 
was  employed.  He  aoon  afterwards  removed  to 
Lofoten,  but  the  process  he  had  introduced 
continued  to  develop  at  Romsdalen,  till  in  1890 
there  were  no  less  than  fifty-four  steam  factories 
established  in  that  district./'^ 

The  yield  of  the  Romsdal  fishery  is  con- 
siderably less  than  that  of  Lofuten,  and  the 
following  table  shows  the  average  results  for 
the  last  five  years  (1889-93) :— 


- 

flab 

eommon  ood*    ' 

BiinvUof 

EtMin-pmiAred 

ood.li7«roU 

Nordm5re      . 
RoiuBiIolcn    . 

2.086.000 

f»70,ooa 

4,900,000 

2.07S 
1,0^5 
2322 

812 

292 
4,6GO 

Total 

7,M2,000 

S,996 

5,964 

'  In  an  earlier  work  the  writer  has  n&mcd  the  year 
1850  lis  betni^  the  fir»t  in  which  Peter  MOller  introduced 
his  proceRs;  but  us  the  next  year  or  bq  was  taken  up  in 
])reliminury  ecperi menial  work,  and  the  manufacture  on  a 
cominircial  scale  not  actually  commenced  till  ISSd^  the 
latter  dale  ifi,  perhapa,  more  correct. 


Maximnm  and  miniraum  yields  were  in  the 
same  period  for  the  whole  district : —  ■ 


- 

T-r 

Maxtmimi 

Yew 

Minlffliiui 

Will      ,     . 

Catninon  oil     . 

Stcftiu    •    pffs 

pojcd  oil 

1CJOO,000 

&,B70  bftrrdi 

M77      „ 

I8*t 

woa,ooo 

FiNMARK  Fisheries. 

These  am  di%nded  into  four  kindSj  according 
to  the  seaFoiiB  at  which  they  are  carried  on  :  from 
January  to  April  there  is  the  Got  or  spawning 
fishery,  from  April  to  June  the  Lodde  fishery, 
from  June  to  September  the  summer  fishery,  and 
during  the  remainder  of  the  year  the  autnmn 
fishe^}^  In  the  first  of  these  only  codfish  are 
taken ;  in  the  second  chiefly  cod,  but  also  a  few 
others ;  while  in  the  third  and  fourth  a  great 
variety  of  fish  are  caught. 

The  Goi  Fi^herif. — In  Finmarken  as  well  a  a 
at  the  other  |>art8  of  the  coast  of  Norway  the  cod 
arrive  in  Jan  nary  to  spawn,  and  leave  again  in 
April.  They  do  not,  however,  come  in  such 
enormous  shoals  as  are  found  at  Lofoten,  and 
the  fishing  is  not  of  sufficient  importance  to 
attract  men  from  a  distance ;  indeed,  even  the 
loc^l  fishermen  do  not  pursue  it  to  any  great 
extent. 

The  Lodfh  Fishery. — When  the  apawning 
cod  have  left,  the  Ciiplin,  or  Lmlde^  appear  in 
such  enormous  numbers  that  they  may,  some- 
tiracB,  envelope  the  coast  for  fitly  or  a  hun- 
dred miles,  at  the  same  time  extending  from 
the  shore  for  many  miles  out  to  sea,  and  so 
closely  packed  together  that  they  can  be  ladled 
out  of  the  water  with  a  scoop. 

This  of  course  is  a  grand  opportunity  for 
the  larger  fish,  as  the  Lodde  is  small  and  easily 
swallowed.  Consequently  in  its  wake  come 
shofllsof  cod.  sometimes  almost  equal  to  those  at 
Jjofoten.  These  at  first  have  tlie  Lodde  all  to 
themselves,  except  for  the  whales  and  seagulls ; 
but  a  little  later  the  haddock  put^  in  an  ap- 
pearance, and  towards  the  close  of  the  caplin'a 
stay,  coal-fish  in  great  numbers  together  with 


torsk,  plaice,  lialibut,  wolf-fisb,  and  many  others 
join  the  feast.. 

The  Lodtie  are  very  irregular  in  their  habits. 
The  great  body  of  them,  as  a  rule,  arrive  in 
April  and  remain  to  the  end  of  May,  but  there 
are  many  exceptions  to  this.  Sometimea  they 
come  as  early  as  December,  at  other  times  not 
before  May,  and  indeed  they  may  not  appear 
At  all  for  years,  as  was  the  case  from  1830  to 

Farther  they  are  just  as  nncertain  in  re- 
spect to  the  places  they  frequent.  Sometimes 
they  go  to  East  Finmarken,  while  in  other  years 
West  Finraarken  has  the  benefit  of  their  visit. 
Sometimes  they  keep  quite  close  to  land,  at 
other  times  they  remain  in  deep  water,  or 
are  constantly  shifting  about  from  place  to 
place.  Their  friendSj  inclading  the  cod  and  the 
cod  fishermen^  of  course  do  their  best  to  follow 
all  tiiese  erratic  movements,  but  nevertheless 
the  Lodde  fishery  is  very  much  like  a  game 
of  chance — sometimes  turniug  out  very  pro fit- 
ahle  to  those  who  pumue  it,  and  io  other  seasons 
resalting  in  nothing  but  laboor  lost. 

Deepite  this  uncertainty  the  Finraark  fishery 
stands  very  high  in  the  esteem  of  the  fishermen. 
In  fact  it  seems  as  if  the  uncertainty  was  in 
itself  the  main  source  of  attraction,  and,  after  all, 
this  is  by  no  means  surprising.  The  majority 
of  mankind  are  strongly  susceptible  to  the 
fascinations  of  the  uncertain,  aa  may  be  seen  in 
the  way  they  conduct  not  only  their  pastimes, 
but  also  the  serious  business  of  life.  To  this 
rule  the  Norwegian  fisherman  is  no  exception, 
•e  in  one  way,  at  least,  is  shown  by  his  hanker- 
ing after  the  fishing  lottery  at  Finmarken.  To 
take  part  in  this  he  will  eacrifice  an  absolute 
certainty  elsewhere,  and  at  Lofoten  we  find  that 
it  is  impossible  to  induce  the  men  to  remain 
after  the  arrival  of  the  usual  reports  of  big 
catches  of  fish  at  the  opening  of  the  season  in 
Finmarken.  The  fishing  at  Lofoten  may  still 
rtmain  most  productive;  indeed,  towards  the 
end  it  is  oilen  at  its  best ;  and  the  catches  in 
qeaotity  and  quality  should  satisfy,  and  even 
>  BiQT©  tiiAn   satisfy,  the  fishermen.     This,  how* 


ever,  has  no  effect,  and,  no  matter  how  good 
the  fishery  may  be,  the  men  will  not  stay, 
but  away  they  go  to  try  their  fortnae  at 
Finmarken, 

They  make  the  journey  in  the  large  boats 
—  the  FetnJyimnger—Mid  in  these  they  live 
throughout  tie  fishing,  as  the  accommodation 
on  land  is  very  insufficient.  The  boats  are 
fitted  with  a  removable  deck  in  the  aft-part, 
and  under  this  the  crews  manage  to  find  some  , 
shelter  and  rest.  I 

From  ten  to  twenty  thousand  fishermen  are 
present  in  the  season,  of  whom  only  about  four 
thousand  are  local  men,  and  the  great  majority 
of  the  rest  come  directly  from  the  Lofoten 
fishery.  The  tackle  used  is  the  handline  and 
the  longline,  both  being  baited  with  caplin. 
The  handJine  is  particularly  easy  to  work  here 
because  the  fish  are  often  found  close  to  land, 
and  at  a  depth  of  only  two  or  three  fatlioms. 
On  the  other  hand,  when  they  happen  to  keep 
far  out  and  in  deep  wat^er  it  is  no  easy  task  to 
haul  the  heavy  cod  to  the  supface.  Then  also 
there  is  a  difficulty  in  regard  to  bait,  for  when 
the  caplin  remain,  say,  one  or  two  hundred 
fathoms  down  it  is  impossible  to  get  at  them, 
and  herrings  sent  from  other  districts  have  to 
be  used  as  bait.  Some  experiments  devised  to 
keep  the  caplin  fresh  by  freezing  have  been 
made  lately,  but  so  far  as  the  writer  is  aware 
these  have  not  been  practically  successful. 

The  cod  that  appear  with  the  caplin  are  not 
the  same  as  those  which  visited  the  coast  in  the 
earlier  month  of  the  year  for  the  purpose  of 
spawning.  A  few  indeed  may  show  signs  of 
having  recently  spawned,  but  the  bulk  consists 
of  younger  fish  not  yet  ripe  for  spawning. 
They  are  therefore  somewhat  smaller  than  the 

Iljofoten  cod,  and  when  split  they  weigh »  accord- 
ing to  Capt.  Jnel,  from  two  to  a  little  over  six 
ponnds,  whereas  in  Lofoten  the  fish  are  scarcely 
ever  under  five  pounds,  and  in  some  of  the  Vaers 
they  occasionally  average  as  much  as  eleven, 
pounds.  The  Finmark  fish  ai'e  distingnishe 
from  those  of  Lofoten  by  the  name  Lodde- 
(caplin-cod)  :  it  is  from  this  that  the  name  of  tl 
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fishery — Lodde  fishery — is  derived,  and  not,  as 
might  be  supposed,  from  the  caplin  directly. 

The  annual  yield  of  the  Lodde  fishery  for  the 
last  five  years  has  been  : — 


Year 

1890 
1891 
1892 
1893 
1894 

Average 

Number  of  fish 

BarreUof 

common  liver 

oU 

Barrels  of  steam- 
prepcmid  liver  oil 

13,652,000 
11,868,000 
20,000,000 
12,776,000 
16,322,000 

19,740 
15,120 
28,056 
18,156 
16,576 

1,209 
667 
8,367 
1,793 
4,730 

14,923,000 

19,530 

2,351 

Surn/mer  and  Auinmin  Fishery, — As  a  rule 
the  caplin  finish  spawning  at  the  end  of  May, 
and  then  suddenly  disappear,  together  with 
the  great  bulk  of  the  codfish.  Still  a  few  of 
the  latter  remain  and  also  large  numbers  of 
haddock,  coal-fish,  and  torsk.  Hiese  feed  upon 
the  roe  left  behind  by  the  caplin,  and,  later,  on 


the  fry.  The  fishing  is  therefore  still  continued, 
and  for  some  time  it  gives  employment  to  a 
considerable  number  of  men  besides  those  who 
live  in  Finmarken.  Soon,  however,  the  outsiders 
have  to  return  home  to  attend  to  the  spring 
work  on  the  little  plots  of  land  which  they 
possess  and  cultivate.  About  five  or  six 
thousand  of  those  who  do  not  live  too  far  away, 
generally  return  to  Finmarken  after  having 
finished  their  farm  work,  and  take  part  in  the 
summer  fishery.  At  the  end  of  July  they  have 
again  to  go  home  for  the  hay  harvest,  which  in 
those  latitudes  occurs  about  that  time. 

Nearly  eleven  thousand  men  are  employed 
in  the  summer  fishery,  and  the  catches  then 
obtained  consist  chiefly  of  coal-fish. 

The  produce  of  the  summer  and  autumn 
fishing  averaged  annually,  during  the  quin- 
quennials 1881-1885,  13,986;  and  1886-1890, 
9,850  barrels  of  all  sorts  of  liver  oils. 
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Although  we  have  no  record  fixing  the 
exact  dat^e  when  cod-liver  oil  was  first  used,  yet 
we  know  that  it  is  a  remedy  of  very  respectable 
age.  The  Greenland ers,  Laplanders,  and  Es- 
quimaux were  acquainted  with  its  virtues  long 
before  they  came  in  touch  with  civilisation, 
and  during  the  palaeolithic  Bt^ge  of  their  exist- 
ence. The  oil  used  by  these  prituitive  peoples 
was  doubtleea  a  very  erode  product,  and  the 
earliest  improvement  in  its  preparation  with 
which  we  are  acquainted  was  dependent  upon 
the  introduction  of  iron  veBBela.  By  using 
these  the  application  of  heat  was  rendered 
possible,  and  a  much  larger  quantity  of  oil 
waa  expressed  from  the  livers.  This,  however, 
was  only  a  quantitative  improvement,  and  it 
is  very  remarkable  that,  although  many  cen- 
turies have  since  elapsed,  the  method  of  pre- 
paring cod-liver  oil  remained  exactly  the  same, 
and  not  a  single  step  was  taken  t>owards  im- 
pPDving  its  quality  until  the  year  1853,  when 
Peteir  MoUer  invented  and  introduced  that 
great  advance  upon  the  older  method — ^the 
sleam  process  of  extraction. 

TheLiv&r. — Before  entering  upon  the  details 
of  the  modem  methods  of  preparing  cod-liver 
oil,  it  will  be  well  to  give  a  brief  description  of 
the  source  of  the  oil — the  liver  of  the  cod-fish. 
In  size  the  livers  vary  considerably,  but  their 
average  weight  may  be  stated  at  a  Itttle  over 
half  a  poand,*  as,  taking  one  year  with  another, 

'  Tbik  following  figurea  are  taken  from  oar  own  atatis- 


a  hectolitre  contains  about  four  hundmd  livers, 
weighing  about  220  lb.  A  liver  of  that  weight, 
with  its  flaps  extended,  is  about  14  inches  in 

tioal  tables.  The  first  four  oolumos  state  the  number  of 
livers  froiii  net-  and  line-fiBb  rt^quired  to  fill  a  heotoliire  on 
the  first  and  on  the  last  day  of  each  year 'e  sf^ason.  The  other 
colomtiB  Bhow  the  averages  from  both  varieties  of  tishiog  at 
the  beginning,  the  end,  and  throughout  the  whole  season 
reapectively : — 


At  the  bediming 

At  the  close 

i  ^  ° 

^« 

rj 

590 

Ye«r 

of  tbefUhery 

oftbefidbery 

SI 

400 

1^ 

Lltl«-aBl] 

Net-fisb 

Xine^flib 

i7«t-nsb 

ISH5 

4S0 

350 

m 

630 

780 

iHse 

410 

390 

OAO 

500 

3115 

575 

470 

ieH7 

450 

413 

TSO 

im 

490 

flfl* 

650 

lB8ft 

su 

SS& 

460 

305 

300 

430 

86» 

IMS! 

376 

260 

&50 

400 

370 

475 

370 

1880 

soo 

345 

fieo 

400 

380 

460 

im 

l«Ol 

395 

800 

330 

3T8 

360 

455 

4«l 

lft»9 

410 

30(1 

600 

450 

156 

475 

415 

lAsa 

S80 

388 

B40 

410 

3»0 

425 

im 

000 

430 

iioo 

.« 

41(0 
354 

7(S3 

till 

389 

318 

m 

m 

551 

453 

The  last  column  Bhovvs  an  average  for  the  ten  years  of 
452  livers  to  the  hectolitre,  but  this  is  only  approximately 
correct.  The  averages  are  based  upon  the  first  four 
columns,  and  presappose  an  equal  number  of  livers  from 
line-fieh  and  oet-fiali,  thus  giving  a  flguro  that  is  a  little 
too  high.  The  writer's  experience  leada  him  to  think  that 
ahoui  iOO  comes  nearer  the  mark ;  but  of  course  there 
are  great  variations,  as  in  1883,  when  as  many  as  1,800 
livers  were  required  to  fill  the  hectolitre.  Net-fish,  it  will 
be  seen,  give  larger  livers  than  line-fish,  and  the  livers  of 
both  are  fatter  at  the  beginning  than  at  the  end  of  the 
season. 
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length  and  ubout  2^  inches  thick  at  the 
central  part.  This  is  the  general  size,  bat  in 
years,  like  188S,  when  the  fish  are  exceedingly 
lean^  a  great  number  of  their  livers  weigh  less 
than  2  <x&.  each  On  the  other  hand,  livers  of 
much  larger  size  are  obtained  sometimes.  The 
biggest  that  ever  came  under  our  notice  waa 
43  inches  long,  6^  inches  thick,  and  weighed 
over  eleven  pounds. 

The  liver  of  the  cod-fish,  when  healthy  and 
fat,  is  cream-coloured,  and  so  soft  that  the  finger 
may  Ije  pushed  right  through  it  without  any 
effort.  The  leaner  the  liver,  the  tougher  it 
is,  and  its  colour  deepens  to  a  reddish  or  even 
to  a  nearly  black  hue.  There  are  always  a 
certain  number  of  diseased  livers  to  be  found 
amongst  the  healthy  ones.  These  are  recog- 
nisable by  the  presence  of  coloured  spots,  or 
by  their  being  wholly  or  partly  of  a  green 
colour.  8uch  livers  ought  never  t^o  be  employed 
for  making  medicinal  oil  j  but  manufacturers 
who  compete  for  cheapness  e-annot  well  afford 
to  reject  them,  as  their  percentage  is  such  as  to 
foruy  a  considerable  item  in  the  manufacturing 
account. 

Like  those  who  are  somewhat  higher  up  in 
tJia  scale  of  life,  the  cod-fish  has  its  seasons  of 
prosperity  and  adversity.  In  some  years  they 
flourish  and  thrive  and  produce  livers  that  are 
real  beauties,  in  others  they  seem  to  fall  upon 
evil  times,  and  then  their  livers  are  of  the  lean 
and  ill-favoured  variety.  *  Seven  bountiful  and 
eeven  barren  years '  ia  one  of  the  many  time^ 
honoured  sayings  which  stand  high  in  tbe 
fishermen's  estimation.  It  expresses  the  idea 
well  enough  in  a  general  way,  but,  like  other 
popular  sayings  which  have  the  misfortune  to 
condescend  upon  anything  so  precise  as 
numbers,  it  is  distinguished  by  its  disagree- 
ment with  dry  facts,  as  may  be  seen  from  the 
preceding  tables. 

The  result  of  this  great  diversity  in  the 
quality  of  the  livers  obtained  in  different  years 
is,  that  at  the  beginning  of  each  season  there  is 
no  certainty  as  to  what  will  happen.  This, 
of  course,  is  very  welcome  to  tlie  speculator, 


who  is  always  ready  to  create  a  panic  by  hold. 
ing  forth  the  dread  of  poor  livers.  An  amusing 
but  by  no  means  inaccurate  description  of  the 
modus  operandi  of  these  speculators  was  given 
in  the  ChemiBt  cmd  Druggist  of  March  3,  \ 
1894,  from  which  we  may  quote  the  following: 
^after  some  extracts  from  circulars  issued  by 
dealers  anxious  to  dispose  of  their  stock — a.y. 
*  the  reports  from  Lofoten  are  very  discouraging* ; 
^stormy  weather  is  still  prevailing  on  the 
grounds  and  fish  are  Sfcarce  * ;  '  prices  have 
risen  considerably  during  the  last  fortnight, 
and  a  further  rise  must  be  expected  *— the 
journal  goes  on  to  give  the  following  sound 
advice  :  *  Buyers  should  remember  that  year 
after  year  the  curtain  of  the  cod-fishing  rnelo* 
drama  rises  on  the  horrible  entrance  of  the 
lean-livered  spectre  set  off  by  a  weird  back- 
ground of  elementic  wrath  only  to  fall  on  the 
apotheosis  of  the  prosperous  speculator  sur- 
rounded by  the  accumulated  gains  of  a  pixilific 
oil  harvest.*  In  the  previous  year  (1893)  the 
production  of  steam -prepared  oil  had  reached  | 
the  unprecedented  figure  of  29,254  barrels,  a 
large  percentage  of  which  must  have  been  in 
the  hands  of  speculators  at  the  beginning  of 
1894,  at  the  very  time  when  they  commenced 
to  work  their  lamentations.  Furthei*,  of 
course,  it  should  be  remembered  that,  whenever  ] 
there  is  a  deficiency  in  the  Lofoten  produce 
of  oil,  Finmarken  is  ready  to  fill  the  gap,  as 
corroborated  by  the  statistical  tables  already  \ 
given. 

Methods  of  prepwring  God-li'ver  Oil  in  Nor* 
way. — The  primitive  method,  which  is  still  used] 
to  a  certain  extent,  is  as  follows.    As  soon  as  the 
fishermen  re^u^h  the  Fter,  and  finish  separating 
the  livers  and  roes,  tliey  sell  the  fish  and  cany  i 
the  livers  and  i^oes  up  to  their  dwellings.     In 
front  of  these  are  ranged  a  number  of  empty 
barrels   into    which  the    livers  and    roes  are 
placed,  separately  of  course.      The  fisliermen 
do   not  trouble   to   separate   the   gall-bladder 
from  the  liver,  but  simply  stow  away  the  pro- 
ceeds  of  each   day's  fishing,  and  repeat  thei 
process  every  time  they  return  from  sea,  untiij 
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ibanel  is  full,  when  it  is  headed  up  and  a  fresh 
one  csammenced.  This  is  continued  up  to  the 
end  of  the  season,  when  the  men  return 
home,  taking  with  tbeni  the  barrels  that 
they  have  filled.  The  first  of  these,  it  may  be 
noted,  date  from  January^  and  the  last  from  the 
beginning  of  April,  and  as  on  their  arrival  at 
their  homes  the  fishermen  have  many  things 
to  arrange  and  settle,  they  seldom  find  time  to 
open  their  liver  barrels  before  the  month  of 
May.  By  this  time  the  livers  are,  of  course, 
in  an  advanced  stage  of  putrefaction.  The 
process  of  disintegration  results  in  the  bursting 
of  the  walls  of  the  hepatic  cells  and  the  escape 
of  a  certain  proportion  of  the  oO«  This  rises 
to  the  top,  and  is  drawn  off. 

Provided  that  not  more  than  two  or  three 
weeks  have  elapsed  from  the  closing  of  the 
barrel  in  Lofoten  to  its  being  opened,  and  if 
during  that  time  the  weather  has  not  been  too 
mild,  the  oU  is  of  a  light  yellow  colour,  and  is 
termed  raw  medicinal  oil  (Norw.  iioa  Mediein 
Tran).  As  may  be  supposed,  however,  very 
little  oil  of  this  quality  is  obtained.  Indeed, 
ae  a  rale  there  is  so  little  of  it  that  the  fisher- 
men do  not  take  the  trouble  to  collect  it  sepa- 
rately. Nearly  all  the  barrels  yield  an  oil  of 
&  more  or  lees  deep  yellow  to  brownish  colour : 
this  is  drawn  off,  and  the  livers  are  left,  to 
undergo  further  putrefaction.  When  a  sufficient 
quantity  of  oil  has  again  risen  to  the  surface, 
the  skimming  is  repeated,  and  this  process  is 
continued  antil  the  oil  becomes  a  certain  shade 
of  brown.  The  product  collected  up  to  tUs 
point  is  known  as  pale  oil  (Norw,  Bkink  Tmn). 
By  this  time  the  month  of  June  has  generally 
been  reached,  and  with  the  warmer  weather 
die  potrefiaction  is  considerably  accelerated^ 
md  the  oil  now  drawn  off  is  of  a  dark 
hnywn  colonr,  and  is  collected  by  itself.  It  is 
ralKer  misleadiiigly  called  light  brown  oil 
(Norw.  Brun  BlaTik  Tran),  When  no  more 
can  be  squeezed  out,  the  remainder  is  thrown 
into  an  iron  caldron  and  heated  over  an  open 
fire.  By  this  process  the  last  rests  of  oil  are 
^Stracted  from  the  hepatic  tissues,  which  float 


about  in  the  oil  like  hard  resinous  masses, 
termed  Grase^  and  used  as  manure.  In  order 
to  fully  carry  out  the  extraction,  it  is  necessary 
to  raise  the  teraperatnre  considerably  above  the 
boiling  point  of  water.  This  is  well  shown  by 
a  simple  test  frequently  employed  by  the  fisher- 
men who,  in  order  to  ascertain  if  the  requisite 
heat  has  been  attained,  squirt  a  small  quan- 
tity of  water  into  the  oil,  and  if  it  has  reached 
the  proper  temperature  the  water  is  instan- 
taneously Gonvert-ed  into  gas  with  an  explosive- 
like  noise.  The  oil  prepared  in  this  way  is 
very  dark,  almost  black,  and  with  a  greenish 
fluorescence  in  reflected  light.  In  thin  layers 
and  by  transmitted  light  it  shows  a  brown 
colour,  and  it  is  therefore  termed  brown  oil 
(Norw.  Brim>  ^rran). 

Not  all  the  fishermen,  however,  prepare 
the  oil  themselves.  Most  of  them,  in  fact, 
are  compelled  to  sell  the  livers  to  the  shop 
or  stom  keepers,  who  supply  them  with  such 
goods  as  they  and  their  families  require.  The 
reason  for  this  is  the  system  of  credit  which  in 
these  regions  has  developed  almost  into  a  science. 
The  method  works  somewhat  as  follows.  The 
local  storekeeper  Buppliea  the  fisherman  with 
whatever  he  wants,  and  he  in  return  undertakes 
to  deliver  all  the  proceeds  brought  back  by  him 
from  Lofoten  the  next  year.  The  storekeeper, 
again,  is  also  supplied  on  credit  by  a  mercliant 
at  Bergen,  and  on  exactly  similar  conditions. 
He  must  bind  himself  to  send  to  the  mercliant  all 
he  has  to  sell,  and  he  ia  not  allowed  to  stipulate 
any  price  for  his  goods.  The  prices  are  deter- 
mined by  the  merchants  of  Bergen,  who  are 
the  real  controllers  of  all  this  credit  system. 
They  meet  together  at  intervals  and  fix  the 
prices  to  be  paid  for  the  produce  received, 
having  proper  regard  to  the  state  of  the  market 
and,  of  course,  an  eye  to  their  own  profit. 

This  system  works  so  beautifully  that  the 
fisherman  who  has  once  got  into  the  grip  of  the 
storekeeper  can  seldom  emancipate  himself,  nor 
can  the  storekeeper  in  his  turn  free  himself 
from  the  control  of  the  merchant.  Many  of 
the  storekeepers  suffer  from  what  may  be  called 
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cliroiiio  intermittent  bankruptcy.  Tbey  are 
continually  failing,  and  by  each  failure  the 
merchant  is  apparc-ntly  a  great  loflt^r.  Curiously 
enough,  h©  is  always  ready  to  give  the  store- 
keeper credit  again.  As  this  process  goes  on 
for  generatiouB,  one  cannot  help  thinking  that 
somehow  it  moBt  be  a  paying  buBiness  for  the 
merchant,  whatever  it  is  to  the  others  con- 
cerned. 

In  this  way  the  storekeepers  are  enabled  to 
Collect  the  cod  livera  from  great  numbers  of  the 
fishermen,  and  as  a  consequence  they  supply 
by  far  the  largest  amount  of  the  raw  medicinal 
oil  which  comes  into  the  market.  X  The  store- 
ke*.^per8  and  fishermen  send  almost  all  their 
products  to /Bergen,  which  is,  therefore,  the 
great  emporium  for  cod- liver  oil,  but  none 
is  maymfactured  there.  '  When  the  oils  reach 
Bergen  they  are  set  aside  for  a  time  in  order 
to  allow  water  and  impurities  to  settle.  Whm 
this  has  been  completed  the  oil  is  drawn  ort", 
and  such  as  happens  to  be  deficient  in  the 
properties  qualifying  it  for  one  of  the  four 
classes  above,  mentioned  is  boiled,  mixed, 
and  manipulated  until  it  has  acquired  those 
properties.  Sworn  sorters,  who  are  appointed 
by  the  city  of  Bergen,  may  be  called  in  to 
decide  di^^putes  as  to  the  quality  of  an  oil. 
They  are  not  bothered  with  any  scientific 
knowledge,  but  simply  carry  out  their  aiia- 
lysis  of  an  oil  by  dipping  the  finger  therein, 
conducting  it  to  the  olfactory  tost  organ,  and 
thence,  to  the  gustatory  ditto.  This,  in  their 
opinioQ,  is  the  alpha  and  omega  of  a  careful 
and  exhaustive  analysis,  which  being  made, 
tbey  procet^d  to  prono  a  nee  judgment.  As  long 
as  they  keep  within  the  legitimato  limits  of 
knowledge  gained  by  actual  experience,  their 
dedaions  may  be  fair  enough.  Sometimes, 
however,  they  affect  to  understand  more  than 
any  experience  of  this  sort  can  teach,  and  then 
the  decisions  they  give  pass  from  tie  useful  to 
the  ridiculous. 

Up  to  the  year  1853  the  supply  of  cod- 
i?er  oil  was  dependent  upon  the  methods  above 
The  late  Peter  Moller  was  intimately 


acquainted  with  the  primitive  methods  of 
making  the  oil,  for  many  of  his  younger  days 
had  been  passed  at  the  fishing  places,  and 
in  addition  he  was  an  enthusiastic  student  of 
chemistry,  so  that  perhaps  there  was  nothing 
very  wonderful  in  his  conceiving  the  idea  of 
how  the  manufacture  of  cod-liver  oil  might  be 
improved.  After  his  method  had  been  made 
known  he  was  publicly  told  that  *  anybody 
might  have  done  that,'  which,  of  course,  was 
perfectly  true,  only  nobody  did  it.  Cod4iver 
oil  had  been  made  for  centuries,  and  yet  it 
never  seemed  to  occur  to  any  one  of  the 
hundreds  of  manufacturers  that  there  was  an 
opening  for  improvement ;  and,  pace  those 
who  knew  all  about  it  after  they  had  been 
told,  if  it  had  not  been  for  Peter  Mdller 
the  older  methods  might  have  been  the  only 
ones  up  to  this  prt'St^nt  day. 

But,  whatever  praise  may  be  due  to  him 
for  the  merits  of  his  invention,  his  chief 
claims  lie  rather  in  the  energy  and  tenacity  of 
purpose  that  carried  his  ideas  through  the 
greatest  difticulties  to  universal  recognition 
and  appreciation,  and  for  the  entire  unst*lfish- 
ness  of  his  aims.  He  not  only  disdained  to 
secure  pat**ut  rights  for  his  invention,  but  he 
freely  communicated  all  the  details  of  his  pro- 
cem,  and  did  all  that  was  possible  to  make  his 
ideas  widely  known.  Indeed,  he  actually  went 
further,  and  endeavoured  to  encourage  and 
persuade  others  t^  adopt  and  profit  by  the  new 
method  of  manufacture :  and  one  of  his  first 
acts  after  perfecting  his  apparatus  was  to  give 
away  two  complete  sets — one  to  Christiansund 
and  the  other  to  Storvaagen  in  Lofoten. 

The  usual  consequences  followed.  The 
other  manufacturers  of  cod-liver  oil  took  up  an 
attitude  which  at  its  best  might  be  described 
as  armed  neutrality,  and  to  this  they  stuck  so 
long  as  Petor  MoUer  was  struggling  to  bring 
his  new  process  into  practical  use,  and  to  open 
up  a  market  for  its  produce,  which  at  first  was 
no  easy  matter.  The  buyers,  accustomed  to 
the  brown  oils  prepared  from  putrefied  liverS} 
CLcinicbUy  refmed  to  believe  thai  Ute  colowrldBS  amd 
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almost  odmirlesn  mid  tasteless  jyroduci  of  the  new 
nusihod  could  he  cod-livei*  oil  at  all.  Ifc  was  only 
with  great  ditficulty  that  they  were  convinced ; 
but  when  at  length  it  came  to  be  understood  that 
the  oil  really  could  be  made  by  a  process  hitherto 
nndreamt  of,  and  made  without  the  undesirable 
qnalities  which  for  centuries  had  been  supposed 
t*)  be  necessary — because  in-emovable — ^vils, 
then  the  whole  scene  changed.  The  demand 
for  the  new  oil  became  enormous,  and  the  in* 
rentor  had  the  satisfaction  of  seeing  those  who 
had  stood  aloof  when  lie  was  bearing  the  brunt 
of  the  battle  now  humbly  doing  their  best  to 
follow  in  his  wake.  Factory  afler  factory  was 
est^iblished  for  the  purpose  of  carrying  out  hig 
method,  and  at  the  present  day  there  is  scarcely  I 
a  nook  or  comer  on  the  whole  Norwegian  coast  | 
in  which  one  is  not  to  be  found.' 

In  1853,  the  first  year  in  which  the  colour- 
lesfl  oD  was  practically  made,  the  total  quaotity 
produced  was  twenty  barrels,  and  even  this 
email  supply  was  obtained  only  with  the 
greatest  difficulty.  It  was  essential  to  have 
the  livers  in  a  fresh  condition,  and,  strange  as 
it  may  seem,  such  liverewere  then  hardly  to  be 
procured.  The  great  majority  of  the  fishermen 
were  anable  to  sell  any  of  their  produce,  as 
they  were  bound  by  the  pernicious  credit 
system  to  hand  it  all  over  directly  to  the  store- 
keepers. The  men  who  were  not  in  the  hands 
of  the  storekeepers  were  too  conservative  to  be 
CAffllj  indnoed  to  change  their  customs.  Putrid 
liV€»r«  had  hitherto  seemed  to  them  all  that 
anyone  eonid  possibly  desire,  and  not  even  the 
offer  of  temptingly  high  prices  could  persuade 
them  to  supply  fresh  livers.  Peter  MoUer 
was  not^  however,  the  kind  of  man  to  be  baffled 

*  Th«  foUowiDg  uUe  ihowB  the  increftse  of  these  Um' 
toriM  Riooe  1870,  oeiurly  twentjr  jcars  after  the  new  prooesa 
usi  &rit  eeUblifthed  ;— 

tmr        •        .        .     1670     1875     X880     1885     1890 
KQinber  of  factories      57        73        75       117      148 

Thf  above  figures  do  not,  however,  give  a  proper  idea 
d  either  the  sumbcr  or  development  ol  the  factories,  as 
Umj  do  not  iDclade  factories  on  board  ships,  which  are 
etrtiiEil^  very  nomeroas. 


by  a  difficulty  such  as  this.  He  had  already  over- 
come many  and  much  morpformidableobstacles^ 
and  just  as  an  instance  of  his  determination 
and  energy  we  may  mention  that,  although  he 
was  then  a  man  on  the  wrong  side  of  sixty,  he 
spent  several  weeks  of  the  coldest  and  stormiest 
part  of  1855  sailing  in  an  open  boat  on  the 
arctic  seas  in  order  that  he  n)ight  personally 
supervise  and  carry  out  his  plans. 

Now,  all  is  ciianged.  No  one  cai'ed  to  buy 
any  of  the  original  twenty  barrels  of  oil,  but' 
at  the  present  day  hardly  any  other  kind  is  iui 
demand,  and  the  production  has  increased  from 
the  twenty  barrels  of  1853  to  an  annual  output 
approach  rag  thirty  thousand  barrels  in  Norway 
alone. ^  Even  the  fishermen  have  been  taught 
by  experience.  They  are  now  eager  to  sell  the 
livers  fresh,  and  the  higher  prices  which  they 
thus  obtain  for  their  produce  are  helping  in  a 
large  measure  to  make  them  independent  of 
their  Imie  iioire^  the  storekeeper.  Such,  in  a  few 
words,  is  the  forty  years*  history  of  '  a  great 
industry  which  has  been  built  up  in  these 
northern  regions/  to  quote  a  recent  writ-er  upon 
this  subject. 

The  new  method  of  preparing  cod- liver  oil 
which  Peter  iloller  devised  and  introduced  ijs, 
like  moat  inventionSj  a  very  simple  matter — 
after  it  has  been  invented.  It  is  now  generally 
known  as  the  '  steam  process,*  and  the  esseniuil 
difference  between  it  and  the  older  methods  is  thai  I 
ilie  oil  fure  and  sirrvpla  is  extracted  Jrom  ilie 
livers   instead  of  the  oil  misced  'with   a  great 

'  The  prodiiQiion  in  the  hwt  six  years  has  been 
in  barrek  (  =  231*5  lb.  =  25-5  gallona,  or  1*158  hectolitre 
at  15°  CO— 
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number  of  decompositwn  prodtiets.  It  was  these 
deconipositioD  products  tluit  gave  the  oil  what 
was  supposed  to  be  its  characteristic  browu 
colour  and  far  from  delightful  smell  and  taste. 
They  were  derived  firom  the  putrefaction  of  the 
albuminous  constitueata  of  the  liver,  and  it 
was  very  natural  that  they  should  be  suppoaed 
to  V>e  part  and  parcel  of  the  oil  when  that  was 
obtained  by  leaving  the  livers  until,  by  putres- 
cence, the  hepatic  cells  were  broken  up,  and 
the  oil  globules  in  them  allowed  to  exude. 

Ulie  introduction  of  the  steam  process, 
however,  showed  that  these  products  of  putre- 
faction were  not  an  essential  constituent  of 
cod-liver  oil  from  the  chemical  point  of  view  j  and 
from  the  therapeutical,  subsequent  experience 
has  shown  that  they  have  nothing  to  do  with 
the  beneficial  action  of  the  oil,  if  indeed  they 
do  not  detract  from  it.  This  last  is  a  point  on 
which  the  writer  would  rather  not  express  an 
opinion,  as  brown  oils  are  actually  used  to  a 
certain  extent  for  medicinal  purposes  at  the 
present  day  ;  but  he  would  ask  if,  apart  from 
colour,  taste,  and  smell,  it  is  a  desirable  thing, 
indiscriminately,  to  add  the  ptomaines  produced 
by  the  potrefnction  of  albumen,  to  any  medicinal 
remedy  whatsoever. 

When,  therefore,  the  steam  process  is  earned 
out  with  proper  regard  to  its  essential  principle, 
the  livers  must  be  used  absolutely  fre.^h ;  indeed, 
if  over  twelve  hours  are  allowed  to  elapse  aftor 
the  capture  of  the  fish,  no  first-rate  oil  can  be 
produced  from  their  livers.  As  soon  as  the 
livers  are  landed,  they  should  be  carefully 
sorted,  and  all  poor,  small,  braised,  and  diseased 
specimens  thrown  aside.  Those  finally  selected 
should  be  thoroughly  cleansed  fi*uiu  blood, 
membrane,  and  other  impurities  by  washing  in 
several  waters  ;  and,  then,  after  the  gall-bladder 
has  been  severed,  they  should  without  delay  be 
deposited  into  the  melting- vessels. 

^rhere  are  three  different  ways  by  which  the 
melting  operation  can  be  carried  out.  The 
original  method  adopted  by  Peter  MoUer  was 
txi  heat  the  livers  upon  a  water-bath  of  large 
dimensions.     The  appamtus  i*equired  for  this  is 


now  manufactured  wholesale  in  Norway.  It  is 
made  of  tinned  iron  sheets,  and  may  be  pur- 
chased for  less  than  10/, ;  a  price  that  places  it 
within  the  reach  of  everyone,  and  that  to  a  large 
extent  explains  its  almost  universal  use. 

Another  form  of  the  apparatus  consists  of 
double- walled  vessels,  or  jacketed  caldrons, 
which  are  heated  by  conducting  a  current  of 
steam  between  the  external  and  internal  walls. 
Each  vessel  is  provided  with  a  self-acting 
regulator  by  which  the  pressure  of  the  steam 
is  controlled  to  a  nicety,  and  inside  each  there 
is  a  Stirling  apparatus  worked  by  steam  power. 
This  is  the  form  of  apparatus  that  we  ourselves 
employed  until  two  years  ago. 

The  third  variety  is  an  adaptation  for  use 
on  board  vessels.  The  liver-receiver  is  made 
of  wood,  in  the  shape  of  a  truncated  cone,  with 
the  larger  end  foi-ming  the  bottom,  the  smaller 
one  the  mouth,  and  the  st«am  fi*om  a  small 
separate  generator  is  conducted  directly  into 
the  livers.  It  is  favoured  by  some  makers 
of  the  oil  because  the  vessels  are  able  to  move 
from  one  place  to  another,  dropping  anchor 
wherever  there  is  a  prospect  of  a  good  supply 
of  Uver;  but  the  ordinary  apparatus  cannot  be 
employed,  as  even  in  the  most  secure  of  the 
harbours  there  is,  at  times,  too  much  rolling. 
Also  because  it  makes  the  manufacturer  inde- 
pendent of  the  proprietors  of  the  Varrs,  wbo 
sometimes  exact  a  pretty  high  rent  for  permission 
to  erect  factories  on  their  ground.  The  factories 
on  board  ship  are  fairly  numerous,  but,  apart 
from  those  referred  to,  they  have  no  advantages 
over  the  factories  on  land.  We  have  seen  it 
stated  that  by  this  method  the  oil  is  prepared 
from  fresher  livers,  because  th^  melting  proce^ 
is  performed  on  board  a  vessel  tbat  can  follow 
the  fishermen,  and  so  secure  the  liver  in  a 
fresher  condition  than  the  factories  on  land. 
That  this  is  impossible  should  be  evident  from 
the  description  already  given  of  the  fishery; 
the  livers  cannot  be  obtained  before  they  are 
detached  from  the  fish,  and  this  is  done  by  the 
fishermen  as  they  are  returning  from  the  fishing 
grounds,  and  is  never  completed  before  the  For 
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ia  reached  \  the  livers  are  then  at  once  sold, 
mnd  the  factories  on  ien^a  Ji/rma  have  quite  as 
good  a  chance  of  getting  the  liver  fresh  as 
those  afloat.  The  practice  is  for  each  factory  to 
have  its  own  regular  set  of  sappliers  from 
amongst  the  boate.  Besides,  the  practical  col- 
lection and  preparation  of  livers  in  the  open 

»  are  too  ridicnlous  to  be  believed  by  any 
except  the  innocent  landsmen. 

In  all  the  three  kinds  of  apparatus  the  pro- 

906  of  preparing  the  oO  is  based  npon  the 
some  principle — to  force  the  oil  out  of  the 
hepatic  cells  by  a  moderate  heat  and  iu  a  short; 
time. 

It  is,  of  course,  somewhat  difficult  to  state 
the  minimnm  length  of  time  which  manu- 
liwrturers  allow  for  heating  the  livers,  but  from 
hearsay  and  personal  knowledge  we  believe 
that  it  is  generally  from  two  and  a  half  to  three 
hours.  Of  late,  however,  the  oil  has  been  sold 
90  cheaply  that  we  cannot  help  thinking  that  the 
UverB  are  being  heated  for  a  much  louger  time, 
in  order  to  increase  the  quantity  of  oil  extracted 
from  them.  When  the  livers  have  been  exposed 
to  this  heating  process  for  such  a  length  of 
time  as  the  manufacturer  thinks  most  profitable, 
the  oil  is  drawn  o£f  and  filled  into  barrels* 
The  remainder,  a  thick  pulpy  mass,  is  known  as 
Grwte,  the  liver-rests.  By  some  it  is  put  into 
bags  and  pressed,  but  so  quickly  does  pubrefac* 
tioQ  ensue,  that  the  oil  obtained  in  this  way  is 
dark,  in  colour  similar  to  the  light  brown  or 
hrown  oils,  and  possesses  a  very  rank,  unpleasant 
odour,  which  is  increased  with  the  least  delay 
in  the  pressing  operation.  Some  manufac- 
tQneni,  therefore,  simply  shoot  the  pulpy  mass 
bto  the  sea  without  attempting  to  get  more  out 
of  it,  even  though  the  oU  it  contains  amount 
to  d-10  per  cent,  of  the  original  weight  of  the 
Uvere.  Wlien  the  liver-rests  are  pressed  and  the 
oil  IS  extracted  there  remains  a  dry,  compressed 
BUMa  which  ie  generally  either  thrown  away  or 
lold  ta  fish-guano  manufacturers.  Even  this 
■  aoe^iig  oil  to  the  amount  of  25  per  cent,  of  its 

imweight;  but  that  oil  cannot  be  obtained  by 
uediaiucal  meansp  and  its  extraction  by  other 


methods  would  be  too  expensive  to  be  profit- 
able. 

In  the  first  variety  of  apparatus  mentioned 
above,  the  temperature  cannot,  of  course,  rise 
above  the  boiling  point  of  water,  so  that  there 
is  no  possibility  of  regulating  it  beyond  that,  In 
the  second  apparatus  any  desired  temperature 
may  be  reached  and  maintained  up  to  some 
degrees  above  100*'  C.  In  the  third  the  livers 
come  in  direct  contact  with  superheated  steam, 
which  is  more  or  less  above  100"^  0. 

In  respect  to  the  quantity  of  oil  produced 
by  the  three  forms  of  the  ste^m  apparatus,  the 
second  may  Ije  made  to  yield  most/  whilst  the 
third  gives  the  poorest  result ;  but  in  their 
rapidity  of  working  the  third  takes  the  premier 
position,  while  the  first  variety  is  the  slowest. 

In  regard  to  the  quality  of  the  oil  they  pro* 
duce  there  arises  the  question,  What  is  under- 
stood by  a  first-rate  oil  ?  This  is  a  very  com- 
prehensive term,  as  the  writer  has  had  frequent 
opportunities  of  observing.  Leaving  adultera- 
tions  out   of    the   questioUi  and   assuming  a 

'  The  oil  which  we  make  for  sale  in  barrels  (as  dls- 
tinguislied  from  the  boUled  oil)  ie  prepared  m  the  same  way 
as  all  the  other  oil  branded  '  Finest  oteam -prepared 
Lofotan  (or  Norwegian)  Cod-liver  Oil/  and,  therefore*  the 
follnwioB  table,  taken  from  oar  own  statistics,  maj  be 
accepted  as  ah  owing  the  percentage  of  oil  yielded  by  the 
liver.  The  table  gives  our  resnlla  from  the  year  1883, 
which  was  exceptionally  poor,  and  it  shows  that  with  the 
exception  of  a  single  year,  1884,  the  livers  contained  a 
considerably  larger  proportion  of  fat  at  the  beginning  of 
the  season  than  towards  the  end. 
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geDuine  specimen  of  oil  from  Oadm  morrhnu, 
no  chemical  test  was  known  by  whicli  its  good 
x>T  bad  qualities  could  be  determined. 

Colour,  taste,  and  smell  are  therefore  the  only 
criteria  by  which  an  oil  is  judged.  By  many, 
freedom  from  the  so-called  stearin  is  considered 
an  important  quality  in  a  first-rate  oil  ;  but  this 
Ib  &  questionable  virtue,  as  will  be  shown  here- 
after j  and,  besides,  the  removal  of  stearin  is  a  sub- 
sequent operation,  so  that  its  presence  or  absence 
bas  nothing  to  do  with  the  manufacture  of  the 
oil.  In  respect  to  colour,  taste,  and  smell  all  the 
three  varieties  of  the  apparatus  when  properly 
used  are  capable  of  giving  equally  good  results. 

lliis,  however,  is  by  no  means  the  whole 
matter,  for  in  addition  to  the  colour,  taste,  and 
smell  of  the  oil  it  has  another  quality  hitherto 
quite  neglected  by  everybody  concerned  except 
the  consumers.  They  also  would  no  doubt  be 
very  glad  to  neglect  this  quality,  but  unfor- 
tunately for  them  it  is  far  too  much  in  evidence 
to  permit  of  that  being  done.  When  the  ood- 
liver  oil  has  reacbed  the  stomach,  it  sets  up, 
particularly  in  delicate  constitutions,  a  series 
of  proceedings  known  as  eructations,  or  *re- 
peatings/  These  are  far  from  being  pleasant 
to  the  patient,  and  aller  he  has  taken  the  oil 
for  some  time,  and  knows  from  his  unliappy  ex- 
perience the  horrors  that  will  certainly  follow 
each  dose,  he  acquires  an  unspeakable  disgust 
at  the  remedy.  He  may  indeed  forc^  himself 
to  persevere,  or  he  may  perhaps  be  compelled 
to  do  so  by  various  tbrms  of  persuasion,  but  in 
either  case,  and  especially  in  sensitive,  delicate 
patients,  it  becomes  doubtful  in  the  circum- 
stances if  the  game  is  worth  the  candle.  That 
cod-liver  oil  should  have  such  a  drawback  was 
obviously  a  matter  very  much  to  be  regretted, 
if  not  indeed  to  be  ashamed  of,  in  these  days  of 
progress.  This,  at  all  events,  was  the  view  we 
took  of  the  matter,  and  it  also  suggested  the 
long  series  of  practical  and  scientific  experi- 
ment's which  we  have  carried  out.  These 
ex|>eriraents  have  taught  us  many  things  con- 
cerning cod -liver  oil  and  bodies  allied  to  it 
which  are  of  no  littie  scientific  interest,   and 


which,  in  addition,  are  of  at  least  some  practical 
importance.  As  our  knowledge  of  the  proper- 
ties of  fats  in  general,  and  of  cod-liver  oil  in 
particular,  was  in  this  way  increased,  we  were 
gradually  led  t-o  a  more  correct  understanding 
of  the  nature  of  cod-liver  oil  from  the  chemical 
point  of  view,  which  in  its  turn  was  the  means 
of  explaining  the  peculiar  physiological  action 
of  the  oil  and  its  special  value  from  the  thera- 
peutical aspect.  But  this  is  by  no  means  all, 
for  in  addition  to  these  more  or  less  academic 
results  our  investigations  also  led  us  to  a  prac- 
tical result  which  is  not  only  of  theoretical  in- 
terest but  of  real  importance.  This  will  be 
described  in  the  section  dealing  with  the  new 
methods  of  manufacturing  cod-liver  oil  which 
we  have  now  introduced  at  Lofoten. 
I  /  Cod-liver  Oil  from  other  Countries. — Amongst 
[the  cod-liver-oil-producing  countries  Norway  is 
primm  inter paren.  It  is  due  in  part  to  the  fact 
that  the  Norwegian  fisheries  are  carried  on 
under  conditions  which  are  much  more  favour- 
able than  any  to  be  met  with  elsewhere.  This 
alone  was  sufficient  to  give  Norway  the  first 
place,  but  the  introduction  of  Moller  s  process 
gave  her  another  advantage.  It  effected  a  com- 
plete revolution  in  the  methods  of  prepaiing  the 
oil,  and  of  course  Norway  had  the  lead  in  the 
new  departure.  The  improvement  in  cod- liver 
oil  that  was  etlected  by  Moller  s  steam  process, 
and  the  consequent  very  marked  increase  in 
the  consumption  of  the  oil  itself,  gave  a  great 
impetus  to  the  industry;  moreover,  it  so 
happened  that  Norway  was  the  very  place, 
we  might  say  the  one  place,  where  the  new 
process  could  be  carried  out  to  perfection  on  a 
sufficiently  large  scale.  Indeed,  the  conditions 
with  which  nature  has  endowed  that  countiy 
seem  as  if  they  had  been  specially  designed  to 
meet  the  requirements  of  MOller  s  invention. 

The  consecjuence  of  this  was  that  when  the 
new  process  had  been  introduced,  and  had  sup- 
planted, practically,  all  the  older  methods  of 
making  the  oil  for  medicinal  purposes,  the 
advantages  already  possessed  by  the  Norwegians 
over   their  rivals  were   enormously   increased. 


SUPPLY   FROM  OTHER   COUNTRIES 


fThiA  eteam  process,  as  we  have  said,  requires 
,'  abeolntelv  fresh  materials,  and  while  these  can 
btj  obtained  with  ease  in  Norway  tbey,  on  the 
other  hand,  can  be  obtained  only  with  difficulty, 
if  indeed  at  all,  elsewhere.  The  fishing  grounds  I 
at  Lofoten  and  Romsdalen  are  situated  so  near  | 
the  coast  that  the  boats  leaving  the  Vctrs  in  the 
morning  are  back  again  with  their  catch  of 
fish  in  the  course  of  a  few  houi^s.  This  makes 
it  quit©  easy  to  dispose  of  the  livers  before  any 
decomposition  whatever  has  set  in.  A  second 
advantage  poesessed  by  these  noi-therii  regions 
IB  their  low  tern  per  at  are ;  during  the  whole  of 
the  fishing  season  at  Lofoten  the  temperature  | 
is  close  to  the  freezing  point.  In  tht*  fisheries  | 
carried  on  in  places  or  seasons  where  the  pre- 
vailing temperature  is  bound  to  be  much  higher, 
the  lapse  of  only  two  or  three  hours,  or  the 
exposure  of  the  livers  to  the  rays  of  the  sun 
for  even  a  shorter  time,  would  be  more  than 
aafficient  to  destroy  them  ;  and  therefore  sup- 
posing they  could  be  brought  ashore  elsewhere^ 
as  quickly  as  at  Lofoten  and  Romsdalen,  still 
no  first-rate  oil  would  be  obtained  from  them. 
A  third  advantage  of  the  Norwegiaji  fisheries 
is  the  large  supply  of  raw  material  available. 
It  is  quite  impossible  to  carry  on  a  steam 
fiietory  unlees  an  abundant  supply  of  livers  can 
be  constantly  obtained,  and  this  of  course  is 
poesible  only  at  fishing  centres  to  which  a  gi'eat 
namber  of  boats  resort,  as  is  the  case  in  the 
F«prif  of  Lofoten  and  Romsdalen. 

These  are  the  three  conditions  which  are  abso- 
lutely necessary  for  carrying  out  the  steam  pro- 
ceea  of  preparing  cod-liver  oil.  Where  even  one 
happens  to  be  absent  the  saccessful  manufacture 
of  the  oil  becomes  very  difficult  if  not  altogether 
impriicticable,  and  we  may  add  that,  so  far  as  we 
are  yet  aware,  with  the  single  exception  of 
Norway,  these  three  essential  conditiuns  w^ill 
hardly  be  found  existing  together  in  one  and 
the  same  place*  We  ourselves  have  carried 
mii  a  special  and  detailed  investigation  of  the 
capabilities  of  most  of  the  European  districts 
where  cod  fisheries  of  any  importance  are  to  be 
found,  and  in  all  we  have  been  met  by  the  same 


insurmountable  diflSculty— the  absence  of  one 
of  these  tbree  conditions  without  which  the 
first-class  oil  cannot  be  produced. 

Iceland, — According  to  the  reports  furnished 
to  us  by  Mr.  Heyerdabl,  who  visited  the  country 
for  the  express  purpose  of  carefully  investigating 
its  capabilities  for  the  production  of  cod-liver 
oil,  the  fisheries  of  Iceland  are,  on  the  whole, 
very  similar  to  those  of  Norway — with  the 
exception  of  one  condition.  This  is  the  third 
of  our  three  essentials — the  supply  of  a  suf- 
ficient quantity  of  fresh  livers  to  keep  a  steam 
factoiy  going.  Of  course  the  total  quantity 
of  cod  liver  obtained  in  Iceland  would  be 
sufficient  to  supply  a  large  number  of  factories, 
but  unfortunately  it  cannot  be  utilised  because 
it  cannot  be  brought  together  at  any  one  point 
in  sufficient  quantity  w^hile  it  is  yet  fresh.  In 
the  case  of  a  steam  factory  where  Moller's  pro- 
cess is  properly  carried  out  the  available  supply 
of  liver  is  just  that  supply  which  can  be  col- 
lected in  an  absolutely  fresh  condition  ;  and  as 
it  seems  practically  impossible  to  obtain  such  a 
supply  anywhere  in  Iceland  it  follows  that  we 
cannot  expect  that  country  to  produce  any 
steam-prepared  cod-liver  oil  of  tJie  best 
quality. 

Some  years  ago  an  English  company  erected 
a  factory  at  Njardvik,  in  Iceland^  but  in  a  very 
short  time  it  was  abandoned.  This  was  a  prac- 
tical demonstration  of  the  correctness  of  the  con- 
clusion at  which  we  had  already  arrived,  for 
the  factory  had  to  be  given  up  simply  because  a 
sufficient  supply  of  fresh  raw  material,  at  pay- 
ing prices,  could  not  by  any  means  be  got 
together.  The  reason  for  this  is  to  be  found 
in  the  conditions  under  which  the  fishermen  in 
Iceland  live.  In  addition  to  their  occupation 
as  fishermen  they  are,  almost  without  excep- 
tion ^  also  farmei's.  The  plots  of  land  which 
they  cultivate  are  situated  up  country,  and 
when  the  fistiing  season  arrives,  they  come  down 
t^o  the  ijords,  but  do  not  congregate  at  any  special 
centi^  as  in  Norway  ;  their  fishing  huts  are  scat- 
tiered  all  over  the  shores  of  the  fjords,  and  each 
man  conducts  operations  from  his  house ;  from 
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Uon^  %»  ll^  mI%*  wilh  ibis  he 
-  Huw%  Mdl  if  a^fOM  wkhoB  to 
t>m  lite  Ml  emgfal  they  must 
'.km*;  il  b«Goaite  therefore  a 
h^'K%Y   %s^  mcwt^  fresh   livers 
;^ftJBtlily*     The  better  kinds 
4fci^  >»\l»wyfc  oili  tl^  ttOt  produced  by 
ii^li^v^  k^  ^d^  lluk  brown  oil— exactly 
|)m^  lUh!^  by  their  forefathers  in 
UKH>  or  llkfiwboQts.     They  are  not 
*   wW   l«b>  kindly  to  modem  ideas, 
,    tv^>ul  Iht*  mWoe  of  outsiders,  how- 
kmm  Wt  QltMk  il  U^y  be,  and  this  not  only 
l^tr*    U\  %lk^  way  of    making  cod*liver 

riitMvnter  ha3  no  personal 
V*.,  ,1  itio  ti  lUi^rioHof  the  United  Bt^ites, 

i*r  Newibundland,  and  has  not  been 
^liio  W  l*i»d  uny  mliable  literature  sufficiently 
u\l»:.fcii4ivn  lo  give  a  pry|ier  idea  of  the  cod- 
iudiiMtry   in   those   countries.     There  • 
»i.o  *  i.vw    •ittHuvi  ftwiU>rie8  working  at  soma  of  j 
\i\K\  hs^fk^\\\r*  (mwhh  of  Massachusetts  and  Maine  J 
bnV  thiiir  pnulurtK  cannot  bear  comparison  with! 
Norwt^f^innoils— sofarascanbe  judged! 
I  ,  1 1  ^i  f  I  ui  M  Ikhmi  fou  0  d  a  t  varioo  s  exhibit  i  on  a . 

*nu»  iMilik  (iiheriiiH  of  America,  being  conducted 
jf^f  Wwm  huul,  nnd  in  the  hot  summer  months, 
IMIIunt  Mupuly  the  fresh  livers  required  for 
•timm-pri^jmi-ed  oU.  The  off-shore  fishery,  how- 
^Vt*r.  tHMHU*H  in  winter,  when  the  spawning  fish 
VUlt  t\\^  coiih!,  and  should  furnish  proper  raw! 
Iimtininl  for  an  irreproachable  oil*  Why  it  does) 
not  In  not  apparent  to  outsiders. 

ItritiKh  /w/f\<.  —  The  production  of  the  bestf 
yiirtfty  of  oil  in  England  is  not  practicable! 
f»xonpt  in  very  small  quantities,  and  on  re- 
hitivtily  rare  occasions.  Nearly  all  the  cod-fish 
mi?  Aold  fresh  for  immediate  consumption,  and 
nn  thi^  livers  are  disposed  of  together  with  the 
tifih  thiiy  are  not  available  for  making  cod-liver 
oil.  Further  the  chief  fisheries  are  on  the 
Imnkfl  in  the  North  Sea,  and  therefore  too  far 
fttmi  land,  and  the  winters  are,  as  a  rule,  too  mild 
ftir  the  proper  working  of  the  steam  process, 


even   were   it  possible  to  obtain  a  supply  of 
material  from  the  off-shore  fisheiy. 

^  Rmski, — There  is  only  one  other  place  in 
Europe  where  cod-liver  oil  is  prepared— that 
is,  Russia — on  the  seaboard  stretching  from  the 
Norwegian  boundary  towards  the  White  Sea, 
and  known  as  the  Morman  coast.  About  a  ■ 
dozen  Vipers  are  scattered  along  this  district:  they 
are  small,  far  apart,  and  miserable  as  harbours. 
The  Russian  fishery  is  not,  therefore,  of  much 
consequence  as  a  source  of  steam-prepared  cod-  i 
liver- oil  supply,  except  in  those  rare  years  wheM 
the  Lodde  fishery  in  Finmark  happens  to  be  a 
failure,  which  occurs  only  when  the  caplin  do 
not  visit  the  Norwegian  coast,  but  for  reasons 
unknown  go  farther  east,  to  the  Murman  coast. 
In  former  times  when  this  took  place  the 
Norwegian  fishermen  used  to  betake  themselves 
to  the  Russian  coast,  but  recently  they  have  been 
forbidden  to  fish  therej  although  the  fishermen 
from  that  country  had  always  been  allowed  to 
pursue  their  calling  without  let  or  hindrance  in 
Norway.  This  rather  selfish  proceeding  on  the 
part  of  the  Russian  authorities  has  not,  how- 
ever, turned  out  to  their  advantage,  for  it  has 
resulted  in  the  practical  destruction  of  their 
fishery  as  a  source  of  medicinal  cod-liver  oil ; 
and  our  factor,  Mr.  Ostensvig,  who  visited  and 
reported  upon  the  region  a  few  years  ago, 
found  only  a  few  small  steam  factories  in 
operation,  and  their  produce  was  neither  large 
nor  good.  The  caplin  never  goes  east  of  the 
Veer  known  as  Korabelnaja,  and  all  the  Veers 
farther  east,  that  is,  from  Feretika  to  Litza,' 
close  to  the  White  Sea,  are  utilised  only  for  the 
summer  fishery,  when  coal-fish  and  halibut  are 
taken,  but  scarcely  any  cod-fish. 
/  AdulteraiioTis  of  God^Uv&r  (HL — As  will  be 
seen  from  the  above,  Norway  has  practically  a 
monopoly  of  the  steam-prepared  cod-liver  oil. 
No  other  country  has  the  same  advantages  for 
carrying  out  fhe  process  properly,  and  if  these 
advantages  are  fully  utilised  it  is  bat  natural 
that  Norwegian  oil  should  hold  the  field. 
Certainly  the  oil  produced  under  such  favour- 
able conditions  ought  to  be  the  very  best,  and 
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on  the  whole  it  has  attsined  a  standard  of 
which  the  Norwegian  manufacturers  have  every 
reason  to  be  proud.  But,  nevertheless,  there 
is  no  doubt  that  latterly  there  has  been  a 
noticeable  tendency  to  deterioration  of  quality 
even  in  Norwegian  oils.  The  reason  for  this  is 
not  far  to  seek.  The  steam  process  requires 
oonacientious  working  ;  any  thing  that  is  gained 
in  qtiantity  is  always  lost  in  qualttify  and  the 
Jow  prices  which  have  ruled  of  late  years  have 
been  a  strong  irducement  to  squeeze  more  and 
more  oil  from  the  livers,  and  not  to  be  over 
particular  as  to  their  quality,  or  even  as  to  the 
^kind  of  fish  from  which  they  are  taken./At 
V  Lofoten  and  Romsdalen  the  use  of  livers  other 
than  those  of  the  cod  is  out  of  the  queation, 
because  no  other  tish  are  caught  there ;  but  in 
regard  to  the  selection  6f  livers  of  proper 
quality  the  less  said  the  better^  In  Finmarken 
the  matter  is  entirely  different.  The  making 
of  cod-liver  oil  goes  on  all  the  year  round,  but 
except  during  the  uuimpoi-tant  spawning  fishery 
the  livers  of  codfish  are  by  no  means  the  only 
raw  material  available  for  the  caldron.  Great 
quantities  of  haddock,  coal-iiah,  hake,  torak^ 
ling,  halibut,  and  wolf-fish  are  caught,  and 
Ust,  but  not  least,  there  is  the  pcubeagle  and 
>^he  Greenland  shark— a  single  liver  of  the 
latter  being  often  equal  in  bulk  to  two  barrels 
of  cod's  liver.y 

^^.ffhe  Pinmark  manufacturers  are  thus  subject 
to  a  temptation  which  does  not  exist  at  Lofoten 
or  Bctoadalen^and  whilst,  without  doubtj  there 
are  honourable  men  amongst  them,  there  are 
also  others  who  are  aflBicted  with  a  singular 
inability  to  distinguish  between  the  livers  of 
the  cx)d-fiah  and  those  of  other  fish, /Their 
ideas  as  to  what  constitutes  cod  liver  are  not 
unlike  the  rule  laid  down  by  the  railway  porter 
regarding  dogs :  '  Cats  is  dogs,  and  i-abbits  is 
dogs,  and  a  parrot  is  a  dog^  This  confusion 
of  ideas  is,  of  course,  most  marked  in  years  of 
Bcarcity,  and  when  the  writer  has  happened  to 
be  in  Finmarken  at  such  seasons  he  has  himself 
Beena  nything  that  could  possibly  serve  as  an 
wpoiogy  for  a  cod  liver  thrown  into  the  caldron, 


shortly  afterwards  to  emerge  aa  purest  Nor* 
wegian  codnliver  oil  from  ajm'efully  selected  livers! 
These  remarks  do  not  apply  to  the  oil  made  in 
Finmarken  during  the  Lodde  fishery — at  least  in 
ordinary  years.  By  far  the  greater  number  of 
the  fish  taken  at  this  particular  season  are  cod. 
There  are  frequently,  also,  considerable  quan- 
tities of  haddock,  but  of  other  fish  there  are 
very  few  until  later  in  the  year.  The  circum- 
stances, therefore,  do  not  allow  of  much  adul- 
teration before  the  end  of  the  XotiA* .  fishery. 
The  only  possibility  of  any  importauc^  is  the 
addition  of  some  haddock-liver  oil,  and  it  is 
not  so  objectionable  as  the  other  varieties. 
Indeed  J  in  appearance  and  tast^  it  can  quite 
compare  with  cod-liver  oil,  but  of  course  its 
therapeutical  value  is  quite  another  questioy  •"^ 

Bleaching  in  the  sun  is  a  process  that  is 
used  for  two  distinct  purposes.  It  is  resorted 
to  in  order  to  improve  the  appearance  of  firat- 
class  oils.  The  oil  is  naturally  a  very  pale 
yellow,  on  account  of  the  presence  of  a  pigment, 
lipoehrome,  concerning  the  chemical  nature  of 
which  almost  nothing  is  known.  Like  most 
organic  pigments  it  is  destroyed  by  the  action 
of  the  sun's  raysj  and  therefore  good  oils  are 
sometimes  bleached  as  if  to  make  them  look 
better  than  the  best.  If  this  is  done  very  care- 
fully at  a  low  temperature,  and  never  extended 
beyond  a  couple  of  hours,  possibly  no  great 
harm  may  result.  In  the  opinion  of  the  writer, 
however,  it  should  never  be  attempted,  because 
the  bleaching  process  not  only  destroys  the 
lipoehrome  but  also  promotes  decomposition 
of  the  oil  itself,  and  the  Ibrmation  of  products 
which  are  useless  therapeutically,  and  may  in 
addition  irritate  the  stpmaeh  and  disoixler  the 
digestive  processes/  An  oil  that  has  been 
bleached  in  this  way  can  always  be  detected, 
at  least  by  the  experienced.  It  may,  indeed, 
be  perfectly  colourless,  but  has  a  certain  dull, 
faded  appearance,  due  to  the  loss  of  the  re- 
fractive power,  which  ^vea^the  unbleached  oil 
a  characteristic  brilliancyX 

The  attempts  to  decolourise  good  oils  are 
decidedly  objectionable,  but  a  much  stronger 
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term  would  be  required  for  the  second  purpose 
for  which  bleaching  is  ui^ed — decolourising 
inferior  steam-prepared  oils  in  order  that  tbej 
should  pass  as  first-rate  products.  The  darker 
colonr  of  sach  oils  is  not  caused  by  the  presence 
of  lipochrome»  but  of  decomposition  prnducts 
formed  trom  the  liver  either  before  or  during 
the  process  of  preparation.  The  sunlight, 
which  destroys  the  lipochi-ome,  will  at  the  sarae 
time  form  coloured  decomposition  products  from 
the  livers,  probably  from  some  of  their  albu- 
minous constituents,  aud  if  they  have  been  ex- 
posed to  its  rays  for  a  couple  of  hours  no  really 
good  oil  can  be  produced  from  them.  The 
same  result  follows  when  the  livers  are  kept 
too  long,  or  when  the  temperature  is  high,  and 
also  when  during  the  melting  pmcess  the  livers 
are  heated  too  long  or  too  niuch.  Now,  most 
unfortiunately,  it  happens  that  after  the  removal 
of  tlie  albuminous  sul>stance8,  these  colouring 
matters  can  be  destr-oyed  by  the  further  action 
of  the  8un*8  rays,  and,  provided  the  oil  is  not  toct 
dark,  it  may  be  bleached  so  as  to  resemble  a 
colourless  and  therefore,  as  some  people  suppose, 
an  irreproachable  oil.  As  a  matter  of  fact  an 
oil  doctored  in  this  way  is  infinitely  worse  than 
the  worst  sjiecimeus  of  brown  oils.  These  are 
honest  productions,  having  no  pretensions  to  be 
anything  except  what  they  really  are,  whilst, 
on   the  other  hand,  the  oils  artificially  made 


colourless  profess  to  be  first  class,  and  yet  con- 
tain, not  only  their  original,  though  decolourised, 
decomposition  products,  but,  in  addition,  all 
those  formed  during  the  bleaching  process. 

The  aliove  account  covers  all  the  sins  of  the 
Norwegian  makers  of  cod-liver  oil.  They  may 
not  always  be  so  particular  as  they  ought  to  be 
in  selecting  livers  that  are  perfectly  healihy; 
they  may  occasionally  use  livers  that  never  grew 
inside  a  cod-fish ;  they  may  try  to  get  more  oat 
of  the  livers  than  they  should  get ;  and  they 
may  attempt  to  improve  the  appearance  of  their 
oil  by  bleaching  it;  but  the  writer  can  say 
with  confidence  that  this  is  all ;  and  that  no 
Norwegian  manufacturer  adulterates  hLs  oil 
with  animal  products  other  than  those  men- 
tioned, or  with  vegetable  or  mineral  oils.  The 
writer  ought,  however,  to  make  one  proviso— 
that  his  statements  apply  only  to  Norwegian 
oils  as  they  exist  in  Norway.  When  they 
leave  the  land  of  their  production  the  makers, 
as  a  rule,  cease  to  be  responsible  for  them. 
/Most  of  the  oil  is  sent  in  Haramerfest  or  Bergen, 
and  thence  exported  to  Hamburg,  London,  or 
New  York,  where  it  is  sold  and  lost  sight  o{/ 
until  it  again  appears,  often  in  a  beautifiea 
form,  and  labelled  *  virgin  drippings,'  *  first 
grades,'  '  from  carefully  selected  livers/  *  pre- 
pared by  an  entirely  new  process,*  &c,  * 
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Cod-liver  oil  is  undoubtedly  one  of  tbe 
meet  valuable  medicinal  agents  known  to 
man.  Its  value  lias  one  remarkable  proof 
in  the  fact  that  it  was  extensively  used  in 
the  days  when  only  the  brown  variety  could  be 
obtained.  In  those  days  cod-liver  oil  was  not  a 
desirable  article  of  consumption ;  indeed,  to  put 
the  matter  plainly, it  was  an  abomination,  and  no 
one  could  have  taken  it  willingly,  even  once, 
not  to  speak  of  day  after  day  and  month  after 
month.  Nevertheless  many  people  did  take  it, 
and  the  only  reasonable  explanation  is  that  the 
oil  must  have  given  strikingly  favourable  re- 
sults ;  otherwise,  medical  men  would  not  have 
been  justified  in  prescribing  it,  nor  could  their 
patients  have  been  induced  to  use  it. 

But  although  cod-liver  oil  was  thus  highly 
esteemed,  despite  its  very  objectionabW  cha- 
racters, these,  there  is  no  donbt^  w^*e  a  great 
drawback  to  its  successful  administration.  The 
class  of  patients  to  whom  tbe  oil  is  given,  or  at 
all  events  to  whom  it  is  useful,  are  cases  with, 
broodlj  speaking,  defective  niitrition,  and,  there- 
fore, exactly  the  cases  which  can  least  afford  to 
risk  any  disturbance  of  the  digestive  apparatus. 
Yet  this  was  the  very  thing  that  the  old,  badly 
prepared  cod -liver  oil  w^as  most  apt  to  do.  It 
was  not  only  disagreeable  to  the  palate,  but  it 
was  also  intensely  irritating  to  the  stomach,  and 
ofWn  it  must  have  been  a  question  w^hether  its 
Jniinistration  did  not  do  more  harm  than 
■good. 

These  highly  objectionable  characters  of  the 
old  cod-liver  oil  were  due  to  the  fact  that  it  was 
not  the  oil  pure  and  simple,  but  the  oil  with 
momethxng  added  to  it.    This  somethii^g  was  the 


cause  of  the  greater  part  of  the  trouble,  and,  not 
to  mince  the  matter  too  finely,  it  was  nothing 
more  or  less  than  an  extract  of  rotten  livers. 
The  oil  was  obtained  in  those  days  simply  by 
allowing  the  livers  to  putrefy,  when  the  decom- 
position of  the  albumens  resulted  in  the  break- 
ing up  of  the  cells,  and  the  escape  of  the  oil 
globoles  contained  in  them.  It  also,  however, 
resulted  in  the  formation  and  inclusion  in  the 
oil  of  a  large  variety  of  putrefactive  products, 
part  of  which  has  recently  been  found  to  consist 
of  poisonous  ptomaines.  These,  even  up  to 
the  present  day,  are  called,  *  active  principles ' 
by  some  people,  but  we  need  hardly  add  that 
an  admixture  of  poisonous  ptomaines,  both 
quantitatively  and  qualitatively  uncontrollable, 
is  not  a  desirable  addition  to  any  medicinal 
remedy,  and  perhaps  least  of  all  to  cod-liver  oil, 
seeing  that  it  is  much  more  a  food  stibstance 
than  a  medicine.  If  they  are  present  in  the 
oil  they  render  it  not  only  disgusting  to  the 
patient,  but  they  also  make  it  quite  as  likely  to 
hurt  as  to  help  him. 

A  generation  or  two  ago  the  brown  oils 
were  the  only  kind  that  were  made  or  that 
could  be  obtained,  and  the  people  of  the  present 
day  who  have  to  take  cod-liver  oil  may  be 
thankful  that,  in  regard  to  this  at  least,  they 
live  in  happier  times.  All  the  disagreeable  and 
detrimental  qualities  of  the  oil  due  to  decom- 
posed albumens  were  removed  by  the  mtroduc- 
tion  of  Moller's  early  process.  The  livers  were 
no  longer  lefl  to  rot  till  the  oil  exuded,  but  the 
oil  was  drawn  off  from  them  while  they  were 
yet  perfectly  fresh.  Putrefactive  products 
were,  of  course,  an  impossibility  in  oil  made  in 


COD-LIVER  OIL 


this  way — provided  the  process  was  properly 
carried  out. 

The  real  cod-liver  oil- — that  is,  the  oil  with- 
out the  extract  of  rotten  livers — was  clear  in 
colour  J  practically  free  from  the  nauseating 
taete  and  smellj  and  consequently,  in  com- 
parison with  the  old  oil^  it  was  a  thing  of 
delight  from  the  consumer's  point  of  view. 
From  thff  doctor's  point  of  view  it  was  also  an 
improyement  of  no  small  importance.  Not 
only  could  it  be  given  without  upsetting  the 
patient,  but  in  addition  it  was  cod-liver  oil  pure 
and  simple :  its  therapeutical  effect  could  now, 
and  for  the  first  time,  be  obtained  in  its 
greatest  perfection  and  to  its  fullest  extent, 
and  this  without  any  drawback  whatsoever — 
except  one. 

/Peter  MoUer  introduced  his  invention  in 
1853 J  calling  it,  with  characteristic  modesty, 
not  by  his  own  name,  but  simply  'the  steam 
process  of  ppepai*ing  cod-liver  oil. 7  The  colour- 
less oil  produced  by  it  was  so  completely 
different  from  the  brown  oils  then  in  use,  that 
there  was  no  small  difficulty,  at  first,  in  getting 
people  to  believe  that  it  was  cod*  liver  oil  at  alL 
But  as  soon  as  they  became  convinced  that  it 
was  really  so,  the  advantages  it  possessed  were 
80  great  and  so  obvious  that  in  a  few  years  it 
was  practically  the  only  oil  in  use. 

The  product  of  the  steum  process  was 
thus  a  vast  improvement  upon  the  older  oils 
with  their  putrefactive  ptomaines  and  their 
sickening  tast«  and  smell,  but  it  was  not  per- 
fect. The  advance  made  by  Peter  Moller's 
invention  was  so  great  that  no  other  improve- 
ment in  the  manufacture  of  cod -liver  oil  can 
possibly  equal  it ;  yet  the  oil  produced  by  it  is 
capable  of  a  considerable  alteration  for  tin* 
better.  The  new  cod-liver  oil  had  indeed  lost 
the  objectionable  taste  and  smell  of  the  old  oil, 
but  it  still  retained  one  objectionable  character, 
and  that  one  perhtips  the  worst  of  all — ^tlie 
property  of  causing  nauseous  eructation.  This 
most  disagreeable  symptom  has  seemed  to  be 
more  or  less  inseparable  from  even  the  very 
best  Bteajn*prepared  oils,  and  Heyerdahrs  in- 


vestigations have  shown  that  it  is  dependent 
upon  certain  chemical  bodies  which  cannot 
from  their  nature  by  any  possibility  be  elimi- 
naied  from  the  oil  though  prepared  by  means 
of  MOlter's  original  process. 

The  disagreeable  taste  and  smell  of  the 
older  oils  were,  as  we  have  said,  due  to  decom- 
position products  derived  from  the  putrefaction 
of  the  livers;  but  the  constituents  causing 
eructation  are  derived  from  quite  a  different 
source.  They  are  not  broken-do^vn  albumens, 
but  oxidised  fats — productB  derived,  in  fact, 
from  the  oil  itself.  Some  oils  contain  such 
products  in  a  fully  developed  form  :  these  are 
rancid  oils.  Other  oils  contain  them  in  a  more 
or  less  potential  form,  and  these  may  be  almost 
tasteless,  till  they  reach  the  stjomach,  when  they 
immediately  become  quite  otherwise.  Now,  an 
oil  distasteful  to  the  palate  is  certainly  bad 
enough,  but  not  nearly  so  bad  as  an  oil  which, 
although,  perhaps,  tasteless  when  takeu,  may 
become  unspeakably  abominable  when  it  reaches  _ 
the  stomach.  Why  it  becomes  so  is  easily  ex-  ■ 
plained :  such  oils  do  not  remain  passive  in  the 
stomach,  but  the  irritation  they  produce  sets  up 
eructation  and  briogs  the  taste  up  to  the 
mouth,  where  it  asserts  its  unwelcome  flavours, 
not  once  only,  but  again  and  again,  till  the  un- 
happy patient  may  be  completely  upset  and 
firmly  convinced  that  if  it  is  to  be  at  the  ex- 
pense of  taking  cod-liver  oil,  life  is  not  worth  ^ 
living.  fl 

Such  a  conclusion  as  this  is  not  unfrequently 
come  to  by  patients  who  might  be  gi*eatly 
benefit^  by  cod-liver  oil,  while  othetrs — those 
who  force  themselves  to  take  the  oil — do  so  only 
by  a  great  and,  fit^m  a  medical  point  of  view, 
very  undesirable  effort.  Thus,  for  both  cla&see, 
this  remaining  drawback  is  a  serious  one,  and 
its  removal  is  a  matter  of  no  little  importance 
to  them,  and  to  all  who  are  interefited  in  cod* 
liver  oil.  Many  attempts  have  been  made  to 
remove  it,  but  up  to  the  present  without 
success.  In  fact  success  was  not  possible 
whei*e  the  efforts  were  misdirected :  these 
attempts,  so   far  at  least  as  they  have  come 
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nnder  oar  obsarvation,  have  been  made  under 
an  entire  misapprehension  of  what  had  to 
be  done,  and  therefore  in  an  entirely  wrong 
direction.  We  cannot  here  enter  into  all  the 
details  of  these  well-intentioned  elTorts,  as 
they  are  discDSsed  ia  another  seetion  of  this 
work,  bnt,  generally  speaking,  they  aimed 
at  the  production  of  an  agreeably  tasteless  or 
pleasantly  flavoured  prepwration  of  cod^liver 
oil.  The  eructation-producing  property  of  the 
oil  need  notj  however,  have  any  connection 
with  its  taste,  unless  pi^esent  in  a  high  degree, 
and  consequently  these  preparations  were  not 
likely  to  be  successfuL  As  a  matter  of  ex- 
perience they. have  not  been  so,  and  their 
highest  achievements  have  been  to  make  the 
oil  agreeable,  or  at  least  not  disagreeable^  ia 
the  palate*  This  may  be  a  laudable  result  in 
itself,  but  it  is  to  be  noted  that  it  is  so  only  in 
regard  to  inferior  oils/for  an  oil  properly  pre- 
pared by  Moller's  method  should  have  no  un- 
pleasant taste,  even  to  the  most  fastidious.  / 

We  have  not  been  unmindful  of  the  im- 
portance of  the  question,  and  have  not  been 
altogether  idle ;  indeed,  we  feel  under  an 
obligation  to  do  everything  in  our  power  to 
solve  it.  The  late  Peter  M5ller  devoted  the 
best  part  of  his  life  to  the  task  of  improving  the 
methods  of  preparing  cod-liver  oiL  The  pro- 
c^ses  he  invented  and  introduced  constituted 
the  only  real  advances  which  have  been  made 
in  the  matter  and  were  an  imnienBe  improve- 
ment in  the  oil ;  from  being  the  crudest  pro- 
duct it  became,  with  the  eacception  of  this  single 
dratef)ack^  the  moBt  perfect  product  imaginable. 
The  efforts  made  by  Peter  MSller  did  not  suo 
oeed  in  removing  the  drawback,  and  the  least 
that  we,  his  successorSj  could  do  was  to  take  up 
his  nearly,  but  not  quite,  finished  task  and 
endeavour  to  bring  it  to  its  legitimate  and  suc- 
cessful conclusion. 

Practical  experience  had  convinced  us  that 
the  taste  of  cod-liver  oil  had  not  necessarily 
an}^hing  to  do  with  its  property  of  disordering 
the  stomach  and  causing  eructation.  The  evil 
iastd  and  etnell  of  the  oil  prepared  after  the 


old  methods  were  due  to  the  putrefactive  pro- 
ducts thereby  added  to  it,  and  when  these  were 
absent  the  oil  might  have  been  absolutely  with- 
out taete  or  smell — but  still  capable  of  causing 
eructation.  It  was  thus  evident  that  all  the 
efforts  made  to  overcome  this  difficulty  by 
covering  the  taste  of  the  oil  were  qnite  beside 
the  mark.  Of  course,  the  taste  of  the  oil  when 
taken  in  no  way  influences  the  taste  of  the 
eructations,  and  no  matter  how  pleasant  the 
former  may  be  made,  the  latter  will  be  quite 
different. 

Our  early  eflbrts  were  directed  to  bringing 
the  steam  process  to  its  fullest  perfection,  and, 
although  they  did  not  fully  lead  to  the  desired 
object  — an  oil  which  would  not  cause  eructation 
— they  certainly  did  teach  us  two  things ;  first, 
that  it  is  of  no  use  whaiever  to  try  to  improve 
the  oil  once  it  is  madey  and  coTtsequently  thai 
the  improifement  fnmt  he  in  the  viamifaciuring 
process ;  and  secondly,  thai  the  oil  which  has  been 
exposed  to  the  lowest  possibU  heat  for  the  shortest 
pomble  time  possesses  in  a  lesser  degree  the  oIh 
jedionahle  qualiiy.  But  to  produce  an  oi!  en- 
tirely free  from  the  tendency  to  cause  eructation 
seemed  quite  impossible,  and  it  was  asserted 
that  this  property  was  essential  to  the  oil — 
part  and  parcel  of  it,  in  fact. 

We  did  not  forget  that  before  the  intro- 
duction of  the  steam  process  exactly  the  same 
statement  had  been  made  regarding  the  brown 
colour  and  objectionable  taste  and  smell  of  the 
oil,  and  therefore  the  prevailing  opinion  was  not 
permitted  to  influence  in  any  way  the  efforts  we 
were  continuing  to  make  to  overcome  this 
remaining  difficulty. 

To  minimise  the  objectionable  quality  we, 
in  the  meant ime»  laid  down  the  rule  that  the 
livers  were  not  to  be  s^idfjeded  to  a  tempei'ature 
exceediTig  70*  0.,  and  even  tlw.t  for  onhj  45 
minutes.  Of  course  this  proved  a  costly  method, 
because  the  quantity  of  oil  that  exudes  during 
that  time  and  at  that  low  temperature  is 
comparatively  small,  and  the  result  was  that 
many  manufactarers  found  themselves  unable 
to  keep  to  this  standard.     Indeed  the  low  prices 
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to  which  cod-liver  oil  has  been  brought  by 
absurd  competition,  and  anjustifiabl©  methods 
of  production,  have  made  such  a  Btandard 
impossible  for  makers  who  find  that  cheapness 
is  a  necessary  element  required  to  obtain  a 
market  for  their  oiL 

Apart  from  its  costliness,  however,  the 
process,  even  in  its  highest  perfection,  was  not 
eidirely  successful,  and  in  the  year  1880  we 
became  convinced  that  everything  had  been 
done  in  fhis  direction  that  could  l>e  done,  and 
that  OUT  object  could  onbj  he  atiained  hj  dnking 
out  in  fin  entirely  tww  diredimi.  This  was 
accordingly  done,  and  with  results  which  we 
now  wish  to  bring  before  all  who  are  interested 
in  a  matter  of  such  importance. 

Until  about  fifteen  years  ago  the  chemistry 
of  fata  was  practically  an  unexplored  fields  and 
none  of  our  present  more  exact  methods  of 
examining  and  analysing  these  bodies  was  then 
available.  This  was  the  lirsi:  difficulty  that  con- 
fronted ua  when  we  came  to  the  con  elusion 
that  having  exhausted  the  a/ri^  we  must  fall 
back  on  the  science,  of  preparing  cod-liver  oiL 
We  did  not,  however,  allow  that  to  deter  us 
from  carrying  out  the  plan  upon  which  we  had 
determined,  and  we  are  able  to  state  now  that, 
in  regard  to  cod-liver  oil  at  least,  the  difficulty 
of  scientific  analysis  ia  greatly  minimised* 
The  knowledge  of  the  chemistry  of  fatty  bodies 
has  immensely  increased  since  1880.  Many 
investigators  have  devoted  themselves  to  this 
particular  department  of  chemical  science,  and 
the  results  which  they  have  obtained  are  not 
only  of  great  scientific  interest,  but  many  of 
them  are  of  equally  great  practical  importance. 

In  the  year  1857  Peter  il5ller,  in  a  paper  ' 
read  before  the  congress  of  Scandinavian 
scientists  at  Chrtstiania,  expressed  his  opinion 
that  the  fatty  acids  of  cod-liver  oil  differ  essen- 
tially from  the  fata  derived  from  other  sources. 
As  time  went  on  this  opinion  was,  more  and 
morej   cx^nfii-med    by   the    marked    differences 

•  Otfi  Tilmrkningm  of  TonkeUvertran  i  Alminds^ 
lifjhed  og  am  rni  ny  Maadt  for  Tilvirkmngcn  of  Medicin- 
ttnn,  Christianiat  16^7. 


which  our  investigations  revealed  between 
cod-liver  oil  and  oils  containing  the  ordinary 
fatty  glyce rides,  the  characters  of  which  were, 
however,  pretty  well  overlooked  by  analytical 
chemists.  Moller's  opinion  was  only  an  opinion, 
and  a*;  that  time  incapable  of  scientific  demon- 
stration ;  but  the  progress  of  organic  chemistry 
has  shown  that  he  was,  nevertheless,  perfectly 
correct. 

The  investigations  commenced  by  us  in 
1880  have  been  directed  chiefiy  to  clearing 
up  the  problems  connected  with  the  chemistry 
of  cod-liver  oil  and  the  other  oils  allied  to  it, 
and  this  work  has  been  conducted  by  Mr.  P.  M. 
Heyerdahl.  To  his  enthusiastic  and  unwearied 
efforts  not  only  we,  but  all  who  are  interested 
in  the  subject  owe  a  deep  obligation.  The 
results  attained  by  him  stand  facile  princeps 
amongst  the  many  notable  additions  made 
during  the  last  few  years  to  our  knowledge  of 
the  chemistry  of  fats,  and,  so  far  as  they  bear 
npon  the  nature  of  cod-liver  oil,  they  are  simply 
the  scientific  corrolx)ration  of  Peter  Mciller's 
expressed  opinions.  What  they  have  shown 
and  proved  is  briefly  this  :  the  a^ids  whkh  form 
ordiTuirij  fats— thai  is^  ilw  adds  of  olefn  and 
stearin — do  not  exwt  «t  cad-Uv&r  oil,  but  there  are 
instead^  a^t  hastj  two  glycerides^  which  so  far  ham 
^wt  been  found  anywhere  else. 

Apart  from  its  scientific  interest,  the  prac- 
tical importance  of  this  discovery  is  so  obvious 
that  we  need  not  insist  upon  it.  It  throw*s  the 
first  real  light  on  the  nature  of  cod-liver  oil, 
and  enables  us  to  comprehend  how  that  oil  pos- 
sesses a  pemlia/r  phynolot^ical  action  not  pos* 
seesed  by  other  ot/>-,  and  thereby  exercises  a 
therapeutical  influence  which  is  Rid  generis. 

These  new  fatty  acids  have  been  named 
therapk  acid  and  jecoleTc  acid.  Their  properties, 
from  the  chemical  jxtint  of  view,  have  been  as 
far  as  possible  investigated  and  determined, 
and  the  results  show  that,  compared  with  the 
ordinary  fatty  acids,  these  bodies  possess  several 
remarkable  and  very  suggestive  characters, 

Therapic  acid  is  a  compound  vnth  four 
double  boiids,  and  consequently  it  belongs  to  the 
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t«tra-ethylen6  series,  of  which  it  is  the  first 
and  only  representative  as  yet  discovered*  not 
only  amongst  the  fatty  substancea,  but,  indeed, 
amongst  any  chemical  compounds.  This  is 
certainly  a  most  remarkable  fact,  and  at  once 
Bnggesta  the  possibility  of  essential  diJfereTices, 
fhynologfital  as  well  as  chemical^  hetwemi  therapic 
add  and  the  other  fatty  acids.  It  is  also  an  inter- 
eeting  circumstance  that  therapic  acid  is  the 
only  member  of  the  margaric  acid  group  which 
has  yet  been  fouod  as  a  product  of  living  animal 
iiatnre.  In  addition  to  its  chemical  constitution, 
therapic  acid  is  distinguished  by  the  astonishing 
fiicility  with  which  it  attracts,  and  is  split  up 
by,  oxygen,  iodine,  bromine,  and  other  agents, 
even  at  ordinary,  and  still  more  at  higher,  tem- 
peratures. 

In  his  investigations  Mr,  Heyerdahl  found 
it  absolntely  necessary  to  protect  the  acid  from 
the  inroads  of  oxygen ,  which  was  done  by  con- 
ducting all  the  analytical  processes  under  a 
cnrrent  of  hydrogen.  The  instability  of  the 
acid  defeated  all  attempts  at  isolating  it  in  the 
UQCombined  form,  but  the  bromine  combination 
pfodnct  in  which  the  unsaturated  compound  is 
transformed  into  the  saturated  octa-bromo- 
marganc  acid  was  found  to  be  sufficiently  stable 
for  closer  examination,  and  through  it  the 
diefnical  constitution  of  the  acid  was  investi- 
gated and  determined. 

Apart  from  the  scientific  interest  of  this 
discovery,  it  was  of  immense  pmctical  import- 
ance to  have  detenu ined  the  presence  in  cotl- 
fiver  oil  of  a  fatty  acid  so  very  unstable  in 
its  nature.  This  indeed  gave  os  the  key  to 
the  problem  we  had  been  endeavouring  to 
iolve,  pointing  out  to  u^  both  the  cause  of  tlm 
mvdaJtiim  producing  property  of  codr-Kver  oU, 
mid  the  genial  diredian  of  the  steps  necessary  to 
rtmed}^  ii. 

Methods  devised  to  give  an  exact  quantita- 
U  analysis  of  the  hydroxylated  therapic  acid 
present'  in  cod-liver  oil  made  it  possible  to  esti- 
mate the  *>earing  of  these  hydroxy-acids  on  the 
prodnction  of  eructation,  and  it  was  found  that 
ihs  hydrooejf-acids  were  tfw  miise  of  eructaimif 


and  that  this  unpleasant  symptom  was  more  or 
less  marked  a>ccordi7ig  (^  the  quantity  in  tvhich 
thetj  were  present.  Cod -liver  oil  containing  no 
hydroxy-acids  caused  no  unpleasant  eructation 
whatever. 

The  rapid  oxidation  of  the  fatty  acids  of 
ood- liver  oil  was  strikingly  brought  out  by 
a  difficalty  that  arose  during  HeyerdahFs  first 
attempts  to  estimate  the  amount  of  hydroxy- 
acids  in  the  oil.  No  constant  results  could  be 
obtained,  and  even  samples  taken  from  the  same 
parcel  of  oil  gave  results  that  were  sometimes 
utterly  divergent.  When  a  careful  comparison 
was  made  of  the  long  series  of  estimates,  he 
found  that,  other  things  being  equal,  the  more 
time  an  analysis  occupied,  the  more  hydroxyls 
there  were.  This  could  be  ascribed  only  to  a 
very  rapid  oxidation  of  the  fatty  acids  when  ex- 
posed to  the  air  during  the  analysis,  and  the 
lesson  taught  thereby,  in  regard  to  preparing 
the  oil  was  obvious.  \ 

When  the  process  of  estimation  had  been 
perfected  J  so  that  absolntely  reliable  results 
could  be  obtained,  it  was  ascertained  that  even 
the  very  best  steam -prepared  oils  contained  i 
hydroxyls,  their  acetyl  value  being  about  2;  "^ 
which  corresponds  to  0"15  per  cent,  of  hydroxy- 
acids.  This  was  the  miniraom  obtainable  by  the 
most  careful  application  of  the  steam  process 
and  the  slightest  increase  of  time  during  which 
the  livers  were  exposed,  or  the  use  of  even 
slightly  higher  temperatures,  caused  a  marked 
increase  in  the  acetyl  value  of  the  oil  produced* 

Cod-liver  oil  with  an  acetyl  value  of  only 
2  may  cause  marked  eructation,  and  it  was 
evident  that^  even  at  its  very  best,  the  steam 
process  was  in  this  respect  a  partial  failure :  it 
could  not  give  an  oil  sa^is  peur  et  sayis  reproche. 
But  Heyerdahrs  researches  had  now  clearly 
shown  usttat  this  was  not  an  inherent  property 
of  the  oil,  as  formerly  believed,  and  that  an  oil 
entirely  free  from  this  mischievous  quality 
might  be  produced.  If  during  the  process  of 
manufacture  the  fatty  acids  of  the  oil  were 
never  allowed  to  come  in  contact  with  oxygen, 
the  oil   would  be    absolutely  free   from    the 
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objectionable  hydroxy-acids,  ttat  is,  free  from 
the  one  practical  difficulty  that  yet  ftood  in 
the  way  of  ad ra mistering  cod-liver  oil. 

The  oii  carefully  prepared  for  expeiimental 
purposes  under  a  current  of  hydrogen  did  not 
contain  a  trace  of  hydroxyls.  It  was,  in  fact, 
C4>d-liver  oil  pure  and  simple,  and  tlie  first  that 
had  ever  been  seen;  for,  everything  pttMluced 
before  had  contained,  not  only  the  pure  fats  of 
the  oil^  but  also  in  gre^t-er  or  lesser  degree 
their  oxidation  or  decomposition  products — the 
hydroxy-acids.  Fnym  the  chemical  point  of  view 
we  had  now  reached  our  ideal  oil,  a^id  a  series  of 
ca/reful  experiments  mtisjied  us  thai  from  the 
physiological  point  of  view  it  was  also  the  ideal — 
a/n  oil  incapahle  of  causing  imtation  of  ihs 
stomach  and,  consequent^  eructation.  This  result, 
answering  our  most  Banguioe  expectations^  and 
justifying  the  years  of  work  that  had  led  up 
to  it,  was  certainly  most  gratifying  to  all  who 
had  looked  and  laboured  for  it,  but  it  left  us 
with  another  problem  to  solve  before  we  could 
practically  realise  our  object.  To  produce  this 
perfect  oil  in  very  small  quantities  for  scientific 
purposes  was  now,  comparatively  easy ;  to  pro- 
duce it  on  a  commercial  scale  was  altogether 
a  different  matter.  This  last  and  only 
remaining  obstacle  necessitated  many  ex- 
periments, naturally  accompanied  by  many 
failures,  but  at  length  the  difficulties  were 
overcome,  and  toe  were  successful  in  devising  an 
appa/raius  by  which  we  could  produce  cod-liver  oil 


on  a  large  scale  without  allowing  even  the  slighf4)st 
oxidaHon  to  take  place.  The  apparatus  even- 
tually  adopted  is  ao  designed  that  the  air  can 
be  completely  excluded  from  it  during  the  whole 
operation  from  beginning  to  end,  the  process 
being  cond\icted  in  a  current  of  carbonic  acid 
from  the  moment  the  livers  enter  the  apparataa 
until  the  oil  obtained  from  them  is  safe  within 
the  bottles.^  , 

We  have  subjected  the  oil  obtained  by] 
this  process  to  a  series  of  most  carefully  carried- 
out  investigations,  with  results  so  excellent  and 
80  uniform  that  we  are  perfectly  satisfied 
that  at  length  our  object  has  been  attained. 
For  years  our  investigations,  whatever  their 
value  from  the  scientific  side,  were,  fiHDm  the 
practical  aspect,  of  little  value  when  compared 
with  the  results  of  to-day. 

The  product,  the  HydroosyUfree  OodAiver  03, 
seems  to  all  intenta  and  purposes  perfect — 
without  either  the  peculiar  smell  or  oily  taste, 
and  without  that  most  obnoxious  of  all  the 
real  or  imaginary  characteristics  of  ood-Hver  oil,  i 
the  property  of  causing  loathsome  eructation ; 
and  we  do  not  think  that  we  go  too  far  in  saying 

that  IT  IS  THE  HRST  AND  ONLY  REAL  IMPROVE- 
MENT IN  THE  METHOD  OF  MANUFACTORIKG  COD- 
LIVER  OIL  SINCE   1853,  WHEN  Peteh   Molleb 

INTRODUCED   HIS  STEAM    PROCESS.  l 


'  The  method  has  been  protected  hj  letiers  patent  in  the 
different  countries. 


PHARMACEUTICAL   ANNOTATIONS 


A  volume  of  no  small  extent;  raight  be 
written  on  the  pharmacy  of  cod-liver  oil,  for 
that  TiixfortnTiate  article  has  been  *  prepared  '  by 
methods  which  are  only  as  numerous  a8,  in  the 
opimon  of  the  anthor,  they  are  uncalled  for. 
Many  of  these  methods  are  now  mattem  of 
history^  but,  of  course,  each  was  supposed  to  be 
in  improvement  on  the  oil  itself,  although  in 
some  cases  going  bo  far  aa  to  improve  it  out  of 
existence.  A  ftiU  account  of  all  the  past  and 
present  ways  of  pharmaceutical ly  preparing 
cod-liver  oil  is  here  out  of  the  question,  and  all 
that  the  writer  will  attempt  shall  be  a  brief 
description  of  some  instances  of  the  more 
interesting  or  more  im]X>rtant  methods  that 
have  been  used. 

PLAVODRINGa 

Before  the  introduction  of  *  elegant  prepara- 
tions '  of  cod-liver  oil,  that  is,  in  the  period  when 
the  light-brown  varieties  had  full  sway,  it 
was  found  desirable,  if  not  indeed  necessary, 
to  oover  the  taste  of  the  oil  by  adding  various 
flavouring  agents.  After  the  steam-prepared 
oil  hhd  practically  displaced  the  darker  kinds 
the  practice  was  continued,  and  still  is,  although 
as  a  matter  of  fact  it  should  be  quite  unneces- 

7 J — if  the  oil  be  pure  and  pri/perly  jyrepared. 
Some  of  these  flavouring  agents  or  c&rrir 
gmtia  are  very  curious  and  interesting ^  and  we 
may  here  give  a  brief  selection  of  them. 

As  far  back  as  1775  it  was  found  difficult 
to  make  the  patients  in  Manchester  Infirmary 
iwallow  the  light-brown  oil ;  and  we  are  told 
that  the  vehicle  in  which  they  most  preferred 
to  take  it  was  warm  beer  {BrUuh  aiid  Colonial 


D.  vol.  xsii.  p.  453,  from  Med,  Press — Hutch- 
inson's Archives). 

We  next  find  that  iron-water,  prepared  by 
macerating  rusty  nails,  is  recommended  to  be 
taken  immediately  after  the  oil,  the  taste  of 
the  oil  and  of  the  eructations  being  thereby 
agreeably  changed  into  *  the  flavour  of  oysters  * 
{Rec,  de  med.  et  chir.  rmKL), 

Chevrier,  Paris  :  01.  morrh.  balsam. — Fix 
liquid  1  part,  bals.  tolut.  3  parts,  syr.  sacchari 
4  parts,  sp,  v.  root.  4  parts.  Digest  for  four 
hours  and  then  shake  vrith  oL  morrh.  1,000 
parts.     Separate  the  clear  oil. 

Hager  recom  mends  an  addition  of  oil  of 
peppermint  1  part,  and  5  parts  of  chloroform 
to  600  of  cod-liver  oil  {Pharmacmdisciia  Cmt^ 
iralhalle,  x.  15)* 

Pavesi- — 40  parts  of  cod-liver  oil  digested 
with  two  of  roasted  coflee  and  one  of  animal 
charcoal  (Qiorrb,  difwrm.  1870). 

DugueaneL— Flavouring  with  1  percent,  of 
eucalyptus  oil  (BulL  g^,  de  thSrap.  1883). 

Another  recipe  is:  Wood-tar  4  parts,  sol. 
of  ammonia  20  parts,  oil  1,000  parts.  First 
shaken  and  then  boiled  as  long  as  ammonia  is 
given  oft*;  after  cooling,  8  drops  oil  of  anise  are 
added  (PL  0.  scv.  546). 

A.  Ferguson,  jun. — The  oO  to  be  combined 
with  the  fruit  of  cacao,  or  with  the  usual  ingre- 
dients of  cocoa  or  chocolate*  This  idea  was 
thought  BO  valuable  as  to  be  worth  a  patent- 
No.  4495,  1880. 

R.  F.  Ferguson. — One  part  of  tomato  or 
walnut  ketchup  to  be  added  to  4  part.s  of  oil* 

The  same  authority  also  recommends  the 
following   mixture;  Ldebig'a   extract   8   parts, 


i  extract  of  celery  eeeda  1  part,  vinegar  16,  water 
82,  and  cod-liver  oil  80  parts  (Amer.  Jownt.  of 
Pharm,^  through  The  Gfwtrmi  and  Ihmfgist, 
xxxilL  p.  167). 

Dr.  FonssagriveB. — Cod-liver  oil  96  grm.j 
iodoform  20  centigr»,  and  essence  of  aniBe  4 
drops.  *The  taste  and  smell  of  the  oil  are 
completely  masked,'  but,  'shoald  it  still  be 
repugnant/  we  are  recommended  to  take  it  with 
*a  small  dosia'  (?  a  grain)  *  of  salt'  {Oaz,  des  Iidpit, 
1882). 

Lastly  we  may  mention  the  combination 
of  ood-liver  oil  with  saccharine:  Saccharine 
40  centigr.,  acetic  ether  2  grm,,  cod-liver  oil 
100  grm.,  peppermint  or  cinnamon  oil  q.s.  Dis- 
solve the  saccharine  in  the  ether  and  add  cod- 
.liver  oil,  little  by  little,  with  frequent  agitations; 
finally  add  peppermint  or  cinnamon  oil 
(Wiener  Miimch/i  Bundschau). 

LojNiMJSNTs,  Jellies,  and  Emulsions 

The     next    development     in    the    art    of 

ag  and  disguising  cod-liver  oil  was  by 

rporating    it    into   liniments,  jellies,    and 

Etmubions*     So  far  as  the  writ-er  is  aware,  the 

Uuuiuente  were  originally  German   inventions, 

je)ut9s  French,  and  emulsions  American. 

hinimenis. — These  are  made  very  much  in 

way  as  liuimentum  calcis. 
The   first    that  we  have  found  is  olenm 
rtnorrhu(0   calcinatum,  a  Viennese   preparation 
lusting  {torn  1868,  and  consisting  of  equal  parts 
^oil  and  lime-water. 

Kven  as  late  as  1889  we  find  Lefaki 
r^^commending  this  liniment  with  the  addition 
iUT  ionie  palatable  syrup.  He  oontideutly  asserts 
Umt  the  oil  in  this  form  does  not  stick  to  the 
l^laU'  and  leaves  no  after-taata  {Th&rap.  Gazeiie^ 
\n\K  p.  488). 

JflUes, — ^A  jelly,  crhne   d^kuils  de  foie  de 

mvih^,  appeared   some  twenty-five   years  ago 

^1^1    iVris.     It  was  prepared  from  cod-liver  oil 

|«Ui  |virt«,  sugar  150  parts,  white  of  eggs  200 

[l^tlH,  hoat<>d  to  40"*,  mixed  with  100  parts  of 

ii;4utiOu  fl-40)  of  gelose  (Chinese  gelatin, 


parabin)  and   50  parts  of  aqua  amygd.  amar 
(Leroy,  PL  0.  ix,  319). 

Up  to  tbe  present  there  seems  to  be  a 
craving  for  jellies  ;  for  as  late  as  1890  we  find 
a  formula  ;— 

Gelatin 2  oz. 

Water 15    „ 


Soak  over  night*     Add 
Syrup    . 


10  oz. 


Melt  over  a  water-b&th,  then  pour  into  a  mortar  ooa* 
taining 

Cod-liver  oil 25  oz. 

Chloroform   .         ,         .         .         .         .  20  WL 

Oil  of  oifmamon  ,        .        .        .        .      5  „ 

„     bitter  almonds     <         .         .         »       8  ,, 

Btir  uDtit  the  Huids  aasome  a  uniform  appearoncef  then 
pour  into  bottles ,  before  cooling  {CK  &  D.  xxxvi«  p. 

Emukiom. — Nearly  everything  capable  of 
emulsifying  cod-liver  oil  has  been  called  into 
reqaisitiooj  such  as  gums,  eggs,  dextrin,  malt, 
moss,  quiUaia,  etc. 

The  following  are  specimens  of  the  different 
sorts : — 

BtMfL£   EuXTliStOK   WTTH   QVM  AOAOtl 

Cod'liver  oil  .        .         ,        .        .        .4  oz. 

Powdered  gum  acacia    .        ,        .        .  1   „ 
Saccharine  (made  into   a   lO-per-oeot. 

solution  by  adding  8  grams  of  sodiiim 

bicarbonate  to  20  grams  of  saccharine 

and  water  q.s.) 2  gr. 

Oil  of  cassia  .         .         «         »         *  4  Hi 

„      hitter  almonds    .        .        .         «  4  ,» 

Water  to  make 8  os« 

Mix  the  oils  with  the  gum  in  a  dry  mortar,  add  the 
saccharLne  solution  and  2  oz»  of  water,  atir  till  the  emul* 
sion  is  formed,  and  finally  add  water  to  make  S  os. 
(Qerrard'a  formala,  Ch,  S  D,  xxxi.  p.  640), 


Eicin^oN  WITH  Gum  Acacu  axd  HYFOPHosFmrfli^^ 

These  are  chiefly  represented  by  *  proprietary 
articles/     The  following  are  different  analym 
of  the  same  compound  i —                             ^^ 

Cod-liver  oil          ... 
Glycerin        .        ,        ,         . 
Hypophosphite  of  calcium   . 
„              H     sodium   . 
Water   .        .        .        .        , 
Gum  acacia  and  flavouring  , 

(Accord,  to  *  New 

.    85-5  parts 
.         .     18'5     ., 
.         .       10     », 
.        >       10    „ 

.     420     „ 

.     q.8. 

Idea.') 

PHARMAOEUTIOAL  ANNOTATIONS 
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God-liver  oil 24-25  paxts 

Glycerin 20-21    „ 

Hypophosphites  of  calcium  and  sodium  2    „ 

Water 44    „ 

Gum  acacia 11-12    „ 

(Average  of  four  analyses  by  Dr.  Hermann 
Hager.) 


Emxtlsion  with  Gxth  Acacia,  Hypophobphitbs,  Ibon, 
AMD  Manganese 

God-liver  oil . 
Sugar    .... 
Gkim  acacia  . 

Hypophosphite  of  calcium 
„  „   sodium 

Ferrous  sulphate  . 
Manganous  sulphate 


Oil  of  bitter  almonds 

„      cloves 
Essence  of  vanilla 
Water  . 


16  oz. 
4   „ 
2    „ 
200  gr. 
120  „ 
76  i, 
38  „ 
6ni 
2„ 
6  „ 
q.s. 


Dissolve  the  sulphates  in  2  oz.  of  hot  water  and  15 
drops  of  hypophosphorous  acid ;  add  80  grains  of  hypo- 
phosphite  of  calcium ;  stir  well  and  bring  to  the  boil,  then 
filter  and  wash  the  filter  and  contents  with  hot  water  to 
3  oz. ;  in  the  filtrate  dissolve  the  remainder  of  the  hypo- 
phosphites.  Place  the  gum  and  sugar  in  a  mortar,  mix 
the  oil  with  them  thoroughly,  and  add  8  oz.  of  water, 
triturating  thoroughly.  Then  gradually  add  the  hypo- 
phosphite  solution,  the  flavour,  and  sufficient  water  to 
make  30  fl.  oz.  ^Oh.  A  D.  zxix.  p.  563.) 

Cod-lacUme  is  an  emulsion  to  which  is 
added  lacto  -  phosphate  of  lime  (Oh.  &  D. 
xliii.  p.  598). 

Emulsion  with  Tbaoacanth  and  Htpophosphxtxs 


Cod-liver  oil . 

Powdered  tragacanth 

Tincture  of  benzoin  (1 

Spirit  of  chloroform 

Glycerin 

Oil  of  bitter  almonds 

„      lemon 
Distilled  water 
Oalcinm  hypophosphite 
Sodium  „ 

Potassium        „ 


.    40  oz. 
.  200  gr. 
10  rectd.  spirit)      j^  oz. 
.        .        .      i  ., 
2   ,. 
40  »i 
40,. 
80  oz. 
40  gr. 
40  „ 
80  „ 


10  dims. 
2     .. 


Place  the  oil  in  a  Winchester  quart  and  poor  into  it 
the  powdered  tragacanth,  tincture  of  benzoin,  and  spirit  of 
jchloroform  mixed ;  agitate  briskly  for  one  minute,  then 
add,  all  at  once,  a  pint  of  distilled  water  and  agitate  as 
before ;  lastly  add  the  oils,  glycerin,  and  remaining  water 
in  mhUix  the  hypophosphites  may  be  dissolved,  or  added 


to  the  emulsion  afterwards  as  required  (Baily's  formula  in 
*  Physicians*  Pharmacopoeia,'  Ch.  dt  D.  xxx.  pp.  805,  341). 


Emxti^ons  with  Gum  Acacia  and  Tbaoacanth 
Powder  of  tragacanth  .        .        .        .    15  gr. 
„       „  gum  acacia.        .                .    15  „ 
Syrup ^  oz. 

rubbed  into  a  paste,  add 

Water 1}  oz. 

Bub  into  a  good  mucilage,  and  add  by  a  thin  stream 

God-liver  oil 2|  oz. 

Essence  of  lemon         .  .        .    12  ni      ^ 

Essent.  oil  of  almonds  .        .      2  „ 

These  being  well  incorporated,  add  gradually 

Distilled  water 2^  oz. 

And  lastly  add  cautiously 

Beotifled  spirit |  oz. 

The  excellency  of  the  emulsion  is  in  pro- 
portion to  the  diligence  of  the  operator  in  using 
his  pestle  and  mortar  (8quire*8  Oonvpanumj 
1894). 


Powdered  tragacanth  ....  800  gr. 
„  gum  acacia  ....  1,200  „ 
„         arrowroot      ....    800  „ 

Bub  well  in  a  mortar  with 

God-liver  oU 80  fl.  oz. 

till  consistency  of  cream  ;  transfer  to  a  8-gallon  bottle  and 
add,  all  at  once,  a  mixture  of 

Glycerin 10  oz. 

Water 70  „ 

Shako  well  for  10  minutes  and  then  pour  in 

Spirit  of  chloroform     .        .                .      2J  oz. 
Oil  of  lemon 160  ni 

Shake  again  well  {Ch,  d  D.  xxxiii.  p.  888). 

OOMBINATION  OF  LiNIMSNT  AND  TrAOACANTH  EmTTLSION 

Powdered  tragacanth    .        .        .        «        2  drms. 
Bub  up  with 

Glycerin 2  oz. 

and  add 

Boiling  water 8-10  oz. 

Make  into  a  firm  jelly,  and  when  cold  add  gradually 

God-liver  oil 40  oz. 

previously  mixed  with 

liime-water 15  oz. 


hAv 


PHARMACEUTICAL  ANNOTATIONS 


Oil  of  ftlmonds 
dinsolved  in 

Beatified  spirit 


20  drops 


2oz. 


Aji  addition  of  2  grains  of  chlorido  of  sodium  to  e&ch 
ounce  of  emmlaion  will  improve  the  emulsion  and  make  it 
more  pftJatablo  {CK  <t  D.  Diary,  1881). 


Emulsion  with  PAifCKB4TiN 
Many  preparations  have  been  made  witli  the 
avowed  object  of  increasing  the  efficiency  of 
cod-liver  oil  by  the  addition  of  pancreatin. 
One  of  the  first  of  these,  an  American  prepara- 
tion, was  dignified  by  the  name  HydroleiDe, 
So  far  as  the  writer  knows,  this  ia  now  extinct 
—at  least  on  this  side  of  the  Atlantic.  It  was, 
according  t^  the  label  accompanying  it — 

Soda 0-3  part 

Bono  Boid 02     „ 

Water .  800      „ 

Pancreatin ^*0      „ 

HyocJiolio  acid      .        .        .        .        .  0^5     ,« 

Cod-livor  oil 66-0     „ 

The  BO-called  hyocholic  acid  is  probably 
nothing  more  nor  less  than  bile.  The  name 
is  a  pui^ely  fancy  one  of  American  invention, 
and  quite  unknown  to  scientific  chemistiy ;  but 
the  substance,  whatever  its  oompoaition  may 
be,  makes  itself  pidnfuUy  en  Evidence  to  the 
olfactory  and  gnatatory  nerves  when  the  pre- 
paration containing  it  has  become  sufficiently 
matured, 

Hydrated  cod-liver  oil  is  an  English  edition 
of  a  similar  composition.  It  also  was  known 
as  hydroleYne,  a  proprietary  medicine.  'The 
delicacy  of  adjustment*  of  its  essential  pointSj 
'  both  in  the  chemical  reactions  and  in  the 
manipulation  necessary  to  produce  the  required 
combination/  etc.,  '  is  so  gi^at  as  to  render  it 
difficult  of  manufacture,  even  under  the  direc- 
tion of  so  able  a  chemist  as/  etc. — so  says  a 
booklet  written  in  praise  of  hydrated  oil  by  a 
gentleman  with  *  M,D,'  adber  his  name. 

The  brilliancy  of  this  idea  seems  to  be  fas- 
cinating»  for  we  find  it  revived  in  Germaoy 
in  1887,     It   is  improved,  of  course,  by  the 


scientific  acquirements  of  intervening  years, 
and  therefore  taurocholates  are  substituted  for 
bile^  and  olive  oil  for  cod-liver  oil,  for  which 
reason  it  will  appear  further  on,  under  the 
heading   of  *  substitutes  *    and    the    name    of 

Emulsion  wttb  Eaos 

TolkA  of  Qggs        .         .        ,         .        .  2 

Powdered  aagar i  oz. 

Oil  of  bitter  almonds    ....  2  drops 

Orange-flower  water      .         .         .        ,  S  02. 

Mir  and  add  an  equal  bulk  of  ood -liver  oil  (C/»,  d  D, 
XXX.  p.  63). 


Emulsion  with  EqoSi  Bum,  and  Phospbobio  Aoid 
(L  Waskcnotom  Formula) 

Dilute  phoBpliorio  actd  (U.S.)        .        .    1|  02. 

Yolks  of  egga 

Cod -liver  oil . 

Glycerin 

Oil  of  bitter  almonds 

New  England  ram 

Orange-flower  water  to  make 

{Oh,  ct-  P.  xxxii.  p.  281.) 

Apparently  the  tragacanth  emulsions,  in 
spite  of  the  praise  lavished  upon  them  on  their 
first  appearance,  have  proved  no  more  satis- 
factory than  the  egg  emulsions,  because  we  find 
some  years  later  attempts  being  mad©  to  im- 
prove upon  them  by  combining  the  two, 

EMmmON    WITH    TlUdACANTa  AND   EOGg 

Powdered  tragacanth   . 
Yolka  of  eggs 
Hypopliospbite  of  calcium 
„  „   Bodiiini 

Glycerin 

Bub  together  in  a  mortar.    Add  in  their  order,  and  in  tlie 
proper  manner  for  making  an  emulsion 

Orange- flower  water      .        .        .        ,      2  oz. 

Cod- liver  oil . 

Oil  of  bitter  almonds 

,f      cinnamon  . 
Chloroform    . 
Saoohsrine    . 

dissolved  in 

Jamaica  rum         .        .        *        .        ,      5  drms. 
Hake  up  with  orange-flower  water  to   .    86  fl.  02. 


(Oh.  &  B.  Diary,  1890.) 
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Another  formula  in  which  there  ia  50  per 

cent,  of  cod-liver  oil,  as  against  66'Q  per  cent, 

in  the  preceding  one  : — 

Cod-liver  oil .... 
ToUcs  of  eggB 
Powdered  tngafi&nth    . 

Elixir  of  tacdbarine     . 
Simple  tincture  of  benzoin 
Spirit  of  chloroform     . 
Essen tia.1  oil  of  bitter  olmondsi 
Diatilled  water  U>  make 

IfeastirB  5  fl*  oz,  of  water,  place  the  LragacaDth  in  a  dry 
mortar,  and  triturate  with  a  little  of  the  cod-liver  oil ;  then 
add  the  jolk  of  eggs  and  stir  briakly,  adding  water  as  the 
mtititre  thickens.  When  of  a  suiiable  consistency  add  the 
fttBiainder  of  the  oil  and  water  alternately  with  conBtaiit 
itirring.  avoiding  frothing.  Transfer  to  a  pint  bottle,  add 
thfi  elixii  of  eao^harine  tlnctore  of  benzol n,  spirit  of  chloro- 
brm^  and  oil  of  almonds,  previooBly  mixed ;  shake  well 
and  add  distilled  water,  if  neoeBsary,  to  make  10  B.  oz. 
(aaoffid&l  formulary,  British  Pluirm^  Conferme^). 


Emclsions  with  Malt  Extract 

The  mixture  of  malt  extract  and  oil  is 
prohabljy  also,  an  American  idea.  We  give 
below  the  original  formula  and  a  couple  of  the 
ecHcalled  iraprovements  upon  it. 

Equal  parts  are  mixed  by  adding  the  oil  to  the  warm 
eitiact  in  amaU  portions,  at  first  of  5  per  cent.,  later  10 
per  dent.  The  mixture  becomea  at  last  bo  thiek  that  water 
hai  to  be  added. 


Cod.Uveroil 1460  parte 

,       8-00     ,, 

Oijcmn 

.       500     „ 

Peptie  robstaneee 

.       010     „ 

Pancreatiii  . 

.  3-4^00     „ 

Malt  «str»ct 

.    87-50     „ 

Syrup  , 

.    18-o0     „ 

Water  , 

.       12^12150     „ 

Salicylic  acid 

.      0*14     ,. 

(Average  of  four  an 

alyee 

Bby 

Dr.  H,  Hager.) 

ThiB  ia  one  of  the  ao-called  solutions  of 
cod-finer  oil,  their  description  as  *  solutions ' 
hting  an  ingenious  invention  of  our  American 
oouBiis.  The  slightest  acquaintance  with  the 
piopertiee  of  its  seyeral  constitnenta  will  suffice 


to  convince  anyone  that  there  can  be  no 
possibility  of  a  solution.  It  is  no  doubt  useful 
for  trade  purposes  to  describe  it  thus,  relying 
for  proof  upon  an  optical  illusion.  Under  the 
microscope  the  appearance  of  the  preparation 
is  uniform,  no  oil  globules  being  visible  ;  but  this 
ia  caused  by  the  fact  that  the  extract  and  the 
oil  have  nearly  the  same  index  of  refraction. 
Just  as,  for  the  same  reason,  many  Imct^eria 
long  escaped  detection  by  the  microscope,  but 
became  visible  when  coloured,  so  the  oil 
globules  in  the  so-called  solution  become 
visible  when  coloured  with  woUramic  or 
osniic  acid,  or  simply  by  the  employment  of  a 
small  diaphragm.  It  will  then  be  seen  that 
the  *  solution '  is,  in  reality,  an  emulsiou,  and 
with  oil  globules  which  are  certainly  not 
smaller  than  those  of  any  ordinary  emul- 
sions. The  presence  of  salicylic  acid  is  probably 
necessary  for  the  preservation  of  the  malt 
extract,  but  it  must  be  therapeutically  objection- 
able in  many  cases.  Judging  from  Dr.  Hager's 
analyses,  the  malt  extract  employed  in  the 
particular  brand  he  examined  is  mixed  with 
syrup. 

The  emulsion  contains  codr-liver  oil  to  the 
extent  of  only  15  per  cent ,  according  to  the 
analysis. 


Another  of  the  improvements  derived 
from  malt  extract  and  pancreatin  with  bypo- 
phoaphitea  ia — 

Pahohk^tio  Emulsion 

Cod-liver  oil 
Extract  of  malt . 
Pancreatin 
Oil  of  gaultheria 
„     cinnamon 
Alcohol 
Syrup  ofhypophoBphitee  (U.S.),  to  make  32  fl.  oa. 

Beat  the  extract  of  malt  in  a  mortar  nntil  it  can  be  drawn 
into  atringB,  add  the  pancreatin,  and  mix  thoroughly^ 
Then  add  the  oil,  in  amall  quantitiea  at  a  time,  and  beat 
ootil  a  smooth  ihabb  results.  Add  the  alcohol  and  esBen- 
tial  Oils,  then  gradually  incorporate  the  syrup  by  tritura- 
tion. Here  there  is  25  per  cent,  of  oil  (Amer,  Drug.  18B6^ 
No.  11). 


tell 
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Emulsions  having  once  become  the  order  of 
the  day,  everything  that  could  make  them  has 
been  introdnced,  and  has  had  more  or  ieaa  of  a 
run,  as  is  the  way  with  novelties.  The  following 
are  some  modem  specimens : — 

Ekulsion  with  DErniDf 

Cod4iver  oil        ,        .        .        .        ,      8  fl,  02» 
Mucilage  of  dextrin  (1  in  3)         *        ,      5      „ 

Byrnp  of  Tolu 2      „ 

FlavonriDg  ......      q.a. 

Water  to      .        ,        ,        .        ,        .  16  fi.  oz 

Add  oil  in  small  portions  to  the  muoilage  in  a,  bottle^ 
agitating  each  lime ;  then  flavor  ring*  syrup  of  Tolii»  and 
iMtly  water  (CK  dt  D,  xxxiiL  p.  768). 


EmUIAION   WITB   Cin&iLOEElV 

Decoction  of  carrageen  moBB      .        .  lOO  parts 

,  120    „ 

.         .         .         .     20     H 

.    ad  lib. 


Ckyd'liver  oil 
Bugar  . 
Afomatio  oils 


inade  into   an  emnlKion  by  beating,  not  by  triturating 
{U  Union  pJmrfH.  1881,  x.). 


Carrageen  moss 1  dnn. 

Make  a  deooetion  in  a  water-bath  to  .  5  f!.  os. 
and  add 

Glycerin 2  fl,  02. 

Alcohol 1m 

Oil  of  bitter  almonds  .        .        ,        .  5  drops 

„     gaultbcria         .        .        .        .  8     ,, 
when  cold  add 

Cod-liver  oil        .        .        .        *        .  6  fl.  oa« 

in  three  portions,  shaking  vigoronsly  after  each  addition 
{Pliarm,  Record  ;  Ch.  d  D.  xxx.  p.  681). 


EMtriiBION   WITH   QuiLLAIi 

Cod'liver  oil 
Tincture  of  quillaia 
Syrup  of  Tolu     . 
Flavouring  , 
Water  to     . 

Put  the  linoture  in  a  suitable  bottle,  add  the  oil^  two 
ounces  at  a  time,  shaking  thoroughly  to  ensore  complete 
etnulsjfication ;  then  add  the  rest  and  shake  again 
thoroughly  (National  Formulary  :  Ch,  dt  D.  xxxiii*  p.  768). 


EumJBtOTS  WITH   COMnXMSKD   MlliX 

Cod-Hver  oil    .        .  .        ,  8  parts 

Condensed  milk  .        .  8     », 

Glycerin  or  syrup    .        .        .        ^  9    ,» 

Water 2     „ 

Milk  rubbed  in  a  mortar,  oil  added  gradually;    lastly 
gtyoerin  and  water  {Br»  d  CoL  D.  xlx.  p.  162). 


Preparations  with  Cod-uver  Oil 

We  have  so  far  described  the  methods  used 
to  cover  or  disguise  the  disagreeable  flavour  oi 
the  oil,  and  in  some  cases  the  simultaneous 
incorporation  of  other  compounds  supposed  to 
increase  the  therapeutical  effect  of  the  oil.  We 
may  now  turn  to  a  clasa  in  which  little  regard 
haa  been  paid  to  the  gustatory  organs,  the  sole 
object  being  to  combine  with  the  oil  such  sub- 
stances as  are  likely  to  endow  it  with  supple- 
mentary or  increased  efficiency.  The  value  of 
these  additions  is  always  great — ^according  to 
their  iuventors^but  the  preparations  them- 
selves are,  as  a  rule,  far  from  nice,  and  the  poor 
patient  is  left  to  overcome  hia  aversion  to  swal- 
lowing them  as  best  he  can. 
^^In  some  of  the  preparations  the  utmost 
ingenuity  has  been  brought  into  play  in  order 
to  combine  cod-liver  oil,  a  body  with  a  most 
delicate  and  sensitive  constitutiouj  with  some  of 
her  bitterest  enemies,  in  a  chemical  sense. 
If  emulsionists  condemned  the  oil  to  life- 
long servitude,  the  improvers  upon  them  may 
certainly  be  said  to  have  issued  it«  death- 
warrant.  X 

yiron  is  the  chief  factor  that  has  secut^ 
the  attention  of  workers  in  this  field ;  and  no 
pains  have  been  spared  to  obtain  a  properly 
constituted  oleum  imtrrhrnvfeTtalumJ  A  method 
for  preparing  an  oil  with  a  constant  percentage 
of  iron  seems  to  have  been  successfully  devised. 
But  what  an  oil!  In  spite  of  assurances  to 
the  contrary — always  emanating  from  the 
inventors  of  these  preparations — we  doubt  if 
many  persons  could  be  persuaded  to  take  them, 
except,  of  course,  little  children,  with  whom 
persuasions  of  a  certain  kind  ai*e  generally 
followed  by  satisfactory  results. 

We  shall  now  give  a  short  surv^ey  of  the 
efforts  made  in  order  to  obtain  a  reliable  oleum 
morrhuit  fejratum.  The  first  attempt  was  made 
as  far  back  as  1861,  but  it  was  a  comparatiTely 
tame  one.  Jeannel  gave  the  following  sugges-^ 
tion:  260  parts  of  oil  are  mixed  with  14  parta 
of  sodium  carbonate,  14t  paita  of  ferrous  sul* 
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phate,  dissolved  in  250  parts  of  water,  ghaking 
occasionally    for    a    week,    and   then   filtering 

An  improvement  U[>on  this,  is  to  prepare 
first  ferrous  carbonate  from  ferrous  sulphate  by 
sodiom  carbonate,  and  then  dissolve  the  pre- 
cipitate in  the  oil  heated  on  a  water-bath 
{Pharm.  OmtralhaUe,  ii.  369). 

Three  years  later  the  same  journal  proposes 
to  dissolve  ferrous  stearate  in  the  oil,  but  admits 
that  it  does  not  dissolve  perfectly. 

Two  yeare  afterw'ards  C.  Waeber,  in  Fharm. 
ZmUch.fuT  Uiisland^  18t>6,  recommended  ferrous 
deate  in  preference  to  stearate  because  it  dis- 
solves in  all  proportions. 

In  1866  flicker  (N.  JaJirh,  d.  Phmifn.)  re- 
eoQunended  the  preparation  of  an  iron  soap  from 
the  fatty  acids  of  cod-liver  oil  by  saponification 
with  caustic  soda,  dissolving  the  soap  in  water 
and  predpitating  with  ferrous  sulphate.  The 
precipitated  ii-on  soap  is  then  dissoWed  in  the 
oU. 

The  percentage  of  iron  in  al!  these  pre- 
parations is  variable,  and  in  order  to  obtain 
fto  oil  with  constant  percentage  Stromeyer 
{Arth.  d.  Fh.  xv.)  devised  the  following  me- 
diod :  20  grms.  of  Castile  soap  are  digsolved  in 
800  grms.  of  water ;  to  the  solution  are  added 
7*5  grnifl.  of  a  solution  of  ferric  chloride  {15  per 
cent*);  16  grms,  of  the  iron  soap  thus  formed 
hDd  mixed  with  84  grms.  of  cod -liver  oil,  the 
whole  being  gently  heat^.  The  preparation 
ooQtAins  1  per  cent,  of  iron. 

Snch  a  discovery  proved  quite  a  stimulus  to 
emiiloQS  pharmacists,  and  ^omGermanyj  France^ 
md  Holland  there  came  in  quick  succession 
reports  of  stiU  greater  discoveries.  Thus 
Schwaftai  (PA.  ZeUg.  liii.)  recommends  iron 
benJBOttto  in  making  ol.  morrh.  ferr,  Ue  dis- 
aolTesdO  grms,  toluyl-benzoic  acid  in  300  grms. 
mater,  adding  102  grms.  liquor  ammonife  (10 
psr  cent.);  a  mixture  of  100  grms.  Tr.  ferri 
pnrchloridi  and  300  grms.  water  is  added,  and 
the  precipitate  washed  and  dried:  20  grms. 
of  this  iron  benzoate  is  triturated  with  5  grms. 
Udnyl^bensoic    acid    and    some  cod-liver  oil, 


mixed  with  1  kilo,  more  oil,  and  heated  on  a 
water-bath  for  an  hour.  It  contains  2  percent, 
ferric  benzoate,  or  0'3  per  cent,  metallic  iron. 

Godin,  Paris,  had  a  similar  happy  idea — 
dissolved  1  per  cent,  ferric  benzoate  in  the  oil. 
The  preparation  must,  however,  not  be  exposed 
to  light,  otherwise  *it  assumes  a  rather  un- 
pleasant taste/ 

Van  der  Burg  {Ph.  Zhj.  1S81)  prepares  an 
iron-oil  in  this  way : — -Pour  3*5  parts  of  caustic 
soda  solution  into  100  parts  of  oil,  heating 
on  a  water-bath,  add  2  parts  of  ferrous 
sulphate,  passing  a  current  of  air  through 
the  mass  and  keeping  the  temperature  up  to 
90°.  A  compound  is  thus  obtained  which  is 
quite  clear,  of  a  dark  garnet-red  colour,  contains 
0'25  per  cent,  iron,  and  'has  an  unpleasant 
taste  and  smell/  It  ia  therefore  recommended 
to  dilute  it  with— cod-liver  oil. 

Van  Valkenburgs  method  of  preparing 
an  oil  with  iodide  of  iron  :— Iodine,  1-25  parts, 
and  cod-liver  oil,  98*50  parts,  are  shaken  up 
for  some  days  until  the  iodine  is  dissolved,  then 
2*50  parts  of  iron  are  added,  and  the  whole 
shaken  occasionally  until  there  is  no  reaction 
of  free  iodine. 

Dietrich  (Nenes  ph,  Ma7niai)  gives,  as  late 
as  1886,  two  prescriptions  for  preparing  oleum 
morrh.  ferr. ,  proving  that  this  hapless  preparation 
still  haunts  the  pharmaceutical  brain.  One  is 
identical  with  Godin's  formula,  the  other  is 
similar  to  Stromeyer's,  both  referred  to  above. 

Oleum  MORHHOiG  ozonisatom:  a  French 
remedy  prepared  by  leading  ozone  through  thd 
oil !  ! 

Oleum  mohrhuje  chlorali«atum  ;  cod-liver 
oil  190  parts  and  chloral  hydrate  10  parts. 

Olkum  morhhu^  cum  oreasoto:  cod-Uver 
oil  4  fl.  oz.,  ereasote  (beech wood)  100  minims, 
and  saccharine  2  grains. 

Oleum  MDRRHUiE  cum  oleo  eucalypti: 
5  minims  of  eucalyptus  oil  to  each  drachm  of 
cod-liver  oil,  made  into  an  emulsion. 

Oleum  morrhu^  ethkrisatum,  the  only 
sensible  preparation  as  yet  suggested,  was 
introduced  by  Dr.  Foster,  of  Birmingham,  and 
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founded  upon  Claode  Bernard's  investigationB 
on  the  mode  of  stiraiiJating  the  secretion  of  the 
pancreas  (vide  British  Medical  J&myial,  Nov, 
21  aud  28,  1868).  Dr.  Foster  recommended 
three  degrees  of  strength  to  suit  individual 
cases:  1,  3,  or  5  minims  of  ether  to  1  drachm  of 
oil. 

Oleum  morrhtj^  piiosphoratum  :  phos- 
phorus 0*01  part  dissolved  in  100  parts  of  oil. 

Oleum  Mohhhu.e  pbosphorale  is  a  solution 
of  0*6  per  cent,  phosphorus  in  oil. 

Oleum  morhho^  saponificatum  :  slaked 
lime  40  parts,  water  and  oil  each  100  parts, 
evaporated  to  the  proper  consistency  for  making 
pills. 

PiTjECJOR  is  a  mixture  of  cod-liver  oil  and 
catramin  (D.  Med,  Zt^.  1890^  p.  147). 

Substitutes 

Suhatitutes  for  cod-liver  oil  have  been 
brought  more  to  the  front  by  reason  of  the 
preparations  just  described.  These  have  chiefly 
succeeded  in  rendering  the  oil  perfectly  horrible, 
while  the  substitutes  are,  at  least,  more  palatable. 
They  have,  however,  never  met  witli  extended 
sympathy  amongst  medical  men,  for  many 
reasons.  Their  scientific  vindication  has  been 
*  small  to  a  degree,  frequently  incomprehensible, 
supported  by  mere  postulates,  without  any  con- 
firmatory facts.  A  great  many  have  Ijeen 
nothing  more  than  pecuniary  speculations, 
whose  flicker  has  been  fanned  into  fiaine  by  flour- 
ishing advertisements  J  and  belong  to  the  prolific 
class  of  patent  rnedicineaflnd  proprietary  articles. 
With  the  latter  we  shall  not  trouble  the  reader, 
but  it  may  be  interesting  to  recall  some  others 
which  have  attained  a  certain  measure  of 
favour, 

Tlie  first  substitute  that  we  have  come  across 
IB  CREAM,  which  is  recommended  as  an  excellent 
substitute  for  cod-liver  oil  {Bull,  ihSrap,  1863). 

Next  PORK-FAT  (Br.  Med,  J.  1879),  which 
is  followed  by  a  mixture  of  spermaceti  1  part 
and  sugar  3  parts  (Monde  pharm,). 

Then  OLYCERHV,  simple,  is  declared  as  good 


as  tie  oil  {Ph,  C.  v*),  but  has  been  superseded  by 
Glvcerikum  TONicrrM,  which  is  composed  of 
glycerin  300  grma.,  tinct.  iodi'30  drops,  and 
iodide  of  potassium  0*3  grm. 

Several  other  oils  have  served  as  substitutes. 
Shark-liver  oil  from  Sqnalus  uyatus  is  by 
Italian  practitioners  considered  quite  equal  to 
ordinary  cod-liver  oil,  probably  their  consti- 
tutions are  somewhat  similar*  EuLACHON  oil, 
the  fluid  fat  of  Thal&ichthyd  />aci/i<ni«,  the  candle- 
fish  found  in  the  Pacific :  this  is,  however,  not 
liver  oil,  and  has  not  its  physical  properties, 
being  much  more  viscous.  DuGONG  OIL,  which 
is  said  to  some  extent  to  substitute  cod- liver 
oil  in  Australia,  is  the  fat  from  the  kalicore 
or  dugong  (sea-cow)^  an  herbivorous  cetaceous 
animal  Ijelonging  bo  the  Mfinalid^B,  and  found  in 
the  Indian  Ocean:  this,  again,  is  not  a  liver  oil. 
Japanese  cod-uver  oil  is  said  to  be  derived 
from  Gadm  BraftdHy  a  Japanese  species  of  the 
cod.  Alligator  oil,  crocodile  oil,  and  turtle- 
egg  oil  have  also  been  used  instead  of  cod-liver 
oil. 

A  milk  decoction  of  the  leaves  of  the  great 
MULLEIN  (Verhancum  ifuipsum)  is  reputed  to  have 
the  weight-increasing  properties  of  cod-liver  oil, 
and  is  said  to  be  much  used  in  Ireland.  *  It 
is  superior  in  point  of  view  of  comfort  to  the 
patient'  (Br,  Pharm,  Congress*  18b3 ;  vide 
C/k  &  1).  XXV.  p.  500). 

Creasote  and  guaiacol  have  l>een  recom- 
mended as  substitutes  j  but  as  they  therapeuti- 
cally belong  to  a  class  of  materia  medica  widely 
different  from  cod-liver  oil,  it  is  difficult  to 
see  how  the  one  can  be  substituted  for  the  other. 
Creasote  and  guaiacol  are  supposed  to  destroy 
the  tubercle  bacillus,  and  consequently  to  Oiirti 
the  disease:  the  oil  has  no  effect  upon  the 
bacillus,  but  provides  materials  for  rebuilding 
the  cells  destroyed  in  the  combat  between  them 
and  the  bacilli,  Creasot^e  and  guaiacol  may 
therefore  be  valuable  adjuncts  to  the  oil,  but 
they  cannot  be  substitutes  for  it. 

There  are  several  other  preparations  of  the 
dietetic  cat-egory.  In  these  meat  in  one  form 
or  another  forms  the  principal  constituent,  as 
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ine&t*powder,  meat-chocolate,  etc.  Besides 
these  there  is  an  imposing  array  of  proprietary 
irticleS)  the  coii3|x»sitions  of  which  are  '  trade 
secrets/  and  probably  in  most  cases  it  would 
be  inexpedient  to  declare  the  various  ingre- 
dients, npon  the  principle  that  ^  where  ignorance 
IB  blis8,  *tis  folly  to  be  wise/ 

Acnve  Principles 

Another  class  of  substitutes  enjoys  a  quasi- 
scientific  origin  restiog  upon  the  basis  of  the  so- 
caJled  "  active  principle  '  of  the  oil. 

The  oldest  of  these  active  principles,  iodine, 
was  detected  as  one  of  the  oil's  constituents  so 
fitf  back  as  1836  by  Hopfer  de  I'Orme,  and  the 
percentage  was  variously  stated  to  be  from 
0-0293  to  0-324  (100  to  1,000  times  higher 
than  the  percentage,  as  since  ascertained  by 
more  accurate  modem  methods).  A  most  varied 
§election  of  iodine  preparations  as  Bobstitates 
for  the  oil  followed  upon  this  discovery,  the  last 
example  of  which  has  already  been  mentioned 
as  glycerinum  tonicum,  born  1871,  died  shortly 
after  from  consumption — or  perhapa  rather 
from  too  small  consumption — secwndum  legem 

When  the  iodine  active  principle  was  ex- 
ploded another,  trimethylamine,  took  its  place, 
and  as  a  result  herriog-brine,  from  being  a 
imther  neglected  commodity,  became  for  a  short 
time  the  desideratum  of  the  day. 

Aft«r  a  quick  saccession  of  other  active 
principles,  too  evanescent  to  be  worthy  of  even 
an  obituary  notice,  the  turn  came  for  the  free 
fiitty  acids*  No  theory  and  no  fact  then  sup- 
ported the  idea  that  these  acids  were  the  active 
principle  in  the  oil ;  on  the  contrary,  all  obser- 
vatiocis  tended  to  demonstrate  that  their 
praeence  was  immaterial  to  its  therapeutical 
fmlae*  StiU,  the  belief  entered  some  active 
mind  (^Therap,  Monatsh.  ii,  2)  that  they  were 
the  essential  constituents,  and  that  they  might 
fee  fitly  represented  by  oleic  acid,  now  proved 
ecmclnsively  not  to  be  present  in  cod -liver  oil. 
The  new  substitute  was  compounded  from  olive 


oil,  to  which  was  added  6  per  cent  of  oleic  acid 
and  given  the  name  Lipanjn* 

It  had,  like  its  brethren,  a  short  life,  though 
its  great  diycavery  was  so  enthusiastically 
received  that  one  of  the  authorities  recommended 
it  as  being,  in  addition  to  its  therapeutic 
virtues,  an  excellent  substitute  for — salad 
dressing. 

Lipanin  was  improved  upon  by  a  prod  net, 
substituting  lanolin  for  oleic  acid,  and  by 
another  replacing  olive  oil  by  cacao-butter. 
The  former  was  objected  to  by  therapists 
{Tkeraf.  Monatah,  1888,  p.  3)  because  lanolin  is 
not  absorbable  by  the  intestines.  The  latter, 
euphonised  invigoTaiijig  chocolate  (Krafft^Choco- 
lade),  is  compounded,  it  seems,  by  none  other 
than  the  discoverer  of  lipanin  i  as  it  is  still  in 
the  youthful  stage  we  have  no  desire  to  cast  its 
horoscope. 

According  to  Marpmann  {Fh.  0.  xxix.  p. 
406)  pancreatic  juice  and  cod-liver  oil  both 
contain  an  identical  compound  which  easily 
emulsifies  oil ;  it  has^  however,  not  been  isolated, 
and  is  therefore  merely  hypothetical.  But  upon 
the  hypothesis  follows  a  theory,  and  upt^n 
this,  of  course  a  new  substitute  is  compounded. 
The  theory  is  as  follows  :  cod-liver  oil  is  thera- 
peutically only  a  fat  in  the  place  of  which  any 
other  fat  will  do  equally  well  if  mixed  with 
the  active  principle,  L&.,  the  emolsiiying  agent 
referred  to.  This  is  found  in  pancreatic  juice, 
and  therefore  olive  oil  digested  with  pancreatic 
juice  is  ^  highly  recommended  as  a  substitute' 
for  cod'liver  oiL 

Of  course  this  was  soon  after waixls  improved 
npon,  by  the  addition  of  phosphate  of  calciumj 
alantol,  alantic  acid,  and  taurocholates,  sug- 
gested by  the  American  preparation  hydroleine, 
previously  referred  to.  The  new  improved 
edition  of  digested  olive  oil  has  made  its  dehui 

as  PiNGUlN. 

There  are  still  two  or  three  *  active 
principles*  which  have  had,  or  still  have,  to 
serve  as  substitutes  for  cod-liver  oil. 

Despinoy  and  Garreau  (according  to 
Zdhcfi.  d.  0%;  osierr.  Apoih.  Verei'm^  Ph,  0. 
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r\  53)  have  found  that  the  active  principle  of 
the  oil  is  not  in  the  oil  at  all,  not  even  in  the 
livers,  but  in  the  water  squeezed  out  when  the 
livers  are  macerated.  This  fluid  contains  a 
great  percentage  of  ichthyoglycin  (whatever  that 
may  be),  chlorine,  iodine,  phosphoric  acid,  and 
propylamine.  The  product  is  made  into  pills 
which  *  prwlucewant  of  ap|>etite  and  diarrhoea:' 
Nevertheless  eight  of  them  are  equal  to  360 
grains  of  the  oil  on  account  of  their  favourable 
action  on  the  nutrition  ! ! 

Meynet  (according  to  Neiws  Jahrhiwh  f, 
FharTrhacie,  Ph*  C  vi.  202)  made  drag^es  from 
the  watery  fluid  of  the  livers,  and  a  com- 
mittee appoint ed  by  the  authorities,  at  his 
instigation,  to  report  upon  the  remedy  stated 
that  '  an  analysis  had  disclosed  the  fact  that 
the  efficacy  of  20  grammes  of  the  extract  was 
equal  to  that  of  5  litres  of  cod-liver  oil ' ! 

Chapoteant  (American  Joimi,  PA,  1886) 
has  isolated  a  body  which  he  caJls  morrhnoly 
and  which,  he  says,  represents  the  active 
principle  of  cod-liver  oil.  It  is  prepared  from 
the  oil  by  first  treating  it  at  a  low  temperature 
with  an  aqueous  solution  of  sodium  carbonate 
and  then  shaking  it  with  alcohol  (90  per  cent.). 
Th e  a! eolio lie  solution,  separated  and  evaporated, 
leaves  a  residue  which  is  morrhuol,  a  strongly 


smelling  substance  having  a  sharp  and  bitter 
taste  :  it  partly  solidifies  at  ordinary  tempera^ 
tures,  and  is  said  to  contain  iodine,  bromine, 
and  phosphorus.  The  discoverer  computes 
0*02  grm.  to  be  equal  to  5  grms.  of  oil. 

Morrhuol  is  evidently  identical  with  the 
ptoma'fnes  found  in  light-bbown  cod-liver  oil 
by  Gautier  and  Mourgues  (les  ahaimdes  de 
Vhuile  ds  foie  de  morue\  viz.,  asseline, 
morrhuioe  dihydrolutidine,  etc.,  and  which 
were  collectively  termed  j)rtH^rt<i«rn^  by  Bouillot 
(Gompt.  rend.  cxvi.  430),  They  are  poisonous 
substances,  probably  analogous  to  if  not  identical 
with  those  found  in  putrid  meat,  poisonous  cheese, 
etc. ;  and  those  should  with  the  same  right  be 
considered  the  *  active  principle '  of  cheese  and 
meat,  and  osed  for  the  benefit  of  '  suffering 
humanity,' 

Wjne  of  cod-ltver  oil,  so  called,  appears 
to  be  identical  with  a  solution  of  morrhuol. 

The  real  active  principle  of  cod-liver  oil 
will  be  diecnssed  later  in  connection  with 
Heyerdahrs  researches  and  discoveries.  We 
shall  see  how  hopeless  is  this  search  after 
a  substitute  for  cod-liver  oil,  for  the  simple 
reason  that  the  main  constituents  of  the  oil  are 
absolutely  nnique,  and  that  its  active  principle 
is  the  oil  itself. 
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1822.— Wurzer  {Hiffd.  Jmirn,  Dec.  1822, 
p.  31).  The  first  chemical  examination  of  cod- 
liver  oil  was  made  by  Wurzer  in  1822.  Light 
hfown  oil  was  shaken  ap  with  water,  and  the 
aqoeous  yellow  extract,  left  on  evaporation,  was 
a  viscous,  yellowish  substance,  acid  in  reaction, 
smelling  of  herring,  disgnfltingly  bitter  to  the 
taste,  deliquescent,  and  soluble  in  water  and 
alcohol. 

1828.— Spaamiann  (Geig.  Mag.  June  1828, 
p.  302)  examined  lufhi  broum  oiL  With  water 
he  extracted  4*5  per  cent,  of  a  fishy-smelling 
substance,  of  an  aciJ  reaction,  Bolnble  in  alcohol 
and  precipitated  by  acetate  of  lead  or  infusion 
of  galls.  The  oil  was  next  dissolved  in  boiling 
alcohol,  and  after  being  cooled  it  separated 
into  19  parts  stearin  (margarin)  and  76*5 
jjarts  olein.  He  saponified  the  oil  with  caustic 
potash  solution  and  decomposed  the  soap 
with  tartaric  acid  j  the  separated  free  fatty 
acids  were  then  dissolved  in  boiling  alcohol, 
from  which,  upon  cooling,  margaric  acid  crystal- 
lised. The  mother  liquor  was  distilled,  and  the 
add  distillate  after  being  neutralised  by  baryta 
water  was  evaporated  and  decomposed  by  phos- 
phc^ic  acid,  when  delphinic  acid  separated ;  not 
free,  however,  from  colouring  impurities,  and  with 
the  smell  of  herring  brine.  The  delphinic  acid 
waa  a  hrowniah  yellow  oil,  sp.  gr.  0^941,  One 
bundred  parts  of  cod-liver  oil  yielded  in  this 
way — 

17  parts  of  nmrgaric  acid 
74  5  „       oleic  ftcid 

5*5         „       delphinic  acid 
3'0         H      colouring  and  Bmeliing  matter 


1830.— Marder  (BraTides  ArcMv,  xxxii.  90  ; 
Phurm.  CentralhL  1830,  p.  17;  and  Ilufel 
Joum,  May  1837,  p*  115)  examined  broum  and 
pale  oiU,  and  found  the  constituents  of  the  oils 
and  their  percentage  to  be:— 


PaleoO 

Bfowti  oQ 

Green  soft  reaio    « 

.    0052 

0-(H$5 

Brown  hard  realn « 

.    0013 

0-078 

Aniraal  glue  (gelatine)  , 

.    O'lSG 

0-463 

Oldo  acid 

,  55-917 

47*600 

Margaric  acid 

.  10-312 

4-0OO 

Glycerin 

.    8^416 

d<04>0 

Colouring  matter  , 

.    5*750 

12-500 

Chloride  of  calcium 

,    0052 

0105 

Chloride  of  Bodium 

.    0059 

0-094 

Sulphate  of  potasaium 

.     0-018 

0031 

He  found  that  pale  oil  exposed  to  a  low 
temperature  deposited  a  solid  fat,  consisting  of 
oleic  acid,  margaric  acid,  and  glycerin,  but 
brown  oil  did  not ;  further,  that  the  lat  fcer  had 
a  greater  refractive  index  and  a  more  acid 
reaction  than  the  former.  The  pale  oil  viewed 
by  transmitted  light  appeared  yellow,  but,  by 
reflected  light,  green.  Both  were  soluble  in 
ether  in  all  proportions.  One  hundred  parts  of* 
alooholj  sp.  gr.  0825,  dissolved  at  77'^'5  nine 
parts  of  pale  oil  and  on©  hundred  parts  of  brown 
oil.  Water  shaken  with  either  oil  acquired  an 
acid  reaction  and  a  disgusting  smell  of  train-oU* 
Both  oils  were  saponifiable  with  ammonia; 
formed  milky  liquids  with  bariom  hydrate ; 
were  not  affected  by  tincture  of  galls,  nitrate 
of  silver,  nitrate  of  mercury,  stannous  chloride, 
or  potassium  ferro-cyanide.  With  large  quan- 
tities of  solution  of  subacetate  of  lead  they 
formed  a  sort  of  liniment.     By   mixing  with 
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nitric  acid  no  lieat  was  evolved,  but  the  acid 
altered  the  odour  and  deepened  the  colour. 
Sulphuric  acid  produced,  with  evolution  of  heat 
and  formation  of  sulphur  dioxide,  a  red  colour 
turning  into  black,  and  made  the  oil  more 
viscous.  Solution  of  chloriue  had  no  particular 
eftect  upon  either  of  the  oils. 

1836. — Hopfer  de  rOrme  (BufeL  J&um. 
April  1836,  p.  115)  was  the  first  to  recognise 
the  presence  of  iodins  in  light  brown  oiL 

1838.— Wachenroder  (Arck  d,  PL  xxiv. 
145;  CeniraM,  1841 ,  p.  1 1)  saponified  the  oil  by 
boiling  it  for  a  considerable  time  with  pure 
caustic  potash  in  excess,  evaporated  the  soap-sol  u- 
tion  to  dryness,  ignited  the  soap  in  a  platinum 
crucible,  adding  a  little  ammonium  carbonate 
towards  the  cloae,  and  finally  extracted  the 
soluble  portion  of  the  ash  with  water  or 
alcohol.  In  the  latter  case,  after  evaporation 
of  the  alcohol,  a  fairly  pure  potassium  iodide 
remained,  which  was  dissolved  in  wat^r  and 
precipitated  with  nitrate  of  silver.  The  pre- 
cipitate was  treated  with  dilute  nitric  acid 
and  subsequently  with  ammonia  to  remove 
the  silver  chloride,  bromide,  and  carbonate,  and 
it  was  then  washed  and  dried.  Brown  oil 
yielded  0*324  per  cent,  of  iodine  in  one  case, 
and  in  another  0*162  per  cent. 

1830. — Ilerberger  (Ajm,  d.  Ch,  xxxi.  94; 
Jahrkf,pt,  Ph.  1839,  p.  178;  CentralhL  1839, 
p.  853)  dissolved  the  salt,  obtained  by  ignition, 
in  watar,  precipitated  the  iodine  with  blue  and 
green  vitriol  as  cuprous  iodide,  filtered,  evapo- 
rated, and  distilled  the  residue  with  manganese 
peroxide  and  sulphuricacid,  agitated  the  distillate 
with  ether,  and,  after  evaporation  of  the  latter, 
determined  the  bromine  as  potassium  bromide. 

He  obtained  the  following  results  ; — 


Iodine 

Bromina 

X*rf  eeiJt, 

Per  oofit> 

[n  pale  oil 

.     0-021t3-0"0903 

0  0170 

„  light  brown  oU 

.  omi5^&nn 

00294 

,,  brown  oil 

,     00318-00412 

00101 

Herberger  assumed  that  bromine  was 
present  in  the  form  of  magnesium  bromide 
because   magnesia    was   found   in  all  samples 


oontainiDg  bromine,  but  not  in  those  destitute 
of  bromine. 

1840.— Stein  (Joum.  /.  pr,  Ch,  xxi.  308) 
showed  that  the  percentage  of  iodine  could  not 
be  determined  by  simple  extraction  with 
alcohol,  ether,  or  water,  nor  could  it  be  done 
reliably  by  direct  carbonisation  of  the  oil  and 
treatment  of  the  carbon  with  solvents,  but  only 
by  saponification  of  the  oil  with  caustic  potash 
or  soda  and  ignition  of  the  soap.  Qualitatively 
the  presence  of  iodine  was  best  demonstrated  by 
heating  the  aqueous  or  alcoholic  extract  of 
the  ignited  soap  (evaporated  to  dryness)  with 
concentrated  sulphuric  acid,  when  the  fumes 
arising  would  react  on  starch. 

1813. — De  Jongh  (Disfjiiisitio  C<ymiiwrai%va 
Chemico-medica  de   IMbus   Ol&i   Jeeons   Aselli  fl 
Speclehus)  made  an  extensive  examination   of 
palOj  light  brown,  and  brown  oil,  of  which  the 
following  is  an  extract.  ■ 

Physical  Properties, — The  brown  oil,  oleum 
jecoris  amlli  fusmim^  is  of  a  dark -brown  colour, 
greenish  in  refracted  light,  and  transparent  in  fl 
thin  layers  ;  its  smell  is  peculiar  and  unpleasant ; 
its  taste  bitter,  empyreurnatic  and  caustic; 
reaction  on  litmus  paper  slightly  acid ;  sp.  gr. 
ai  17i*^  0-924.  Cold  alcohol  dissolves  from 
3*9  to  6'5  per  cent.,  boiling  alcohol  6*5  to  6 "9 
per  cent.,  and  it  is  soluble  in  all  proportions  in 
ether. 

The  light-brown  oil,  ohum  jecoris  aseUi  svb^  \ 
fiiscum,  is  in  colour  like  Malaga  wine;  smell 
peculiar,  not  unpleasant,  but  stronger,  however, 
than  that  of  pale   oil  j  taste  fishy,  bitter,  and 
burning  in  the  throat.     Slightly  acid  reaction  ; 
sp.  gr.  at   17^^  0'924*     Cold  alcohol  dissolves  ■ 
from  2*8  to  3-2  per  cent.,  hot  alcohol  from  U*o  ^ 
to  6" 8    per   cent.     Ether    dissolves   it   iu    all 
proportions. 

The  pale  oil,  oletim  jeeoris  asMi  flavum,  has 
a  golden  yellow  colour ;  a  smell  peculiar,  but 
not  unpleasant ;  taste  fishy,  not  bitter  ;  reaction 
slightly  acid;  sp.  gr.  at  17^^  0923.  Cold 
alcohol  dissolves  from  2*5  to  2*7  percent.;  hot 
alcohol  from  35  te  4*5  per  cent.,  and  it  is  dis- 
solved by  ether  in  all  proportions. 
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Organic  Co7i8iittie7its. — Biliaus  Matters, — 
The  three  oils  were  agitated  with  csold  water, 
prodaclng  an  emulsion  from  which  the  oil 
dowly  separated.  The  hrown  oil  caused  the 
rater  to  become  discoloured  and  erapyr'eumatic, 
while  neither  of  the  other  oils  discoloured  it : 
ID  all  three  cases  the  water  assumed  a  slightly 
acid  reaction.  The  oils  aft-er  the  agitation  were 
clearer,  less  strong  in  smell,  and  leg?9  acid  in 
reaction. 

Boiling  the  oil  with  water  gave  the  same 
results.  By  evaporation  of  the  aqueous  extract 
a  reddish-brown  substance  was  obtained,  which 
became  softer  on  being  heated,  and  was  scarcely 
soluble  in  water,  more  so  in  ether,  and  entirely 
soluble  in  alcohol.  Alkaline  fluids  dissolved 
tliis  substance  and  acids  precipitated  it  again 
in  the  form  of  a  reddish-brown  flaky  deposit.  The 
extracts  had  a  ijecoliar  smell  and  a  bitter  taste. 

The  amounts  obtained  from  each  of  the  three 
oils  were  as  follows  :— 

With  cold  Wttt4a:        With  hot  Wftter 
Per  cftut.  Per  cent. 

PmleoO,        .        .        .    Q-mi  0-513 

Light  brown  oil     .        .     0'H<jO  0  849 

Brown  oU       .         ,        .     1-288  1*256 

Subsequent  treatment  by  ether,  alcohol,  and 
spirits  gave  like  results  with  all  of  these  extracts. 

By  ether  there  was  obtained  a  reddish- 
brown,  transparent,  viscous  extract  which 
melted  when  heated,  stained  paper,  and  smelt 
and  tasted  like  bile.  After  a  time  it  formed 
small  crystals.  The  extract  was  very  sparingly 
soluble  ia  water,  bnt  easily  dissolved  in  alcohol 
or  ether.  A  solution  of  ammonium  carbonate 
added  to  a  solution  of  the  extract  in  ether  pro- 
dooed  two  layers,  the  upper  one  being  thick 
and  turbid,  and  on  evapomtion  separating  drops 
of  oleiii,  some  crystal^  of  margarin,  and  a 
brownish  substance  which  had  a  bitter  tast^,  and 
proved  identical  with  the  substance  obtained  by 
evaporatioD  of  the  lower  or  ethereal  layer,  which 
00  kreatment  with  water  separated  into  a 
eoluble  and  an  insoluble  part,  and  consisted  of 
ammonium  felliiuUe  and  cholaie. 

From  that  part  of  the  extract  which  was 
iii9olubl«i  in  ether,  alcohol  dissolved  a  blackish* 


brown,  odourless,  bitter,  glittering,  hygroscopic 
mass,  not  easily  soluble  in  water.  It  consisted 
o£  hilifulviii,  hiliverdiii^  and  biUfdlUc  acid. 

Dilute  alcoliol  extracted  trom  the  residue  a 
black,  glistening  snbstanco  soluble  in  alkalis, 
concentrated  sulphuric  acid,  and  hot  acetic  acid, 
but  insoluble  in  nitric  and  hydrocbloric  acids. 
Baryta  water  and  lead  acetate  precipitated 
brown  flakes  in  the  alcoholic  solution.  No  aah 
was  left  on  incineration. 

That  part  of  the  aqueous  extract  which 
remained  after  treatment  with  the  above-named 
three  solvents  contained  an  organic  siibsta7ics, 
the  nature  of  which  was  not  determined,  and 
norganic  salh^  among  which  were  found  hydro^ 
ehlvricj  pkosphoricy  and  sulphuric  adds^  lime^ 
ifW{pissia,  and  soda,  but  neither  potassium  nor 
iodine. 

Glycenn, — This  was  prepared  by  saponifica- 
tion with  caustic  soda.  The  nnder-lye  was 
drawn  off  and  neutralised  with  sulphuric  acid, 
and  the  sodium  sulphate  thus  formed  was 
separated  by  evaporation  and  crystallisation. 
The  glycerin  so  obtained  was  found  on  compari- 
son to  be  darker  than  that  obtained  from 
olive  oil  or  from  lard.  All  of  them  were 
decolonrised  by  adding  basic  lead  acetate  to  the 
aqueous  solutions,  but  they  turned  brown 
again  on  heating. 

Quantitatively  the  three  oils  contained 
glycerin  as  follows : — 


Brown  oil  contained  . 
Light  brown  oil  contained 
Pale  oil  contained 


9*711  per  cent,  glyoeria 
10177        H 


The  Faiiy  Acids,— The  separation  of  the 
fatty  acids  was  effected  by  decomposing  the 
soda  soap  with  lead  acetate  and  digesting 
the  lead  soap  with  ether.  The  insoluble  part 
was  found  to  consist  of  lead  margaraie  and 
the  ethereal  solution  contained  lead  oUate, 
The  quantitative  determination  gave  the 
following  results: — 

MnriiTiirta  acid    Impure  oleTa  »old 
Pur  cf  lit.  Per  c*>ut. 

Brown  oil  contained  *        .    16'145  69'785 

Light  brown  oil  contained  .    16-421  71-757 

P&ie  oil  contained      ,        .    11-757  74^033 
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Gitdmn. — Tlie  ethereal  eolufcion  of  the  lead 
soap  from  each  of  the  three  oils  contained, 
besidea  lead  oleate,  a  brown  substance  in 
each  case  identical.  This  was  obtaiiied  by  the 
following  proceBS. 

The  lead  oleate  was  decomposed  with 
SBlphuric  acid  and  the  separated  free  oleic 
acid  saponified  with  Bodimn  hydrate. 
After  saponification  the  lye  was  almost  black, 
oontaining  the  greater  paii  of  the  brown 
snbstance.  The  soap  was  removed,  the  lye 
filtered  and  neutralised  with  Bulphoric  acid,  when 
brownish-yellow  flakes  were  fonned  rising  to 
the  snrface.  These  were  collected,  washed 
with  water,  and  dissolved  in  spirit ;  but  after 
evaporation  to  dryness  the  substance  was  not 
again  entirely  soluble  in  spirit.  The  ultimate 
analysis,  however,  of  the  lead  and  silver  salts — 
the  substance  appearing  to  have  the  character 
of  an  acid — and  the  analysis  of  the  substance 
iteelf  proved  the  soluble  as  well  as  the  insoluble 
part  to  be  the  same  compound,  bat  in  two 
modifications.  The  foiTuuIa  of  this  when 
dried  at  110^  was  found  to  l)e  C^gH^jO^j 
(Berzelias'  equivalents  C^75,  H  =  6'25,  O 
=  100),  and  when  dried  at  140^  C3^,H^/3,^;  the 
difference  C^HgO^  being  the  elementary  com- 
position of  '  anhydrous  acetic  acid,'  which  de 
Jongh  considered  as  foreign  to  the  compound, 
and  as  having  its  origin  from  the  lead  acetate 
used  for  the  formation  of  the  lead  soap.  He 
gave  the  brown  subst-ance  the  name  of  gaduiriy 
and  looked  upon  it  as  an  hydryted  oxide  of  an 
unknown  hydrocarbon  C^Hg,  its  rational 
formula  being  7  (C.HgO)  2  (H,0).  Of  the  two 
molecules  of  water,  however,  only  one  was 
replaceable  by  metallic  oxides— according  to  the 
theories  of  1848. 

Volafile  Acids. — These  were  prepared  by 
saponification  with  catiatic  potash  and  decom- 
|M>sition  of  the  soap  with  dilute  sulphnric  acid. 
The  acid  aqueous  fluid,  together  with  the  wash- 
water  from  the  fatty  acids,  was  then  distilled. 
The  distillate  had  a  peculiar  odoar.  When 
saturated  with  baryta  water  and  evaporated  to 
dryness  a  part  of  it  was   soluble  in  alcohol, 


another  part  insoluble.  The  insoluble  part  was 
found  to  be  barium  acetate  with  two  molecules 
of  water  of  crystallisation.  The  soluble  part 
was  hwrium  huttfrate.  Quantitatively  there  waa 
found — 

BtttyrLo  aaid         Acetl<»  ftoid 
Per  cent.  Per  cent. 

Brown  oil        .        •        ,    0-15875  0-1S506 

Pale      „  .        .        .    0074a6  004571 


The  percentage  in  light  brown  oil  waa 
about  the  same  as  in  the  pale  oil. 

iTwrganic  GwiMihwnts. — Iodine, — ^De  Jongh 
corroborated  Stein's  observation  that  iodine 
cannot  be  detected  and  determinated  by  in- 
cineration of  the  oil  or  by  saponification  and 
subsequent  decom  posit  ton  with  acids,  but  only 
by  the  saponification  and  incineration  of  the 
soap.  Consequently  iodine  is  not  present  in  the 
oil  either  in  the  free  state  or  as  a  metallic  iodide, 
but  probably  as  some  organic  combination. 

The  quantitative  estimation  was  effected  by 
Lassaigne*a  method,  by  which  a  perfectly  neu- 
tral solution  of  the  iodine  compound  is  precipi- 
tated by  a  perfectly  neutral  solution  of  palladium 
nitrate.  The  oil  was  Kajx^nified  with  caustic 
potash  in  an  iron  crucible,  the  soap  incinerate, 
and  after  cooling  extracted  with  absolute  alcohol. 
The  extract  was  evaporated,  the  residue  dis- 
solved in  water,  the  alkaline  solution  carefully 
neutralise4l  with  dilute  sulphuric  acid  and  pi*^ 
cipitated  with  palladium  nitrate,  the  sediment 
filtered  off,  washed,  and  dried  at  100°. 


Brown  oil  was  found  ta  oontam 
Liglit  brown  oil  waa  tousid  to  contam 
Pale  oil  was  found  to  coutain  . 


ludilM 
Fer  ooBk 
00395 
0-0406 
0"0374 


Bromine. — The  presence  of  bromine  was 
demonstrated  by  Balard  a  method.  The  oil  was 
saponified  with  caustic  potash,  the  soap  in- 
cinerated and  extrac^ted  with  alcohol;  the 
alcoholic  extract  evaporated^  the  residue  dis- 
solved in  water,  filt4?red,  and  treated  with 
chlorine.  This  solution  was  then  agitated  with 
ether,  which  assumed  a  brownish  colour,  bat 
was  decolourised  again  on  treatment  with 
caustic  potash  solution.  The  solution  was 
evaporated  to  dryness,  moistened  with  sulphuric 
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Acid,  and  heated  in  a  retort;  iodine  fiimes 
were  evolved  and  also  distinct  fumes  of  hrcmiine 
which  coloured  the  water  first  condensed  in  the 
receiver  brovpn.  All  oils  gave  the  same  result, 
but  the  amount  of  bromine  was  too  small  to  be 
qtiantitatively  determined, 

Ohlorine,  — The  incinerated  potash  soap  was 
extracted  with  hot  wat^r,  the  aqueous  solution 
concentrated,  acidulated  with  nitric  acid,  and 
precipitated  with  nitrate  of  silver,  the  sediment 
filtered  off,  washed,  and  dried.  In  the  qaanti- 
tative  determination  allowance  was  made  for 
the  calcnlated  amount  of  iodide  of  silver,  the 
rest  being  chloride  and  bromide  of  silver,  the 
ainonnt  of  the  latter  being  insignificant. 


Browti  oil  contained 
loghi  brown  oil  contained 
P&le  oil  contained    . 


Chloriij^  Incl.  bromloe 
Percent. 

,    00840 

.    0^1588 

.     0-1488 


Phosphoric  cmd  SulphvricAGi(h. — The  oil  was 
aaponified  with  caustic  potash  ^  the  soap  decom- 
posed with  hydrochloric  acid,  the  fatty  acids 
removed,  and  the  pho92>horio  acid  precipitated 
with  ferric  nitrnte  and  ammonia  in  excess. 
S^phuric  acid  was  precipitated  from  the  solu* 
tion  with  barium  nitrate. 

Phosphoric  acid    Sulphuric  odd 
Per  oent.  Per  eeut. 

Brown  oil  WAfi   tound  to 

M>nt&iti.  .  .  .  0-05365  and  0^01010 
Light  brown  oil  was  found 

to  coo  tain  .  ,  ,  007890  „  0  08595 
Pate  oil  was  fonnd  to  oon- 

tftin       .        .        .        .  0091SS     „     007100 

Fhosph^mts  and  Sulphur. — In  order  to  deter- 
mine whether  phosphorus  and  sulphur  were 
prooent  in  cod-liver  oil,  either  in  a  free  state  or 
in  an  organic  combination,  a  certain  quantity  of 
the  oil  was  oxidised  with  concentrated  nitric 
acid  and  the  amount  of  phosphoric  and  sul- 
phnric  acids  in  the  oxidiF36d  fluid  determined 
bjr  the  above  method.  More  phosphoric  acid 
WES  fonnd  in  the  oxidised  oil  than  in  the  non> 
oddised,  the  difference  denoting  the  amount 
of  free  phosphorus  in  the  oil. 

Brown  oil  contained        .  000764  %  ot such pbosphoruB 
Light  brown  oil  contained  001135  „  „ 

Pala  oil  oopt&ined   .        .  0*02125  „  „ 


Lime^  Magnesia,  mid  Soda — These  were 
determined  by  incineration  of  the  oil  and  ex- 
traction with  hydrochloric  acid.  The  plios- 
phoric  acid  was  precipitated  with  feri*ic  nitrate 
and  ammonia,  and  the  precipitate  filtered  off 
and  washed.  The  filtrate  and  wash -water  were 
precipitated  with  ammonium  oxalate,  and  the 
Galdum  oxalate  formed  was  filtered  and  deter- 
mined. Magnesia  was  precipitated  from  the 
filtrate  with  ammonium  phosphate,  and  to  the 
filtrate  from  this,  ferric  nitrate  and  ammonia 
were  added,  precipitating  the  phosphoric  acid. 
This  was  removed  by  filtering,  the  filtrate 
acidulated  with  Bulphuric  acid,  evaporated  to 
dryness,  and  incinerated,  whereupon  the  per- 
centage of  soda  was  determined.  Potassium 
and  iron  were  not  present. 


— 

C«dciuDi 

MAffn«Iii 

Sodium 
oxide 

Brown  oil  contained . 
Light  brown  oil  contained 
Pale  oil  contained     < 

00817 
0-1078 
01515 

% 
0-0038 
00123 
0-0088 

% 
00170 
O'UGKl 
0'05,54 

TABtTLATED  ANALYSIS 


Brown  oil 

Light 
brown  oil 

Pole  oil 

tUnce    (gaduin    and    two 

e9-78ft00 

ri'TlTOO 

74-05300 

MM-gvla  neid .       .       . 

ie'HJKK> 

ie-42UJ0 

U'76700 

Qljoaio  ..... 

9-7U(K) 

ihOTSUO 

10*17700 

AeetloAcld       .... 

(hi  3  ACM 

(Mmri 

BatyrioAcEd    .... 

O-WSTB 

drouth 

P«Dlcr    and   elioiic    ncSda,  to- 

gather    with     nndietnolTed 

oldtn,  inarK&rin,   uid    bllU 

fulYln 

O-S99O0 

(HWtOO 

OKHSOO 

BUlfulTlcu  bUlfelllo  mdd,  and 

two  pecoUftr  mtwtiuioei 

<h87«00 

0H4W0 

O'13ti800 

(o  tOooboI  »0*>       .       .       . 

CKIiSQO 

CKnaoo 

ODOOOO 

A     peoulkr    tnteUmoo    fii- 
nluble   tn    w»t«r,  ftloalwl. 

anderh^r      .... 

(M>0S0O 

0*00100 

OiWlOO 

IorUii«       ..... 

(M)S9M) 

(Hi¥m 

O^TiO 

0^06400 

o-i&sm 

D*14«0O 

Fbotpborio  add      «       . 

CK}l»6ft 

(H>TRM 

0^189 

(H)10I0 

{y<mn 

{H7100 

PlioftphoraH      .... 

0H)07H 

oons« 

OiWlli 

CaJaium  c^xide .... 

O'OftlTU 

0-I67&0 

O'lftiao 

MAgue«la.        .... 

U-a03H0 

Oi^lSHO 

01)0880 

Bodmin  oaldc  .... 

0-nirw 

(H)061U 

O^MO 

Iron 

tncea 

LOM 

j-tteroo 

f90m 

z^miz 

lOCHWOOO 

lOOOOOOU 

lOO'OOOCW 

De  JoDgh  supposes  that  Marder*8  green  soft 
reain  is  a  mixture  of  bile-constituents,  some 
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olein^  and  margarin,  and  that  tlie  hard  resin 
Boliible  in  alcohol  consists  principally  of  bili- 
fulvin  and  biUfellic  acid. 

1851.  ^  Personne  {Mhrwire  prSsenUe  d 
rAcademie  Natwnale  de  Mededne^  1S51)^  like 
de  Jongh,  found  more  iodine  in  the  light  brown 
than  in  the  pale  oil.  He  supposed  the  element 
to  be  present  in  the  liver  as  potasaium  iodide, 
and  to  be  set  free  by  the  joint  action  of  air  and 
fatty  acids  (produced  by  a  partial  decomposition 
of  the  oil).  It.  then  acted  upon  the  fab  by  sub- 
Btitnting  the  hydrogens  in  the  same  way  as 
chlorine  or  bromine.  He  found  no  trace  of 
pho^photiis.  Oil  in  which  this  element  has 
been  found  must  have  contained  liver  paren- 
chyma in  suspension,  thia  being  the  source  of 
the  calcium  phosphate  found. 

1852. — Riegel  (Arch,  d.  Pharm.  cxx.  48; 
Jahtesb.  d.  Ofiemie,  1852,  p.  707)  test^  pale, 
Ughi^liTotimy  and  hromnoil  for  rndphuXy  pkoispJiOTUs^ 
iodine  ^hromiiWy  chlorine  y  sulphu;}%c  and  phosphoric 
ajmd&.  The  following  percentages  were  ob- 
tained v — 


Brown  dU 

Ught 
brotto  oil 

PUeoE 

Sulphar    * 
\  Phogphonia 
1  Iodine 
^  Bromine    . 

Chlorine    , 
1  Buliihuric  add  . 

PhoBphoric  acid 

0'0160 

0*0090 

0-0350 

O-0O37 

0*1020 

00475  , 

0-0632 

0-0180 
00140 
00405 
OO046 
0-1 133 
00G90 
00763 

0-O20O 
00205 
0-0327 
0'0O45 
01120 
0-0640 
0*0710 

1853.~Winckler  {Arch.  d.  Ph.  cxxvi.  185) 
inferred  from  bis  researches  that  by  saponifica- 
tion of  the  oil  oleic  and  margaric  acids  ELiid  propyl 
oaside  were  formed,  but  not  glycerin.  By  dis- 
tilliiig  the  soap  with  a  solution  of  caustic  potash 
he  obtained  aimrvonia  and  a  trace  of  irimeihj/l- 
amine, 

18t56. — Luck  (JaJiresb,  cL  Okerms,  1856,  p. 
490)  found  that  cod-liver  oil  on  being  warmed, 
and  subsequently  cooled  to  5*^,  deposited  a  sedi- 
ment consisting  of  small  crystalline  Hakes  of  a 
fatty  acid.  This  he  purified  by  saponification, 
precipitation  of  the  aqueous  solution  of  the 
Boda-soap  with  lead  acetate,  washing  the  dried 


precipitate  with  ether,  decomposition  of  the 
residue  with  hydrochloric  acid,  and  recrystal- 
lisation  from  alcohol  of  the  fatty  acid  thus 
obtained. 

This  acid  had  m.p.  between  63**  and  64% 
and  remained  plainly  crystalline  at  60"^.  He 
gave  it  the  name  of  gadinic  cbcid^  and  by  tlie 
ultimate  analysis  of  its  barium  and  silver  salts 
found  its  empirical  formula  to  be  Cj^Hj^O^* 
The  discoverer  took  this  to  be  the  solid  fatty 
acid  in  cod- liver  oO. 

Berzelius  (Pereira ;  Elements  of  Materia 
Medica^  ii.  779)  was  struck  by  the  analogy  be- 
tween the  reactions  of  de  Jongb's  gaduin  and 
bililulvic  acid,  and  was  inclined  to  suppose  that 
gaduin  was  originally  bilifulvic  acid,  and  that 
the  reddish -brown  substance  insoluble  in  alcohol 
and  in  water  which  he  (Berzelius)  prepared 
from  bill  fulvin  by  numerous  and  protracted 
operations  was  nothing  but  the  insoluble  modi- 
fication of  gaduin. 

1862.— Nadler  (JahreaL  d.  Ohemie,  1862,  | 
p.  64)  determined  the  percentage  of  iodine  in 
various  oils,  and  found  that  light-brown  oil 
contained  least,  water-white  (probably  steam* 
prepared)  oil  somewhat  more,  and  de  Jont^^h'a 
oil  (light  brown  oU)  most  iodine.  The  first  two 
varieties  contained  iodine  as  a  component  of  the 
fatty  acids,  while  in  the  latter  it  was  present 
both  in  the  soap  and  in  the  under- lye. 

1865, — Oswald  Naumann  (Arch.  d.  Heilr- 
hi7idej  1865)  found  that  cod-liver  oil  dialysed 
quicker,  rose  higher  in  capillary  tubes,  wis 
more  easily  oiidiaed  than  neat's-foot  oil,  and  "* 
he  showed  by  experiments  made  on  living  cats 
that  it  was  1*8  times  more  readily  absorbed. 

1869.  — Carl  Schaper  (Wiggers,  Hufem. 
Jahresb,  d.  Ph.  1869,  p.  340)  examined  La- 
brador oil.  It  was  of  a  pale  wine-yellow  colour, 
had  a  peculiar  odour  of  fish,  sp,  gr.  0*9219  at  ■ 
8°,  was  perfectly  clear  at  15%  deposited  a  Bolid  fat 
at  6^,  and  at  —  2^  solidified  to  a  thick  oleaginous 
mass.  It  was  neutral  to  test-paper,  but  slowly 
exhaled  a  minute  quantity  of  a  volatile  fatty 
acid  which  coloured  litmus-paper  a  wine-red. 
The  oil  was  soluble  in  all  proportions  iu  etheri 
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but  only  slightly  in  alcohol.  Heated  with  a 
Bolution  of  caustic  soda  it  gave  off  a  faint  but 
distinct  emell  of  trimefhylamdne  and  subse- 
quently of  ammonia.  The  aoap  thus  formed 
was  treated  with  sulphuric  acid,  the  fatty  acids 
pemoved,  and  the  under-lye  heatedt  when,  first 
the  amell  of  acetic  acid  was  distinctly  recognis- 
able, and  then  that  of  Imtyric  acid :  abo\it  10  per 
cent,  of  glycerin  (C^Hj^O^  corresponding  to  7 
per  cent,  lipyloxide,  C^Hj^jOg  ;  compare  analysis 
below)  was  obtained.  The  fatty  acids  formed  a 
yellowifihj  soft,  butter-like  mass,  still  smelling  of 
fish.  The  component  parts  were  by  analysis 
found  to  be  palmitic  and  eMc  (oleYc)  acids  only, 
in  the  proportion  of  1 :  2*7  ;  the  palmitic  acid 
oontamed  a  little  stearic  acid.  Schaper  tabulated 
the  percentage  of  constifcuente  of  the  fatty  acid 
masa  as  follows : — 

P^inilio  oold 25-511 

EUloaoid         .....    66-574 
Lipyloxid©  {C«H„OJ         ,        .        .      5-916 

lOO^OOO 

Prom  this  result  Schaper  concludes  that  cod- 
liTBr  oil  is  a  mixture  of  palraitin  and  elain 
(oleln). 

He  points  out  that  the  oil  on  treatment 
with  concentrated  sulphuric  acid  turned  a 
beantifn]  purple,  and  later  a  brown,  from  which 
he  inferred  the  presence  of  biliary  mutter^  but 
did  not  extend  his  examinations  farther.  On 
the  otJier  hand,  he  found  the  percentage  of 
iodine  to  be  0"015,  and  that  of  chlorine  00016. 
*•  1880. — Maumen6  (CompL  retul.  xcii.  721) 
Jband  that  drying  oils  when  mixed  with  sul- 
pharic  acid  evolved  a  greater  quantity  of  heat 
than  otber  oils,  and  also  that  the  maximum 
temperature  for  each  oil  was  always  the  same 
when  the  experiments  were  carried  out  under 
the  same  conditions.  He  mixed  10  ccm.  of 
coDC.  sulphuric  acid  with  50  grammes  of  oil, 
ftirring  quickly  with  a  thermometer  until  the 
mercury  began  t^  falU  The  difference  between 
the  original  and  the  highest  temperature  was 
the  measure  of  heat  evolved. 
Ibff  itemi-prepared  oil  the  difference  was  found  to  be  103^ 


1882.— p.  Carles  (PL  Omtralh.  xiiii,  279; 
Jonm.  de  FK  ei  Gh.  v*  145)  demonstrated 
experimentally  that  the  phosphates  are  present 
in  solution  and  not  in  suspension,  and  that  the 
percentage  is  greater  the  darker  and  more  acid 
the  oil  is.  On  the  other  hand,  a  freshly  prepared, 
filtered,  and  neutral  oil  does  not  contain  even  a 
trace  of  phosphorus  compounds.  For  his  ex- 
periments ha  employed  absolutely  neutral,  fresh, 
and  filtered  oil ;  liver  parenchyma  from  which 
all  fat  had  been  removed  by  pressure  and 
boiling ;  and  the  free  fatty  acids  obtained  from 
the  potash  soap  of  the  same  pure  oil  by  de- 
composition with  hydrochloric  acid. 

One  hundred  grains  of  oil  and  7  gr»  of 
parenchyma  were  introduced  into  one  flask ; 
10  gr.  of  oil,  7  gi\  of  parenchyma,  and  10  gr, 
of  fatty  acids  into  another;  and  the  same 
quantities  with  20  gr,  fatty  acida  into  a  third 
flask.  After  being  allowed  to  digest  on  a  hot 
water-bath  for  several  hours,  each  sample  waa 
filtered  separately  and  decomposed  by  aqua 
retjiu  poor  in  hydrochloric  acid  ;  and  the  phos- 
phoric acid  in  the  residue  was  then  titrated 
with  a  solution  of  uranium. 

In  the  first  case  no  imee  of  phoapborafl  was  found 
„      second  oaae  0-0022  gr.  ^^  „ 

„      third       ,,    0-0O74  «  „  „ 

From  these  results  Carles  infers  that  the 
percentage  of  phosphorus  in  the  brown  varieties 
of  the  oil  is  dependent  on  the  amount  of  acid 
which  they  contain,  because  the  phosphates  of 
the  tissue  have  been  dissolved  in  proportion  to 
the  amount  of  acid  contained. 

Starting  from  the  observation  that  no  iodin& 
is  found  in  fresh  oil,  while  it  is  present  in  the 
acid  brown  oil  in  proportion  to  ite  colour  and 
acidity,  the  author  concludes  that  the  cause  of 
its  presence  is  the  same  as  that  of  phosphorus. 
In  the  fermentation  process  formerly  in  use, 
the  livers  were  exposed  to  the  air,  and  the 
higher  temperature  thereby  created  caused  the 
oil  to  absorb  oxygen  in  the  form  of  ozone, 
which  is  capable  of  isolating  iodine  from  the 
alkaline  earths  contained  in  the  liver  paren- 
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cbjma*  It  is  this  iodine  which  in  the  nascent 
state  oombines  with  the  fatty  compoandB. 

Carlefl  maintains  that  neatral  filtered  oiIb 
are  entirely  free  firom  phosphoms  and  iodine  ; 
when  other  inveetigatora  snch  as  Graeger, 
Wackenroder^  de  Jongh,  and  Mitch.  Bird  (Pk. 
Jomn,  February  1882)  have  fonnd  iodine,  it 
mtiBt  be  snppoeed  that  they  have  had  less  pure 
matefial  for  their  experiments,  or  else  that  the 
potash  they  employed  was  not  &ee  &x>m 
iodine. 

1883.— Schadler  {Tecknohg,  d.  Fetts,  2nded. 
i.  773)  recommended  the  solubility  of  cod- 
liver  oil  in  boiling  alcohol  as  a  means  of 
distinguishing  it  from  other  oils.  In  100  parts 
of  alcohol  there  are  soluble  4  parts  of  cod  oil, 
7  parts  of  cod-liver  oil,  15  parts  of  seal  oU,  and 
upwards  of  100  parts  of  whale  oil.  But  even- 
tually great  differences  were  found  in  the  solu- 
bility of  cod-liver  oil. 

Stanford    (Br.    Pbarm.    Conference,  1883; 


Pk  Journ.  and  Tram.  No.  679,  p.  353).— 
Most  of  the  published  analyses  of  cod-liver  oil 
are  much  too  high  in  the  amount  of  iodine 
found.  Six  specimens  were  examined  by  the 
method  used  for  kelp.  The  results  were  as 
follows : — 

P&le  eod  liver  oO  .        .        .        *    IHMMIO 


Korwe^gmu  oil 
Scotch  oil 
Eogliab  oil    . 
NewfoundliLDd  oil 
Li^t'brown  oil    . 


O-O0O27fi 
(K)00138 
0-000315 

ooooaeo 


Herrings   contain   four  times   the  amount  of 
iodine  found  in  cod-fish. 

1884.— Kremel  (Ph,  Centralh,  xxv.  387) 
studied  cod-liver  oil  with  a  view  to  determining 
characterigtic  marks  of  distinction  between  cod- 
liver  oil,  Japanese  oil,  coal-fish  oil,  and  seal 
oU.  He  has  tabulated  the  results  obtained  as 
follows : — 
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The  determmation  of  solid  and  fluid  fatty 
acids  was  carried  out  in  the  following  manner : — 
The  oil  was  saponiiied  in  alcoholic  aohition  with 
cauBtic   potash   on    a    water^bath,   neutralised 


with  acetic  acid,  the  alcohol  evaporated,  the 
soap  dissolved  in  water  and  decomposed  with 
a  solution  of  subacetate  of  leail.  The  lead-soap 
washed  with  hot  water  and  dried  on  a  water- 
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bath  was  separated  by  ether  into  a  soluble  and 
an  infiolable  part'.  The  soluble  plumbic  salt 
ooatamed  the  fluid,  and  the  insoluble  Bait  cou- 
teined  the  solid  fatty  acids. 

In  order  to  determine  the  amount  of  free 
fatty  acida  (the  acid-value  or  the  number  of 
miUigrammes  of  KOH  neceBsary  to  neutralise 
one  gramme  of  fat)  the  oil  was  dissolved  in 
ether  and  titrated  with  an  alcoholic  solution 
of  potassium  hydrate  with  phenolphthalein  as 
indicator*  Kremel  found  that  a  greater  acidity 
was  not  attributable  to  rancidity,  as  the  samples 
were  all  that  could  be  desired  in  regard  to  this. 
He  supposed  that  the  acidity  was  dependent 
upon  different  methods  of  preparation. 

The  saponification  valne,  i.e.  the  quantity  of 
KOH  in  milligrammes  necessary  for  the 
saponification  of  one  gramme  of  fat,  was 
determined  by  Kottstorfer*s  method— a  weighed 
quantity  of  fat  is  saponified  over  a  water- bath 
with  a  titrated  alcoholic  solution  of  potassium 
hydrate  in  excess,  and  the  excess  is  retitrated 
with  a  titrated  solution  of  hydrochloric  acid. 

The  iodine  absorptionj  i.e.  tho  percentage 
erf  iodine  which  a  fat  absorbs,  was  determined 
by  V.  Hiibrs  method — ^a  certain  quantity  of  oil 
difiaolved  in  chloroform  was  set  aside  for  two  or 
three  hours  with  v.  Htibl's  iodine  solution, 
md  then  the  mixture  was  titrated  with 
aodinrn  thiosulphate.  v.  Hiibrs  iodine  solution 
eonusts  of  25  grms.  of  iodine  and  80  grme. 
of  mercuric  chloride  dissolved  in  one  litre  of 
95  per  cent,  alcobolj  the  amount  of  iodine 
being  accurately  determined  by  sodium  thio- 
sulphate. 

Kremel  examined  the  behaviour  of 
different  oils  towards  fuming  nitric  acid  by 
ftddin^  three  to  five  drops  of  the  acid  to  ten  to 
fiibeen  drops  of  oil. 

Steam^yrepared  oil  and  pale  oil  torn  red  at 
the  point  of  contact,  and  upon  being  stirred 
ro%e-red ;  after  a  little  while,  however,  this 
colour  changes  to  a  lemon-yellow, 

Coal'figMiver  oil  turns  blue  at  the  place 
of  contact,  and  becomes  brown  on  being 
idrred«    The  colour  is  retained  for  two  or  three 


hours,  and  then  turns  into  a  more  or  less  pure 
yellow, 

Japarvese  oil  behaves  in  a  similar  way,  save 
that  some  streaks  of  red  appear  beside  the  blue 
colour. 

All  these  varieties  give  Pettenkofer*s  bile- 
reaction,  turning  purple  when  treated  with 
concentrated  sulphuric  acid. 

Seal  oil  was  not  affected  by  the  addition  of 
fuming  nitric  acid  at  first j  but  after  a  consider- 
able time  it  turned  brown. 

Kremel  fooud  the  reaction  with  fuming 
nitric  acid  so  characteristic  that  by  its  aid  he 
was  enabled  to  detect  an  addition  to  cod- 
liver  oil  of  25  per  cent,  of  any  of  the  above- 
named  oils. 

Rosiiler  (Drogisfen  Zeitmig^  1884,  No.  10) 
agitated  cod-liver  oil  with  concentrated  aqua 
regiaj  forming  a  dark  greenish  yellow  unctuous 
masa  which  in  half  an  hour  turned  brown  and 
remained  so.  Seal  oU  assumed  a  pale  yellow 
colour, 

1885.— Jean  (MoniL  Scientif.  1885,  p.  892) 
found  that  6  per  cent,  of  the  oil  consisted  of  a 
light  yellow  oily  unsaponifiable  substance  which 
is  coloured  brilliantly  red  by  a  drop  of  sulphuric 
acid-  He  also  examined  the  increase  in  weight 
of  cod-liver  oil  when  exposed  to  dry  air  over 
sulphuric  acid,  and  found  that  after  three  days 
it  had  increased  6*383  per  cent, 

Allen  and  Thomson  (fi:^m  Benedikt's  Aymhjge 
d.  Felie^  2nd  edition,  369,  shortly  mentioned  in 
AlUus  Amtlysis)  pointed  out  that  cod-liver  oil 
contains  from  0^46  to  1'32  per  cent,  of  chole- 
sterin,  obtained  by  saponification  of  the  oil  and 
extraction  of  the  soap  with  athei%  RecrystalEsa- 
tion  from  alcohol  of  the  substance  soluble  in 
ether  produced  the  characteristic  plates  of 
cholesterin, 

Hager  (PA.  CejUraUu  xxvl.  13)  has  made 
researches  as  to  the  detection  of  adulterations 
in  cod-liver  oil,  and  found  the  following  tests 
sufficient. 

When  vigorously  shaken  with  LLtmua 
tincture,  steam -prepared  oil  of  the  best  quality 
should  retain  the  blue  colour  for  at  least  an 
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hour ;  slightly  inferior  or  the  best  kinds  of 
yellow  oil  show  the  red  colour  within  ten 
minutes,  while  still  more  inferior  oils  colour  red 
iniinediataly. 

The  h'eadion  tciih  Gonmniraled  Sulphuric 
Acid. — Eight  to  ten  drops  of  the  oil  are  dissolved 
in  2  c.cm,  of  chloroform,  and  two  drops  of  the 
snlphuric  acid  are  added.  The  raixtore  when 
agitated  assumes  a  light  violet  coloar,  imme- 
diately darkening  and  changing  int>o  a  perman- 
ganate red,  brownish  red,  dark  brown,  and 
finally  blackish  brown. 

When  one  volume  of  the  acid  and  two 
volumes  of  the  oil  are  shaken  op  and  allowed  to 
stand  for  three  or  four  hours  a  dark  and  rather 
etiif,  unctuoos  mass  is  formed*  If  other  fish  oils 
are  present  the  consistency  of  this  mass  is  less 
firm  and  somewhat  like  vaselin. 

The  elaVdin  test  with  nitric  acid,  sp.  gr. 
1-185,  and  a  few  copper  filings  invariably  gfives 
the  same  result — with  genuine  oil.  No  special 
change  is  noticeable  in  colour,  nor  is  any 
deposit  formed  even  after  being  kept  for  two  or 
three  days  at  a  temperature  of  7°-10^,  A  layer 
of  elaSfdin  is  yellow  with  a  reddish-brown  tinge, 
clear  or  slightly  turbid,  and  less  viscous  than 
ood-liver  oil.  Separations  in  the  oily  layer 
/  denote  the  presence  of  foreign  fats.  Saponifi- 
'  cation  of  the  oil  is  effected  by  mixing  7^5  grms. 
of  the  oil  with  15  c.cm.  caustic  soda  solution, 
sp,  gr,  1-160,  and  5  c.cm.  water,  slightly  boiling 
four  or  five  times,  while  constantly  agitating  the 
mixture.  The  saponification ,  however,  is  not 
complete,  and  therefore  when  the  soap  mixture 
has  been  set  aside,  first  in  a  warm  place  for 
some  hours,  and  then  in  a  cold  place,  the  mass 
will  be  found  to  consist  of  two  layers,  the  top 
one  being  whitish  and  stiff,  and  the  lower, 
transparent.  The  latter  forms  the  larger  part, 
and  is  the  almost  colourless  fluid  oil-like  soap. 
Where  foi-eign  oils  or  renins  are  present  this 
layer  is  merely  translucent  and  not  fluid. 
Adulteration  with  vaselin  can  be  detected  by 
the  specific  gravity,  that  of  the  oil  varying 
between  0-920  and  0^930,  usually  from  0*922  to 
0*925.     To  the  practical  chemist  the  squeaking 


sound  produced  by  turning  the  cork  luoistened 
with  oil  in  the  neck  of  the  bottle  will  l>etray 
the  preseoce  of  mineral  oils*  To  demonstrate 
chemically  the  presence  of  these  oils  is  a 
difficult  matter, 

Boudard's  nitric  acid  test  is  not  reUable 
if  the  oil  contains  less  than  15  per  cent,  of 
foreign  fish  fats.  From  15  to  20  drops  of 
nitnc  acid  (sp.  gr.  1 '480-1*500)  are  added  to 
2  cxm.  oil,  whereupon  genuine  oil  gradually 
assumes  a  carmine  colour^ 

An  adulteration  with  resin  will  increase  the 
specific  gravity,  and  on  saponification  of  such 
an  oil  the  soap  layer  will  be  turbid  and  not 
trail sparent.  The  resin  might  be  extracted 
from  the  oil  by  boiling  and  agitating  it  with 
dilute  alcohol. 

The  presence  of  lead,  which  may  arise  from 
neutralisation  of  the  oil  with  lead  oxide,  may 
be  detected  by  extraction  with  dilute  acetic 
acid,  and  neutralisation  and  precipitation  with 
sulphuretted  hydrogen, 

1887. — S&lkowBky  (Zeihch.  f,  amal,  Chemie, 
xxvi.  1887)  examined  several  methods  in- 
tended to  distinguish  liver  oils  from  vegetable 
oils. 

Betermhuition  of  Solidifymg  m\d  Melting 
Points, — The  temperature  at  which  cod-liver  oil 
solidifies  was  found  to  be  rather  low,  but  the 
several  varieties,  all  undoubtedly  pure  oils, 
differed  very  much  in  this  respect.  While 
some  remained  fluid  even  at  — 15*^  others  solidi- 
fied at  0"^.  The  melting  point  of  congealed  oil 
also  varied  considerably,  being  in  five  cases  at  or 
above  0°  and  in  six  others  below  0^,  Moreover 
it  was  found  that  the  time  of  exposure  had  a 
great  influence  on  the  solidifying  point:  one 
sample  stated  to  be  non-congealing  at  —15^^ 
remained  for  some  little  time  clear  at  that 
temperature,  but  solidified  thoroughly  at  —4^ 
if  kept  at  that  temperature  for  hours.  In  spite 
of  these  irregularities  it  was  possible  when  tlie 
oil  rapidly  solidified  at  0^  to  detect  an  admix- 
ture of  20  par  cent,  of  palm  oil,  cocoa-nut  oil, 
or  palm-seed  oil.  Salkowsky  believes  that 
differences  in  the  solidifying  points  of  the  oils 
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arose  from  the  fact  that  the  fata  which  solidify 
at  lower  temperatures  had  heen  removed  from 

j«ome  of  the  oils  before  they  had  been  put  on 
he  market.     All  the  samples  congealed  when 

[exposed  to  a  temperature  of   —10"*  to  —12*' 
for  2i  or  3  hours. 

The  Reichert-Meissl  method  has  been  devised 
to  determme  the  saturation  capacity  of  the  vola- 
tile acids  which  may  be  contained  in  an  oil.  It 
oonsist^  in  the  alcoholic  saponification  of  the 
oii  with  caustic  potash,  evaporation  of  the 
alcohol,  solution  of  the  soap  in  water,  and  de- 
composition by  dilute  sulphuric  acid  ;  100  com. 
are  then  distilled  off  and  the  distillat-e  titrated 
with  ^  n.  alkali  solution. 

Salkowsky  found  the  requisite  quantity  of 
aolotion  calculated  for  5  grms.  oil  to  be  010 
to0*20c.cm*  Other  oils  require  perhaps  a  little 
more,  except  cocoa-nut  and  palm-seed  oils,  which 
require  as  much  as  7*28  and  3*48  c.cm.  respec- 
tively. These  are  the  only  two  oils  that  can, 
therefore,  with  any  degree  of  ceiiainty  be 
detected  in  cod-liver  oil,  and  then,  only  provided 
they  be  present  in  considerable  quantities.  The 
reaction  with  cholesterin,  phytosterin,  and  sul- 
phuric acid  was  made  in  two  different  ways ; 
by  adding  the  acid  direct  to  the  oil  ;  and  by 
dissolving  the  oil  in  chloroform,  adding  the  acid 
sod  shaking.  The  latter  method  is  the  better, 
It  the  colour  is  more  stable.  The  mixture 
agfliaoB  first  a  violet  colour,  which  is  gradually 
changed  into  purple,  reddish  brown,  and  lastly 
dark  brown.  This  remarkable  and  well-known 
rMCtion  has  been  supposed  to  indicate  the 
pretence  of  biliary  matters  in  cod-liver  oil. 
BrcHHEiM  has,  however,,  demonstrated  that  cod- 
h%er  oil  does  not  contain  any  biliary  acids  or 
biif  yifpnenti^,  and,  further,  the  chief  pigment  of 
the  bile  does  not  give  the  above  reaction,  nor  is 
it  to  be  detected  in  cod-liver  oil.  On  the  other 
hand  this  sulphuric  acid  reaction  of  the  oil  has 
•oae  resemblance  to  that  of  cholesterin  in 
dolorDfonn  solotion. 

In  order  to  throw  some  light  upin  this 
mttsber  the  oil  was  saponified  with  an  alcoholic 
toiofcioQ  of  csastic  potash^  the  alcohol  evaporated, 


the  soap  dissolved  in  a  large  quantity  of  water, 
and  the  strongly  alkaline  solution  shaken  with 
ether.  Af^er  separation  and  evaporation  of 
the  ether,  a  crystalline  yellow  substance  re- 
mained which  when  recrystallised  from  alcohol 
formed  a  dazzling  white  crystalline  mass  of 
chokstsrin  with  m,p.  146^.  The  solution  in 
chloroform  was  colourless,  and  gave  the  typical 
reaction  with  sulphuric  acid  wiikmd  a  trace  of 
blue  colour  at  the  beffimufig  of  the  reaction.  The 
percentage  of  cholesterin  in  the  oil  was  found 
to  average  0*3.  The  purple  violet  chloroform 
solution  which  floated  upon  the  sulphuric  acid 
became  almost  colourless  or  intense  blue  (ate) 
when  diluted  with  more  chloroform,  but  assumed 
the  purple  violet  colour  again  upon  being 
shaken,  Salkowsky  supposed  this  to  arise 
from  water  contained  in  the  chloroform. 

The  alx>ve-mentioned  crystalline  yellow 
substance  left  by  the  evaporation  of  the  ether, 
dissolved,  without  application  of  heat,  in  chloro- 
form, forming  a  perfectly  clear  golden  yellow 
solution,  which  upon  addition  of  sulphuric  acid 
assumed  a  beautiful  indigo  blue  colour,  rapidly 
changing,  however,  into  purple  violet.  Pure 
cholesterin,  as  it  was  obtained  by  the  aljove- 
meutioned  recr}'Stanisation  from  alcohol,  is 
never,  like  the  yellow  substance,  coloured  blue 
by  sulpha ric  acid  ;  couscquently  this  yellow 
colour  and  the  indigo  blue  reaction  must  be 
attributed  to  the  preseiice  of  a  colouring  Tmiiter, 
which  cannot  be  a  bile  pic^ment  because  it  is 
not  extracted  from  the  chloroform  solution  by 
shaking  it  with  a  solution  of  sodium  carbonate, 
but  must  belong  to  the  class  of  lipochrmn^^ 
examined  and  studied  by  W.  Kiihne, 

To  the  alkaline  solution ^  obtained  after  the 
soap  had  been  dissolved  in  wat-er,  the  solution 
shaken  with  ether  and  ethereal  extract  of 
cholesterin  and  lipochronte  removed,  sulphuric 
acid  was  added  in  slight  excess  and  the  mix- 
ture figaiu  shaken  with  ether.  After  separation 
the  ether  was  evaporated  and  the  residue  heated 
for  some  time  on  a  water-batb.  In  this  way 
the  fatty  acids  were  obtained.  To  a  chloroform 
solution  containing  5  to  8  per  cent,  of  these  acids 
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aD  equal  volume  of  salplmric  acid  was  added, 
wbeii  the  latter  was  imoiediately  coloured  a 
deep  brown,  appearing  dirty  green  id  reflected 
light.  Pouring  off  the  colourlesfl  chloroform 
after  the  lapse  of  half  an  hoar  and  adding  a 
few  drops  of  the  sulphuric  acid  to  some  ccm. 
of  glacial  acetic  acid^  the  solution  assumed 
after  one  or  two  hours  a  beautiful  reddish 
violet  colour  with  a  dirty-green  rellectionj  and 
maintained  this  colour  for  several  days. 

Thus  cholesterin,  lipochrome,  and  fatty  acids 
are  the  constitueotfi  which  play  a  part  in  the 
well-known  colour  reaction  with  sulpharic 
acid. 

The  only  other  pigment  producing  a  bine 
colour  with  sulphuric  acid  was  found  in  palm 
oilj  and  a  trace  of  it  in  cotton-seed  oil. 

Salkowsky  found  that  the  cholesterin  of 
cod-liver  oil  was  not  identical  with  that  of  the 
vegetable  oils,  the  latter  being  much  more  like 
phytoeterin  as  described  by  Hesse  in  1878* 
Cholesterin  forms  a  thickish  mass  of  crystaUine 
flakesj  while  phytosterin  forms  busby  groups  of 
needles.  Phytosterin,  sloirly  crystallisedj  foniia 
beautifully  developed  lengthy  hexagonal  plates, 
which  is  never  the  case  with  cholesterin. 
Phytosterin  melts  at  132'^-18t'^,  whereas  the 
melting  point  of  cholesterin  is  146°.  These 
differences  are  sufficiently  characteristic  for 
pro\ing  the  presence  of  vegetable  oils  in  ci>d- 
liver  oil,  the  microscope  being  of  great  assist- 
ance in  such  examinations.  Phytosterin  dift- 
solved  in  chloroform  also  gives  a  colour  reaction 
with  sulphuric  acid,  but  the  colour  is  more 
bluish  than  the  cherry-red  of  cholesterin. 

None  of  the  fatty  acids  from  vegetable  oils 
when  dissolved  in  chloroform  behaved  towards 
sulphuric  acid  and  glacial  acetic  acid  like  the 
fatty  acids  of  cod-liver  oil  as  described  above. 
LijQSeed  and  palm  oil  gave  a  faint  indication  of 
a  similar  behaviour. 

Salkowsky,  like  Hager,  found  the  free  fatty 
acids  were  present  in  the  better  varieties 
of  cod-Uver  oU,  in  only  quite  insignifi- 
cant proportions,  ue,  from  0*25  to  0*69  per 
cent  ^  in  only  one  sample  was  tbere  found  as 


much   as   6*6   per  cent.     Most  vegetable  oils 
contained  larger  quantities. 

1 888. — Van  der  Burg  (Enc^ychp,  d.  gesammt 
Ph.  1889)  found  after  incineration  of  the  pale 
oil  merely  a  trace  of  ash,  not  sufficient  for  deter- 
minatiun  by  weight.  In  22  grms.  of  de  Jongh^s 
oil  he  found  0*002  grm.  of  ash,  containing  ctd- 
cium  and  iron. 

Hirsch  {Encyclop>  d.  gesammi  Pk,  1889) 
gives  the  solubility  of  the  light-coloui-ed  oils  in 
cold  alcohol  as  1  in  40,  in  warm  alcoliol  as  1  in 
31-32  ;  of  the  light  brown  oils  in  cold  alcohol  as 
1  in  31-36^  in  warm  alcohol  1  in  13,  and  of 
the  brown  oils  in  cold  alcohol  as  1  in  17-20. 

In  ether,  cod-liver  oil  dissolved  readily,  e.tj, 
in  ether  of  sp.  gr.  0*728  in  less  than  twice  its 
quantity  ;  in  chloroform  and  carbon  disulphide 
it  also  proved  readily  soluble. 

Gautier  and  Mourgues  (Les  Alcaloides  de 
riluile  dd  Foie  ds  Morue)  examined  the  various 
cod-liver  oils,  and  found  in  Ught-biown  oil  a 
small  quantity  of  leucomames,  but  not  in  the 
lighter  oils. 

One  hundred  kilos,  of  madeira- coloured 
(light-brown)  oil  was  shaken  with  its  own 
volume  of  alcohol  (35  per  cent.),  containing 
3  grms.  of  oxalic  acid  jier  litre.  In  order  to  pre- 
vent oxidation  the  air  in  the  bottles  employed  ■ 
in  the  process  was  replaced  by  carbonic  acid. 
After  standing  for  some  time  the  alc*oholic  ex- 
tract was  drawn  off  and  almost  neutralised  with 
milk  of  lime,  after  which  it  was  filtered  and 
distilled  in  vticuo  at  a  temperature  of  40°. 
When  the  liquid  had  been  reduced  to  one- 
twentieth  of  its  original  volume,  the  distilla- 
tion was  discontinued ;  the  clear  and  slightly 
coloured  liquid  was  saturated  with  calcium  car- 
bonate ^  tiltered,  and  distilled  in  vacuo  to  dryness. 
The  residue  was  treated  with  80  per  cent, 
alcohol,  the  extract  filtered,  the  alcohol  evapo- 
rated, and  the  liquid  concentrated  in  v(utuj  to  a 
syrupy  fluid  from  which  the  bases  were  separated 
by  the  addition  of  dry  potassium  hydrate,  and 
extracted  by  shaking  with  ether,  from  which 
they  were  precipitated  by  an  ethereal  solution 
of  oxalic   acid.     The   precipitate  was  washed! 
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with  ether  and  dried.  From  100  kilos,  of  oil 
52  grms.  of  oxalates  were  obtained  almost  colour- 
less and  perfectly  soluble  in  water.  The  bases 
wiem  then  isolated  by  dissolving  the  oxalates  in 
a  little  wat^r  and  adding  potassium  hydrate, 
when  they  appeared  as  a  thickish  brown 
floating  layer^  which  was  removed  and  dried 
over  freshly  fused  potassium  hydrate.  Fifty- 
two  grms.  of  oxalates  gave  26 '5  grras.  of  free 
hases.  Subjected  to  fractional  distillation,  first 
under  atmospheric  pressure,  afterwards  under 
diminished  pressure  on  an  oil-bath,  they 
ieparated  into  several  volatile  and  non- volatile 
bases. 

The  first  fraction  which  boiled  at  87^-90^ 
under  a  pressure  of  770  mm*  was  Imiyhmine^ 
aad  constituted  one-sixth  of  the  whole.  The 
ultimate  analysis  oorreeponded  to  the  formula 
C,H,.N. 

The  boiling  point  of  the  second  fraction  was 
between  94^  and  100°  under  the  same  pres- 
sure (770  mm.).  It  consisted  of  avfiyhmiinB^ 
CjHjjN,  and  c^nstitufced  one-third  of  the 
whole. 

The  third  fraction  boiled  under  the  same 
preesnre  between  100°  and  11S°,  and  proved  to 
be  A€sn//ami rt€,  CgH,^N.  It  formed  but  an  in- 
considerable part  of  the  constituents. 

The  fourth  fraction  boiled  at  100°  under  a 
pressure  of  60  mm,,  and  at  1 98^-200°  tinder 
770  nun,  pressure.  It  was  dihydrolutidiHe, 
C,H,,N,  and  constituted  one-tenth  part  of  the 
baeee. 

The  residue  fit>m  the  distillation  constituted 
the  Doa-volatile  bases.  Treated  with  dilute 
hydrochloric  acid  and  precipitated  with  plati- 
90118  chloride,  the  precipitate  was  decomposed 
with  sulphuretted  hydrogen  and  again  precipi- 
tated with  caustic  potash.  Dried  on  unglazed 
iilea  it  was  found  to  be  aaseline,  Cj^H^^N,  and 
oonstituted  barely  one-fifteenth  part  of  the 
faiwe. 

The  mother-lye  from  the  platinum  salt  of 
•nelina  was  evaporated,  depositing  a  platinum 
ttit  from  which,  by  decomposition  at  a  higher 
temperature  with  sulphuretted  hydrogen,  there 


was  obtained  a  chloride  of  morrhuine.  The 
base  morrhuine^  OipHj^Ng,  was  isolated  with 
caustic  potash,  and  by  extraction  with  ether. 
It  formed  one-third  part  of  all  the  bases. 

After  the  bases  had  been  extracted  from  the 
alkaline  syrupy  fluid  by  shaking  with  ether  in 
the  manner  above  described,  the  residue  was 
examined  in  search  of  the  acids  with  which  the 
bases  had  probably  been  combined  in  the  form 
of  salts, 

Aflber  adding  a  little  sulphuric  acid  the 
following  acids  were  obtained. 

1.  An  acid  which,  especially  on  the  applica- 
tion of  heat,  appeared  as  a  brown  sticky  mass, 
capable,  however,  of  crystallisation.  It  was  a 
pyridine  compound,  and  received  the  name  of 
morrhuic  acid,  C^H^^NOj.  One  litre  of  oil 
contained  one  gramme  of  this  body. 

2.  After  the  separation  of  morrhuic  acid 
the  liquid  was  distilled,  and  in  the  distillate 
were  found  formic  and  butyric  acids. 

3.  In  the  residue  there  remained — 

a.  A  small  quantity  of  morrhuic  acid,  which 
was  removed  by  alcoholic  ether. 

b.  A  certain  quantity  of  phosphoric  sicid 
originating  from  phosphates,  phosphorgly- 
cerina,  and  lecithins. 

c.  A  little  sulphuric  acid  of  the  same 
origin. 

4.  After  the  separation  of  these  subbtancea 
th«j  remainder  was  precipitated  with  basic  lead 
acetate,  filtered,  the  lead  removed  with  sulphu- 
retted hydrogen,  evaporated,  and  extracted  with 
98  per  cent*  alcohol.  After  the  evaporation  of 
the  latter  the  liquid  was  distilled  m  vcumo.  In 
the  part  of  the  distillate  which  boiled  at  180° 
glycerin  could  be  identified  by  ita  being  con- 
verted into  acrolein. 

1889.— Unger  (Sudd,  ph.  ZeiL  1888,  p.  98, 
and  1889,  p.  241)  prepared  three  kinds  of  oil 
through  putrefaction.  The  first  oil  drawn  off 
from  the  livers  had  a  light  yellow  colour,  sp.  gr. 
at  14°=0*923;  1'59  per  cent,  free  but  nob 
volatile  acid  ;  the  second  oil  obtained  from  the 
same  livers  during  the  progress  of  putrefaction 
contained  4-78  per  cent,  free  non- volatile  acids  ] 
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the  third  oil  was  the  last  one  obtainable,  and  was 
the  darkest  in  colotir.  It  contained  733  per 
cent,  free  acids  (trace  of  propionic  acid)  and  had 
a  8p.  gr,  of  0*929,  After  standing  for  four 
liours  in  contact  with  nitric  acid  (ap.  gr.  1*4)  in 
a  test-tube  the  first  oil  gave  a  cloudy  ring  of 
albaminates  in  combination  with  iron  man- 
ganese and  phosphorus  ;  the  other  two  gave  no 
Buch  reaction  ;  still  albuminous  substances  were 
present  in  them  though  in  another  form.  The 
albuminous  substances  could  be  extracted  frora 
tlie  oil  by  shaking  with  water  in  which  they  are 
soluble.  Those  extracted  from  the  first  oil 
emell  of  trimothylamine  when  boiled  with  water  ; 
the  others  do  not.  Uiiger  concludes  that  the 
first  oil  is  the  only  sort  that  should  be 
employed  as  a  medicine ;  about  the  second 
he  is  doubtful  j  the  third  oil  he  considers 
injurious. 

The  following  researches  on  cod-liver  oil 
are  yet  to  Ije  mentioned. 

Grace  Calvert  a  colour  reactions  (Benedikt*s 
Aiud,  d.  Fetie,  2nd  ©d.,  p.  306). 
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Nitric  acid  of  sp.  gr  1*33  and  aflerwards 
caustic  soda  of  ep.  gr.  1*34  form  a  fluid  mass. 

Aqua  regia  and  afterwards  caustic  soda  of 
gp.  gr.  1^34  form  a  fluid  orange-yellow  mass. 

Allen  (Benedikt*B  Anal,  d.  Fetle,  2nd  ed*»  p. 
368)  found  the  saponification  value  of  cod -liver 
oil  to  be  182-187. 

Valenta  found  it  to  be  171-189. 

Dieterich  found  the  eaponiJication  value  of 
the  acuis  to  be  204*4. 

Chevallier  and  Baudrimont  (K6mg*BA7wJyfm 
d.  Nakrungs'  wnd  Crenv^mnUtel)  give  the  consti- 
tuents of  cod-liver  oil  as  follows :— 
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1893.— Dr.  W.  Fahrion  (Chem.  Ztg,  xxv. 
434)  assumes  that  the  changes  taking  place  in 
oils  with  high  iodine  absorption  are  cau&ed  by 
polymerisation,  Dnsaturuted  acids,  on  account 
of  their  double  bonda,  are  strongly  disposed 
to  combine  with  other  bodies,  and  when  such 
are  not  present  they  will  combine  mutually. 
In  the  case  of  hydroxy-acids,  however,  the  pro- 
cess is  not  a  poly merisat ion  but  a  condensa- 
tion through  the  hydroxyls  combining  under 
elimination  of  water,  leaving  the  double  bonds 
undisturbed.  As  a  consequence  of  such  changes 
specific  gravity,  acid-value,  and  percentage  of 
Iiydroxy-acids  will  increase,  but  iodine  absorp- 
tion will  decrease.     Thus  be  found  the  following 


changes  to  have  taken  place  during  the  increas- 
ing age  of  a  sardine  oil : — 
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The  free  unsaturated  acids  must  be  con- 
siderably more  disposed  to  polymerisation  or 
condensation  than  their  glycerides,  and  no 
reliable  conclusions  can,  therefore,  be  drawn 
from  the  examination  of  their  acid-value  and 
iodine  absorption  ;  indeed  the  researches  on  the 
free  fluid  acids  of  the  above-mentioned  sardine 
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ofl  proved  the  correctness  of  this  assumption. 
IVep&red  at  different  times  the^e  acids  gave  the 
foUowiag  vftluee : — 
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The  saponification  valne  would  naturally  be 
expected  to  remain  unaffected  by  the  polymeri- 
sation and  oondeiiBation  processes  which  in- 
flaence  the  other  values  so  much.  But  even 
for  this  value  no  constant  resulta  could 
be  obtained  :  they  varied  from  L59%5  to  41 7*2, 
acoording  to  the  time  the  alkali  was  allowed  to 
act  upon  the  firee  acids  of  the  sardine  oil.  Dr. 
Fahrion  concludes  from  this  behaviour  that  the 
acids  are  split  up  through  oxidation  into  other 
acids  of  low  molecular  weight.  He  experi- 
memtallj  shows  that  oleic  acid  by  the  action 
of  potaesiam  permanganate  produces  acetic  and 
oxalic  acids,  beaides  a  mixture  of  other  horao- 
logoos  acids,  the  presence  of  which  also  he  c^iuld 
demooBtrate  when  the  oleic  acid  was  simply 
shaken  with  an  alkali  solution  for  three  days. 
The  acids  from  sardine  oil  showed  analogous 
behavioor,  but  the  volatDe  acids  appeared  in 
modi  larger  quantities  in  both  reactions. 

Instead  of  ascertaining  the  iodine  absorption 
(if  the  oil-acids  directly,  Dr.  Fahrion  thought 
the  results  might  be  more  correct  if  the  solu- 
tioojs  of  the  acids  were  first  neutralised,  because 
he  had  found  that  the  polymerisation  of  the 
unsaturated  acids  was  undone  when  they  were 
Biq;>omfiad.  In  this  way  he  obtained  the  follow- 
ing figarea: — 
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It  will  be  seen  that  the  figures  for  oleic 
acid  vary  considerably  when  determined  in  a 
neutral  solution,  and  are  much  higher  than 
those  theoretically  correct  (90  "O?),  whereas  the 
results  as  determined  by  the  ordinary  method 
are  much  too  low.  Dr,  Fahrion  therefore 
arrives  at  the  conclusion  that  the  methods 
hitherto  in  use  are  not  reliable  when  hydroxy- 
acids  are  present,  and  proposes  a  method  by 
which  such  acids  are  removed  before  the  de- 
termination of  iodine  absorption.  The  method 
consists  essentially  in  freeing  the  nou-hydroxy- 
lated  from  the  hydroxylated  acids  by  the  in- 
solubility of  the  former  in  petroleum  ether, 

Dr,  Fahrion  (Ohem,  Zig.  1893,  xxx.  521).— 
Physetolejfc  acid  is  generally  supposed  to  be  a 
characteristic  constituent  offish  oils,  but  so  far  as 
Dr*  Fahrion  has  been  able  to  determine  it  is  found 
in  sperm  oil  only,  and  not  in  any  of  the  liver  oils. 
If,  however,  it  is  a  constituent  of  thesa^  it  must 
be  in  company  with  other  unsaturated  aliphatic 
acids,  as  is  evident  from  the  iodine  absorption, 
which  varies  in  different  liver  oils  from  100  to 
200,  but  mostly  from  130  to  160,  whereas  the 
triglyceride  of  physetoleic  acid  has  an  iodine 
absorption  of  04*9  only.  With  a  view  to  dis- 
covering physetoleic  acid  in  sardine  oil,  Dr. 
Fahrion  examined  it  by  the  method  described 
above,  and  found  the  fluid  non-hydroxylic  acids 
to  consist  chiefly  of  an  acid  isomeric  to  linolenic 
and  isolinolenic  acid  of  the  formula  Ci^H^^jO^,  of 
oily  consistence  and  not  solidifying  in  the  cold. 
The  different  determinations  gave  tiie  follow- 
ing figures,  but  he  seems  Uj  admit  that  they 
more  represent  a  selection  made  fur  the  pur- 
pose than  an  average  of  all  the  results  ob* 
tained. 
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This  acid  has  consequently  tbree  double 
bonds,  and  Dr.  Fahrion  termed  it  jecoric  aeiri 

Next  he  examined  the  solid  acid  of  sardine 
oil,  and  found  it  to  consist  solely  of  palmitic 
acid,  of  which  there  was  present  as  palm  it  in 
14-3  per  cent,,determified  by  oxidising  the  un- 
saturated acids  in  the  mixture  by  potassium 
permanganate. 

According  to  the  rule  propounded  by 
Hazura,  jecoric  acid  ought  to  yield  a  hexa* 
hydroxy-st/earic  acid  by  oxidation  with  potas- 
sium permangaoate.  The  Utiid  acids  of  sardine 
oil  did  not  yteld  such  an  acid,  but  the  result 
was  a  mixture  of  the  lower  homologues  of  the 
saturated  aliphatic  acid*series,  among  which 
carbonic  acid  was  especially  conspicuous*  Dr. 
Fahrion  explains  this  behaviour  of  jecoric  acid 
by  assuming  that  Hazura's  rule  holds  good  only 
as  regards  acids  with  a  straight  chain  without 
branches,  and  that  therefore  jecoric  acid  must 
have  a  structure  with  side-chains,  contrary  to 
the  opinion,  hithert4>  entertained,  that  natural 
fatty  acids  never  have  side-chains. 

Dr.  Fahrion  (Ghem,  Ztg.  1893,  xxxix,  684) 
found  palmitic  acid  in  one  variety  of  whale 
oil,  as  well  as  in  sardine  oil;  and  he  then 
examined  the  solid  acids  in  another  whale 
oil,  in  Japanese  oil,  and  in  ordinary  cod-liver 
oil.  He  prepared  them  by  simply  dissolving 
the  acids  in  alcohol,  exposing  the  solution  to 
the  cold,  dissolving  the  crystalline  mass  thus 
obtained,  and  recrystallising  it  from  alcohol 
until  the  colour  was  quite  white.  In  tliis  way 
he  obtained  from  the  oils  mentioned  solid  acids 
with  the  respective  melting  points  54*^,  01*^, 
5G^,  and  55'^,  and  with  the  molecular  weights 
2ti6'4,  260-6,  260  0,  and  263*3.  He  oonclu  Jes 
from  these  data  that  most  fish  and  liver  oils 
contain  stearic  in  addition  to  palmitic  acid,  the 
latter,  however,  predominating.  The  so-called 
stearin  from  these  oils  is,  he  says,  chiefly 
palmitin. 

Dr.  Fahrion  has  further  made  parallel  de- 
t-erminations  of  Japanese  oil,  cod- liver  oil,  and 
sardine  oil,  with  the  following  results; — 


oil 

Qod-Uwrr 

8Ardli]« 

Specific  gravity 
Iodine  absorption    . 
Acid-valae 

0'916 
31-3 

0927 
1479 
15-8 

0'9B3 
193-3 
20-6 

Ashes      ,        ,         ,         . 

traced 

traoes 

traces 

Not  fiaponifiablo   {ohole- 
eterin) .... 
Tot&l  of  fatty  acids 
Hydroxy -aoidB 

0-6 

953 

0-6 

0-6 

94-9 
0'6 

0-6 

94*5 

0-7 

The  fluid  acids  were  prepared  from  the 
barium  salts  through  extraction  by  ether,  and 
they  were  freed  from  hydroxy- acids,  formed 
dnring  the  operations,  by  petroleum  ether  aa 
described  before.  A  yellow  rather  thin  oil 
resulted,  and  the  following  determinations  of 
the  acids  thus  derived  from  the  three  d^erent 
oils  were  made : — 


— 

Aokl- 

itMorptiiiii 

0 

H 

OodllrertHl^iUii 
CWciil*k^  on  Oi.H^O, 

..  o,.u^o. 

IflO-fi 
184*0 

SOl'4 

1756 

220-4 

890 

173-0 

7«-OI 

ra-ot 

7§'6II 
7T-T0 

11^9 

lias 

ItSM 
107» 

Except  in  the  case  of  the  sardine  oil-acid, 
which  according  to  Dr.  Fahrion's  earlier 
researches  described  above  contains  nearly 
exclusively  jecoric  acid,  the  ultimate  analyses  are 
rather  purposeless,  because  evidently  we  have 
here  to  deal  with  mixtures  of  different  acids/  Dr. 
Fahrion  says  that  jecoric  acid  is  present  in  con- 
siderable quantities  in  cod-liver  oil, ^  and  that  the 
larger  percentage  of  hydrogen  in  these  acids  com- 
pared to  those  of  sardine  oil  corresponds  to  the 
lower  iodine-absorption.  He  further  states  that 
from  the  percentage  of  oxygen  in  the  fluid  acids 
the  conclusiun  may  be  drawn,  with  considerable 
certainty,  that  the  fresh  oils  oont-ain  no  hydroxy- 
acids. 

After  having  unsuccessfully  tried  to  prepare 

'  It  does  not  appear  from  the  papers  Br.  Fahrion  has 
pnbliB^&d  tliut  bo  has  actually  and  experimentally  demon- 
strated the  presence  of  jecorio  acid  in  any  other  oU  bnt 
saidine  oil. 
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the  unsaturated  acids,  presumably  present  in 
cod-liver  oil,  by  a  method  derived  from  the 
oxidation  of  fish  oils  in  the  process  of  chamois- 
dressing,  Dr.  Fahrion  tried  oxidation  by  potas- 
sium permanganate  in  alkaline  solution.  The 
acids  thus  hydroxylated  from  Japanese  oil  and 
insoluble  in  petroleum-ether  were  dissolved  in 
a  solution  of  sodium  hydrate,  precipitated  by 
barium  chloride,  filtered  at  their  boiling  tem- 
perature, and  to  the  filtrate  was  added  hydro- 
chloric acid  in  slight  excess.  When  cooled, 
white  mother-of-pearl-like  crystals,  m.p.  114° 
separated.  The  molecular  weight  of  this  was 
found  by  titration  to  be  302*4.  The  undis- 
solved barium  salt  was  decomposed  by  hydro- 
chloric acid,  again  dissolved  in  sodium  hydrate 
solution,  and  precipitated  with  barium  chloride. 
This  process  was  repeated  five  times,  and  still 
flakes  of  crystals  separated  when  the  filtrate 
was  concentrated  by  evaporation.  These  flakes 
had  m.p.  114°,  and  proved  to  be  identical 
with  the  above-mentioned  similar  crystals.  The 
small  quantity  of  undissolved  barium  salt  which 
remained    was    decomposed,    and    the    acids 


recrystallised  from  alcohol.  Their  melting 
point  was  found  to  be  115°,  and  presumably 
identical  with  the  rest.  Cod-liver  oil  and 
sardine  oil  were  treated  in  the  same  way ;  the 
product  of  oxidation  from  the  former  had  m.p. 
116°,  mol.  weight  304-9,  and  from  sardine  oil 
respectively  114°  and  304'0.  The  yield  from 
cod-liver  oil  was  considerably  smaller  than  that 
from  Japanese  oiJ,  and  from  sardine  oil  still  less. 
As  there  apparently  could  be  no  question  of  a 
mixture  of  different  acids  the  determination  by 
ultimate  analysis  was  proceeded  with,  and  the 
results  were — 


— 

0 

H 

Moleoalar  weight 

Found       .        .       1 
Calculated          for  \ 

67-50 
^  67-86 

67-56 

11-13 
11-39 

11-26 

I      302-4 
1      802-0 

This  body,  for  which  Dr.  Fahrion  proposes 
the  name  of  asellic  add,  is  therefore  the  di- 
hydroxy-heptadecylic  acid  from  a  heptadecylenic 
acid  Oi^HjjOj  not  yet  isolated. 
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NEW   CHEMICAL  RESEARCHES  ON  COD^LIYER  OIL 

By  p.  M.  HEYERDAHL 


The  Free  Fatty  Acids 

In  the  determination  of  the  amount  of  free 
fatty  acids  in  cod-liirer  oil,  Dr.  Franz  Hoffmann's 
inethod '  was  applied.  Phenol-plithaleme  proved 
useless  as  an  indicator  in  titration,  and  rosolic 
acid  had  to  be  used  in  its  stead.  The  process 
was  as  follows :- — 

The  oil,  after  being  weighed — the  amount 
varying  from  7  grammes  for  oil  containing 
small  quantities  of  free  fatty  acids  to  0*5 
gramme  for  oil  richer  in  these  acids— was  dis- 
solved in  20-40  cxm.  of  ether  previously 
neutralised  by  x^*^^  ^^  normal  alcoholic  solu- 
tion of  cifcUBtic  potash^  also  nsed  in  titration  of 
the  fatty  acids.  It  must  be  freshly  prepared^ 
as  on  standing  a  short  time  it  alters  in  chenucal 
composition.  It  is  beat  made  by  taking  the 
quantity  necessary  for  immediate  use  of  an 
aqueous  y^*'^  normal  solution  of  caustic  potash^ 
free  from  carbonic  acid,  and  adding  alcohol  in 
the  proportion  of  1  to  10.  If  fat  separates 
during  titration  more  ether  is  added. 

As  indicator  a  couple  of  drops  of  an  alco- 
holic solution  of  rosolic  acid  (4  :  1 ,000)  is  used. 

During  the  titration  exactly  so  much  alco- 
holic solution  of  caustic  potash  is  added  to  the 
liquid  as  will  colour  it  a  roee  red.  In  the 
calculation  of  the  acid-valoe  the  necessary 
correction  must  be  made  in  C4ise  an  acid  ether 
or  an  acid  alcohol  has  been  naed.  By  the  acid- 
value  is  understood  the  number  of  milligrammes 
of  KOH  nece-ssary  to  neutralise  1  gramme  of  fet, 
'  Beiirdg^  tur  Anatomit  und  PhysioJogie^  1674« 


With  a  view  to  determining  the  changes 
which  the  percentage  of  free  acids  of  the  oil 
underwent  during  the  process  of  extraction 
firom  the  livers,  several  samples  taken  from 
the  oil  at  various  stages  of  the  process  were 
examined  by  the  above  method.  The  free  fatty 
acids,  instead  of  increasing  during  the  process, 
as  one  might  have  been  inclined  to  expect,  were 
actually  found  to  decrease.     Thus  :— 

At  tho  be^nnlng  At  tbe  ead 

at  the  (I0(>c«u  *ji  the  pmecM 

1.  Aeid-TEdue  .     -0*76    which  deoreftsed  to        0*58 

2.  „  ,     -0*99  »,  „  0-81 

By  continued  heating  of  the  samples  and 
simultaneously  conducting  a  cun^ent  of  air 
through  them,  the  acidity  was  at  first  somewhat 
decreased,  but  later  it  steadily  rose,  though  not 
rapidly.  For  instance,  the  acid-value  of  a 
sample  after  being  heated  1 J  hour  on  a  water- 
bath,  during  which  time  a  current  of  52  litres 
of  air  waa  conducted  through  it,  decreased 
from  0*81  to  0*75,  but  thereafter,  during  the 
next  four  hours,  with  an  additional  current  of 
155  litres  of  air,  rose  to  1*22.  The  other 
samples  behaved  in  an  analogous  manner. 

For  oil  extracted  from  the  liver  by  freezing 
(no  heat  whatever  being  applied)  the  acid-value 
was  found  to  be  1*38. 

Oil  prepared  by  conducting  the  steam  direct 
into  the  liver  had  an  acid-value  of  0*27. 

If  a  current  of  air  was  not  conducted  through 
the  oil  during  the  w^arming  process  the  acid- 
value  increased  somewhat  more  slowly,  though 
the  difference  was  not  great ;  for  instance,  after 
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165  minutes'  heating,  the  acid-value  rose  {rom 
0-68  to  0-75. 

The  influence  of  temperature  upon  the  acid- 
value  was  exceedingly  small.  In  a  sample  kept 
for  over  three  hours,  at  a  temperature  of  243**  C, 
the  acid- value  rose  from  0^72  to  0'77  only. 

Oil,  rich  in  solid  fats,  had  a  smaller  acid- 
value  than  oils  from  which  they  had  been 
separated.     The  difference  was  0"09. 

In  oil  J  melted  from  old  (not  fresh)  fish-livers, 
a  higher  acid-value  was  found— in  one  case 
1*75,  for  instance. 

Oil  melted  from  green  (bilious)  livers  had 
an  acid- value  of  0*60. 

In  oil  that  bad  been  standing  a  long  time  the 
free  acids  remained  unchanged  in  quantity,  Le. 

Oil  from  1684  had  od  acid-value  of  0-73 

1885  .,  „  074 

1886  „  „  0-72 
18S7            ,.            M  070 

„         1888  „  „  070 

Several  samples  of  raw  medicinal  oil  were 
examined.  Their  qualities  varied  greatly, 
owing  to  want  of  uniformity  in  their  prepai-ation. 
The  three  samples  indicated  lielow  varied  in 
colour,  odour,  and  taste  ; — 

The  lightest  sample  had  an  atiid  value  of  7*38 
A  somewhat  darker  „  *»  7 '55 

The  darkest  ,,  ,,  7-72 

The  acid-value  of  the  pale  oil  wa^s  found  to 
be  21-2,  and  of  brown  oil  54'4.  These  oils, 
which  are  separated  from  the  liver  by  process 
of  decay,  thus  show  a  very  high  acid  percentage, 
which,  of  course,  varies  considerably,  according 
to  the  quality  of  the  oil. 

For  oil  obtained  from  other  species  of  fish 
by  the  steam  process  the  following  acid-values 
wer©  found : — 

Coal -fish  {Garltti  virens)  oil  hod  an  acid^value  of  0'S4 
Torsk  {BnAtnius  bro»me)  „  „  0"15 

Ling  {Molva  vulgarie)  «,  ««  ^'51 

St4MTf  Bay  (Rata  radiaia)  „  „  9-84 

Porbeagle  {Lamna  comubica)    „  „  6*10 

A&  will  be  BeeD»  the  free  fatty  acids  of  oil 
prepared  from  cod-livers  by  steam  process  are 
insigoilicant,    the    acid*value    of   0  70    corre- 


sponding to  0^3(5  per  cent,  of  oleic  acid*  The 
acid  percentage  is  increased  very  little  indeed 
by  heating  even  to  quite  high  temperatures, 
while,  on  the  other  hand,  its  colour  darkens, 
and  its  rancidity  increases  with  great  rapidity. 
The  free  fatty  acids  have  consequently  no  connec- 
tion with  rancidity  ;  they  are,  however,  greatly 
inclined  to  form  during  tJie  decay  of  the  liver, 
but  neither  during  the  application  of  heat  nor 
through  the  influence  of  the  air. 

Examination  of  Stearin 

The  Trade  demands  that  the  finest  medicinal 
cod-liver  oil  shall  remain  perfectly  clear,  and 
deposit  no  solid  fata  at  low  temperatures,  some 
placing  the  limit  at  (.P  C,  and  others  still  lower. 

The  solid  fats,  which  under  the  influence  of 
cold  are  deposited  by  the  oil,  go  under  the 
common  name  of  sieariny  a  white  butter- like 
mass,  which  has  hitherto  been  supposed  to  con- 
sist mainly  of  palraitin,  stearin,  and  some  olein, 
and  the  melting-point  to  vary  according  to  the 
proportion  in  which  these  three  glycerides  were 
present. 

It  would  naturally  be  of  interest  to  submit 
this  so-called  stearin  to  a  closer  examination, 
and  to  this  end  attempts  were  made  to  prepare 
the  solid,  free  from  the  fluid  glycerides,  by  re- 
peated crystallisations  in  ether,  ether-alcohol, 
and  petroleum-ether,  v.  Htibrs  iodine-absorp- 
tion method  was  applied  for  determining  the 
degree  of  purity  of  the  crystallised  substance. 
Stearic  and  palmitic  acids  are,  as  is  well 
known,  saturated  compounds,  which  add  no 
iodine  from  v.  Htibrs  solution,  so  that  the 
more  these  were  freed  from  oleic  acid  the  less 
should  be  the  iodine-absorption,  until  at  last, 
when  all  oleic  acid,  in  the  form  of  olem,  was 
washed  away,  the  iodine-absorption  should  be 
0.  As  a  means  of  controlj  determinations  of 
acid-value  and  melting-point  were  applied. 
The  determination  of  iodine-absorption,  accoixl- 
ing  to  V.  Htibra  method,  was  as  follows  : — 

The  amouut  of  oil  used  for  each  determina- 
tion varied  from  0*2  to  0*4  gramme.  In  order 
always  to  have  nearly  equal  weight,  the  same 


xc 


UEYEBDAHL:   NEW   CHEMCAL  BESEARCHBS 


aamoer  of  drops  of  the  dl  worn  taken  and 
tlieie  aecamt^ly  wfigbed,  diMiolred  in  chloro* 
form  in  a  200  ccm.  bottle  having  a  giaaa 
ftopper,  ChJorofonn  iraa  added  in  audi 
qnantity  that  the  liquid  remained  clear  daring 
titration,  as  a  mle  18  c.cm.  being  aoffident. 
The  iofiine  fiolution  waa  made  by  mixing  25 
grammes  of  iodine,  diaaotved  in  500  c.cm,  of 
filcohol,  with  30  grammpji  of  chloride  of  mer- 
cDry,  alfto  digaoked  in  500  c.cm.  of  alcohol,  and 
Allowing  the  mirtnre  to  stand  twenty-fonr  honrsu 
This  eolntion  was  then  added  from  a  burette  in 
anch  quantity  that  after  standing  two  boars  the 
dark  brown  colour  Btill  remained;  25  &cm. 
proved  a  proper  amount. 

The  mixture  was  set  aside  for  a  certain 
time,  which  for  all  samples  must  be  the  same 
in  order  to  obtain  comparable  results — in  this 
case  two  hours — at  the  expiration  of  which  was 
added  such  quantity  of  a  10-per-cent.  iodide 
of  potassium  solution  that  upon  the  admixture 
of  150  c.cm*  of  water  no  iodide  of  mercury 
was  deposited:  20  c.cm*  of  iodide  of  potassium 
solution  proved  sufficient. 

Lastly,  the  liquid  was  titrated  with  sodium 
thiosulphate  s^iilution  during  constant  stirring 
until  it  assumed  a  light  yellow  colour,  when  a 
few  drops  of  a  fresh  starch  solution  were  added 
as  an  indicator;  the  titration  with  sodium  thio- 
sulphate was  then  resumed,  and  continued 
until  all  colour  disappeared.  The  shades  of 
the  liquid  from  the  time  of  the  addition  of  the 
starch  solution  until  decoloration  varied  from 
a  mossy  green,  through  green,  and  bluish 
green  to  violet,  from  which  point,  a  couple  of 
drops  only,  of  the  sodium  thiosulphate  solution, 
were  required  to  complete  the  process. 

In  this  manner  were  examined  by  way  of  a 
beginning : — 

1.  St*yim-prepared  oil  from  which  the  aoEd 
fata  had  been  removed  at  —  7^. 

2.  Steara-prepured  oil  from  which  no  solid 
fats  had  been  removed. 

3.  The  solid  fata  (so-called  stearin),  freed 
as  much  as  possible  by  mechanicai  means  from 
the  liquid  fats. 


Vm  Kow  1  tlie  Mio^^Jbaarp^oa  ma  §mml  to  tw  » 142-6 
Fi»rHo*9  „  .  ^  =140>1 

F<FrKo.a  „  ,  „  »118  4 

The  inoonaiderable  difierence  between  the 
first  two  figures  shows  that  the  iodine^aheorp* 
tion  method  is  little  adapted  to  determining 
the  percentage  of  solid  glycerides  in  the  oU, 
and  the  last  figure  proves  that  the  so-called 
sftearin  contains  considerable  quantities  of 
iodin&-«bBorbing  matter. 

Afi  before  stated,  the  stearin  had  been  ex- 
perimentally recrystallised  from  ether,  ether- 
alcohol,  and  petroleum-ether.  It  seemed  to 
crystallise  best  from  the  last-named  solvent, 
but  it  retained  an  iodine-absorption  of  97*7 
after  repeated  crystallisation  friom  this  medium, 
and  must  therefore  be  supposed  to  contain  stiU 
a  considerable  quantity  of  unsaturated  com- 
pounds. As  it  would  obviously  be  a  rather 
impracticable  way  to  obtain  the  solid  fats  by 
recrystallisation,  the  method  was  abandoned, 
and  replaced  by  a  process  of  isolating  the  solid 
acids,  in  order  to  obtain  through  them  some 
knowledge  of  the  solid  compounds  in  the  stearin. 

To  this  end  200  grammes  of  stearin  were 
saponiBed  with  a  20-per-cent.  aqueous  solution 
of  caustic  soda  in  excess^  added  in  small  quan- 
tities during  constant  stirring  and  heating  over 
a  water-bath^  and,  later,  over  open  fire  8|  hours* 
There  remained  an  unsaponifiable  residue. 
The  under  lye  was  now  drawn  off,  the  rest 
warmed  with  1,200  c.cm.  of  water,  cooled,  and 
set  aside  in  a  deep  beaker  glass. 

The  unsaponifiable  part,  which  separated  as 
a  white,  butter-like  floating  mass,  was  removed 
and  repeatedly  washed  with  warm  water,  from 
which  it  was  freed  in  a  separating  funnel.  ■ 
The  substance  now  separated  into  two  layere» 
the  upper  one  yellow  and  butter-like,  the  lower 
rather  whiter.  Separated  from  each  other  and 
thoroughly  washed  with  water  whilst  being 
heated  over  a  water-bath,  their  iodine-absorp- 
tion was  found  to  be — 

1.  TtiQ  yellow  buttor-Uke  substunce  ^  119^1 

2.  The  whiter  Bubslanc©  -  116^2 

or,  both  more  iodine-absorbing  than  ^  stearin,' 
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Both  were  eaponifiable  with  alwholi4i  solu- 
tion of  Rodinm  hydrate.  The  soap  was  heated 
over  a  water-bath  until  the  alcohol  had  eva- 
porated, and  then  decomposed  with  dilute  sul- 
phuric acid.  The  free  acids  thus  obtained  were 
repeatedly  washed  with  water  until  the  washing 
water  gave  no  deposit  with  BaCl^,  and  then 
subjected  to  the  iodine-absorption  test — 

Por  leid  obUined  from  the  aobsUnce  1  it  was 
found  to  be =  llt)*8 

For  acid  obUined  from  the  subBtanoe  2  it  vas 

found  to  be =1140 

After  the  aqueous  soap-solution  had  been 
freed  from  the  substancea  unBaponiiiable  in 
aqaeous  solution  of  caustic  soda,  dilute  sul- 
phuric acid  was  added  until  an  acid  renction 
was  obtainied,  when  the  fatty  acids  separated 
upon  the  surface  as  a  white  layer;  this  was 
skimmed  off  and  repeatedly  washed  with  warm 
water  until  the  water  no  longer  gave  a  deposit 
with  BaCI,*  A  brown  Bocky  substance  de- 
pofiited  in  the  mixture  of  acids  and  was 
filtered  off  in  a  hot- water  funnel;  it  was  soluble 
in  caustic  soda  solution.  The  iodine-absorption 
of  the  mixture  of  acids  was  found  to  be 
=  103  7. 

For  the  purpose  of  isolating  the  solid  acids 
of  the  mixture,  it  was  subjected  to  fractional 
distillation  under  diminiBhed  pressure.  A  ther- 
mometer was  inserted  in  the  distilling  flask, 
and  a  capillary  tube  led  to  the  bottom  in  order 
that  a  current  of  dry  carbonic  acid  might  be 
introdoced  with  a  view  to  preventing  percyssive 
ebullition.  With  the  same  end  in  view,  several 
looee  capillary  tubes  were  placed  in  the  flask, 
and  the  whole  heated  on  a  graphite  bath.  The 
distilling  flask  was  in  air-tight  connection  with 
a  receiver,  which  again  was  connected  with  a 
tfuction  pump  and  a  mercurial  manometer. 

During  tie  first  part  of  the  distillation 
the  temperature  i*ose  uninterruptedly  to  280*^ 
(80  mm*  pressure).  That  which  passed  over 
during  this  time  was  essentially  water  with  a 
UWe  acid  that  spurted  over. 

Between  the  temperatures  280^  and  305^  a 


white»  slightly  yellowish,  acid  of  crystalline 
appearance  distilled  over  (distillate  1). 

That  which  passed  over  at  temperatures 
above  305**  was  of  a  somewhat  more  yellow 
colour  (distillate  2). 

The  residue  in  the  distilling  flask  had  now 
become  rather  thick  and  of  a  dark  brown 
colour. 

The  melting-point,  which  in  the  case  of  the 
acid  mixture  before  the  diBtillation  was  found 
to  be  32**,  was  now  found  to  be 

01  the  distillate  I  «3G* 

The  iodine-absorption  was  found  to  be 

OfdiBtilkisl         .  .         ^5£»'l 

I,  2        .  .         =691 

Of  the  residue  in  the  daak    .         ^05*1 

Upon  redistillation,  the  melting-point  of 
distillate  1  rose  to  38°,  while  the  iodini^-absorp- 
tion  was  somewhat  lowered.  The  acid  value 
was  found  to  be  270,  while  that  of  the  mixture 
befoi*e  diBtillation  was  236. 

After  recrystallisation  from  alcohol  the 
iodine-absorption  fell  to  22*4,  and  the  melting- 
point  rose  to  55^;  the  acid  value  was  now  203. 

If^  then,  we  suppose  that  the  '  stearin  '  is  a 
mixture  of  glyce rides  of  saturated  and  nnsatu- 
rateid  acids,  the  former  having  an  iodine-absorp- 
tion of  142 '6,  the  percental ge  of  the  latter  in 
cod-liver  oil  might  be  calculated  when  it  ia 
remembemd  that  the  *  stearin/  the  iodine- 
absorption  of  which  was  found  to  be  113*4,  con- 
stitutes about  10  per  cent,  of  cod-liver  oil. 

The  percentage  of  glyceridea  of  unsaturated 
acids  in  the  *  stearin '  —  ^^^^\  about  80  per  cent. 

The  percentage  of  glyceridea  of  saturated 
acids  in  the  *  stearin '  will,  therefore,  amount  to 
20  per  cent.,  and  as,  at  most,  ^th  of  the  oil  ia 
*  stearin,*  the  amount  o^  glycerides  of  the  satu- 
rated acids  (palmitic  and  stearic  acids)  from 
which  cod-liver  oil  is  supposed  to  be  freed  by 
the  freezing  process,  at  7"*  of  cold,  can  at  the 
outside  be  only  2  per  cent.,  probably  much  less, 
as  will  be  explained  hereafter. 
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m  Otm- 


Baaedikt  aod  Dbier*  ^re  devised  m  method 


nooe  of  the  rnddM  whkii  ootitAm  im> 
hjiroxyU^nm^  ire  not  alli&Gtad  by  ibe  aceCyl- 
fltiofi ;  tba  dUbraooe  betwieen  Use  aoioml  of 

potMKtiiiD  bydnte  iiiMf— ry  for  flB{M»feitiiM 
nd  that  m{iimd  for  aontfalwiiig  Iho  aoetgrl- 
fttod  ftt^  ac^  wQI  be  in  direcst  proportioii  to 
the  amootit  of  hydfazjHuads  which  thay  coo- 
taio*  If  ft  Don-aoetjhil^  talUy  aeid  ocmteaoe 
X  hydiojEjIi  the  qntuatity  of  potenutm  hydnto 
neoeiavj  for  attponificattoo  aft^r  acetylatioo  wQl 
be  0  tuaea  aa  Itfg<e  ^  the  quantity  required  for 
iiegtratitatton>  True,  in  caae  the  nature  of  the 
6t^  acid  in  qoeation  be  onknovrn,  it  will  be 
impoeaible  to  determine  the  percentage  of 
hydfoxy-acida,  but  valoable  pointa  may  be 
gained  for  Rotating  and  identif^^ing  the  fata. 

The  prooeae  in  ita  details  ia  aa  follows : — 

Ona  hnndred  grammes  of  oil  are  boUed  in 
a  flask  with  inserted  condenser,  together  with 
70  gramtruiS  of  jxptasaium  hydrate  dissolved  in 
60  can.  of  water  and  150  c.cm,  of  strong  spirit 
until  thoroughly  Ba[x>nifted,  whereupon  the 
whole  oontentaof  the  floilc  are  poured  into  a  large 
porcelain  baaing  a  litre  of  writer  hi  adJedi  and 
auflicient  dilute  sulphuric  acid  until  acid  re- 
action, llie  mixture  is  then  boiled  until  the 
futty  acids  rise  to  the  surface  in  the  form  of  a 
perfectly  clear  layer,  aud  the  alcohol  is  evapo- 
rated. 

Ill©  fatty  acid  layer  is  now  boiled  twice 
with  water,  separated,  clrietl  in  hot-air  bath  at 
80**,  and  fiIt-i»rHfl  through  a  dry  filter. 

Fifty  grammt'H  of  the  fatty  acids  thus 
obtained  are  now  boiled  with  40  grammea  of 
acetic  anhydride  for  two  hours  in  a  flask  with 
invertiHl  comh^nser,  and  then  poured  into  a 
deep  beaker-glass;  500  ccm.  of  hot  water  are 
added,  and  t\m  whol»  Iniiled.  In  order  to  pre- 
vent jK^rcurMiive  i.4iullilion  a  weak  current  of  car- 


to  the 


ftoapOlaiytnbe 
baOiDg  for 


The  aee^flafeed  &lty  acids 
I  tike  water  are  dried  in  a  hotnyr 
halfa  at  3(F,aid  fiherad  throi^  a  diy  filter. 

fbr  the  detenainataoit  of  their  add-Talae 
4  to  5  giaatoMa  of  tba  aee^bted  acids  thos 
obtained  ana  disMlved  in  9fiB^  which  must 
be  free  from  foael  oil  and  acid,  and,  after  the 
addition  of  phcoot-fhthaWiie  aa  indicator, 
titrated  with  half  nomal  aoilBlioEi  of  potassium 
hydraie. 

About  1*5  gramme  of  the  adds  were  used 
for  the  determiiiation  of  the  saponification- 
valne.  Besides  the  half-normal  solutions  of 
potassium  hydrate  and  hydrochloric  acid  an 
alcoholic  solution  of  caustic  potaah  is  now 
required.  This  is  prepared  by  dissolving  about 
30  grammes  of  potassium  hydrate,  previously 
washed  with  alcohol  in  as  little  water  as  pos- 
sible, diluting  with  alcohol,  free  &om  fusel  oil,  to 
one  litre.  The  solution  is  set  aside  for  two  days 
and  filtered.  As  the  solution  undergoes  changes 
on  standing,  only  a  quantity  sufficient  for 
immediate  use  is  prepared. 

The  aoetylated  acids  are  now  weighed  out  in 
a  flask  of  100  c.cm.  capacity,  and  exactly  25  cxm. 
of  the  alcoholic  solution  of  caustic  potash 
are  added  from  a  pipette.  The  mouth  of  the 
fla&k  is  covered  with  a  funnel,  and  the  contents 
subjected  to  gentle  boiling  on  a  water-bath  for 
fifteen  minutes^  phenol-phthaleine  added^  and 
the  excess  of  alkali  retitrated  with  hydrochloric 
acid.  The  strength  of  the  caustic  potash  solution 
is  determined  iu  a  similar  way  by  heating  25 
cxm.  of  it  over  a  water^bath  for  fift.een  minutes, 
adding  phenol-phthaleme,  and  titrating  with 
hydrochloric  acid.  Taking  the  difl'ei^ence  be- 
tween this  titration  and  the  first,  the  amount 
of  potassium  hydrat-e  used  in  saponification  may 
be  easily  calculated,  and  from  this  result  the 
saponification  vcJue  determined. 
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By  this  method  the  percentage  of  hydroxy- 
acids  in  C5od-liver  oil  was  examined,  but  they 
proved  to  possess  qualities  differing  from  tliose 
of  other  fatty  acids  examined  by  Benedikt  and 
Uber,  and  which  had  to  be  taken  into  account 
in  the  determination  of  the  acid-  and  saponi- 
fication-value. 

Thoflj  in  the  determination  of  acid-value  it 
was  not  snfficient  to  simply  dissolve  the  acetyl- 
ated  acids  in  alcohol,  as  stated  before,  and  then 
titmte  with  KOH,  because  not  only  did  it  dis- 
^  place  the  hydrogen  in  the  carboxyl-group^  but 
•split  off  some  of  the  acetyls  at  the  same  time. 
To  prevent  the  latter,  it  became  necessary  to 
dilute  the  solution  so  much  that  the  solution  of 
potasaium  hydrate  became  too  weak  to  affect 
the  acetyls.  By  dissolving  the  acetylated  acids 
in  150  c.cra.  of  alcohol,  agreeing  results  were 
obtained,  and  the  reaction  set  in  instantly  with- 
out splitting  off  any  acetyls. 

In  the  determination  of  the  saponification- 
value  a  difficulty  was  encountered  by  the  solution 
of  the  acetylated  acids  aasnming  such  a  dark 
brown  colour  as  to  totally  obscure  that  of 
phenol-phthaleine ;  therefore,  the  change  fix)m 
aikaHne  to  acid  reaction  could  not  he  observed. 
Other  indicators  which  were  tried,  such  as 
roeolic  acid,  alkanet,  galtein,  phenacetolin,  and 
oongo-paper,  proved  equally  worthless.  By 
dilating  with  ^  litre  of  water  it  became  possible 
to  distingtush  the  colour  changes  and  obtain 
aervioeable  results. 

Still,  even  after  these  improvements  in  the 
process  had  been  made,  the  percentage  of 
hydroxy-acids  was  found  to  be  very  irregular. 
8ome  of  the  results  are  stated  here ; — 


Afitd-ralaa 

SapoaiJicAtloQ* 

value 

Aoetyl- 
rmlue 

L  Cod-liver  oil  ff«e 
from  stearin      .  ' 

9.  Ood-tiveroiKfee 
tnm  stearin 

ICod-liTdr oil  con- 
laming  8te«rio  , 

1  Stearin 

16^11  169.3 
169-4  /  ^^^  ^ 

170-8 

^^^'^ll75a 
176  2  P^^® 

^'^^"*  1 174-4 

203-2  ] 
207-9  I  202  8 
197-2  J 

207-7 

^*^  I  20O-9 

175-5  J  ^'*'*' 

S3-5 

869 
25-1 

2-2 

From  these  figures  it  will  be  seen  that  very 
different  acetyl- values  have  been  found  for  two 
acetylated  acids  produced  from  the  same  oil, 
and  even  that  the  acid^valoes  of  the  same 
acetylated  acid  do  not  agree.  This  irregularity 
ia  still  more  striking  in  the  Bapomfi cation- 
values  wliich  show,  for  acids  prepared  from  the 
same  oil  a  variation  of  from  197'2  to  207"9 — a 
difference  of  10' 7, 

On  account  of  these  irregularities,  notwith- 
standing  the  greatest  care  taken  in  all  the 
operations  and  in  spite  of  the  high  iodine- 
absorption  which  would  seem  to  point  to  a 
scarcity  of  hydroxy-acids,  the  presence  of  a  dis- 
turbing element  was  apparent,  and  the  agency 
of  the  air  was  suspected. 

This  supposition  was  confirmed  in  the  most 
satisfactor}'  manner  by  excluding  the  air  rmd 
replacing  it  by  hydrogen.  Numerous  experi- 
ments proved  the  necessity  of  this  replacement 
of  air  by  hydrogen,  or  some  other  inert  gas,  not 
only  during  the  saponification  of  the  oil  and 
the  preparation  of  the  free  fatty  acids,  but  also 
during  the  whole  of  the  analytical  operations, 
acetylation,  washing,  filterings  and  even  during 
the  determination  of  acid*  and  saponification- 
value. 

The  results  now  obtained  varied  considerably 
from  those  given  above,  and  were  of  eminent 
intei*est : — 


AoetylAted  Boldfl  from 

Aold-Tfttae 

Skpotaficfttioti' 

AePtyl- 

1.  Cod'liver  oil  free 
from  stearin 

2*  Cod-Iiveroilfroo 
from  Btearin 

3«  Slearm     • 

191-7 

1^^'^liql'fl 
iyi.0]1918 

196-2]^^**^ 

193*8 
193-7  [193  8 
197-2  1  .  „„ - 

197^3  r^^^ 

21 
SO 

1-0 

By  way  of  comparison  the  acids  of  linseed 
oil  were  acetylated  in  air  and  in  hydrogen,  but 
it  was  found  that  air  did  not  affect  the  acids  in 
regard  to  their  percentage  of  hydroxy-acids. 
This  was  rather  unexpected — on  account  of  their 
high  iodine-absorption. 

Thus  it  is  a  unique  peculiarity  of  cod-Hver 
oil  that  it  oxidises  with  such  extreme  ease  upon 
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being  heated  in  air,  and  this  property  of  giving 
greatly  diflering  acetyl-values  upon  parallel 
acetylation  in  hydrogen  and  air,  may  be  used  as 
a  specific  test  for  cod-liver  oil. 

As  the  oil  proved  so  exceedingly  sensitive 
when  heated  in  air,  it  must  be  supposed  as  a 
matter  of  course,  that  it  oxidised  in  the 
process  of  preparation,  during  which  the  air 
had  free  access  both  whilst  the  livers  were  being 
heated  by  steam  and  afterwards,  and  that  its 
percentage  of  hydroxy-acids,  corresponding  to 
the  acetyl-value  2*0  as  demonstrated  above,  was 
due  to  this  cause.  If  an  inert  gas  replaced  the 
air  during  the  procesa  of  preparation  the  oil 
would  in  all  probability  be  free  from  hydroxy- 
acids,  and  the  acetyl-value  would  be  found  to 
be  =  0. 

This  supposition  was  fully  confirmed  by 
practical  experiment. 

For  cod-liver  oil  prepared  in  a  current  of  car- 
bonic acid  the  following  results  were  obtained  i — 


Acld-valtw 

SfrpQiilflraitfQn-Talue 

Ao9t3'LTalu« 

1, 

lf)l-5 

191-6 

0-0 

2. 

lyiG 

1947 

O'l 

The  analysis  was,  of  course,  carried  out 
under  the  precautions  enumerated  above.  It 
is  probably  due  to  a  difference  in  the  percentage 
of  stearin  that  the  acid  and  saponification 
values  in  one  case  are  a  trifie  lower  than  those 
in  the  other» 

Duriug  the  acetylating  experiment  it  was 
again  observed,  as  before  during  the  determioa- 
tion  of  free  fatty  acids,  that  the  oil  assumed  a 
darker  colour,  and  acquired  a  rancid  taste  and 
odour*  On  the  other  hand,  when  heated  in 
inert  gases  it  remained  almost  unchanged.  The 
raTicidity  of  ilw  oil  is  therefore  caused  by  ike 
formation  ofkydro3?y~adds^  amd  not  by  its  BpliUing 
up  ijUofree  adds. 

Of  course,  the  iodine-absorption  must  be  in 
inverse  ratio  to  the  proportion  of  hydroxy-acids 
in  the  oil ;  and  as  this  determination  is  much 
easier  and  quicker  than  that  of  acetyl-value,  it 
might  with  advantage  be  applied  in  cases  where 
the  same  percentage  of  stearin  in  different  oila 
to  be  examined  has  been  insured* 


Some  of  the  analyses  carried  out  with  this 
point  in  view  are  here  placed  together  for  com- 
parison : — ' 


tfloted  tram  ojdd»- 

tlOQ 


AcetyUted  '.  not 

|DroU^«d  from 

oxidatton 


From  Oie  Oil 


Acid -value* 
Supom6cation-valae  * 
Acetyl -vftlae 
Iodine- absorption 


lOX-8 

193*8 

20 

167*7 


From  the  Stearin 


Acid'Talae . 

S  aponificati  on  -  value 

Acetyl-value 

Iodine-absorption 


196^3 

197*3 

10 

116-7 


169*3 

207-8 

38*5 

1056 


174-4 

176'6 

2-2 

103*2 


From  these  figures  it  will  be  seen  what 
an  extntordinary  iuflaence  the  percentage  of 
hydrijxy-acids  has  upon  the  iodine-absorption ; 
while  the  difference  between  the  aoetyl-values 
of  the  oxidised  and  non-oxidised  oils  is  36'5, 
the  difference  in  iodine-absorption  is  52' 1. 
Thus,  given  the  percentage  of  stearin,  the 
percentage  of  hydroxy-acids  (t,e,  the  degree 
of  rancidity)  of  the  oil  may  be  pretty  aocumtely 
determined  by  the  iodine-absorption. 

As  the  percentages  of  both  stearin  and 
hydroxy-acids  tend  to  diminish  the  iodines 
absorptiouj  the  chemical  expre-ssion  for  the  best 
oil  in  the  estimation  of  the  trade  must  be  the 
highest  possible  iodine-absorption. 

It  will  now  be  understood  that  the  2  per 
cent,  of  saturated  acids  found  by  the  examina- 
tion of  stearin,  or  the  greater  part  at  least, 
were  hydroxy-acids  formed  from  unsaturated 
acids  by  the  action  of  the  air  during  the  pro- 
gress of  analysis. 

Beomike  Absobption 

To  200  grammes  of  cod-liver  oil,  from  which 
the  solid  fats  (*  stearin ')  had  been  separated  by 
cooling  in  a  freezing-mixture  and  filtering 
through  cotton-cloth,  were  added  140  grammea 
of  potassium  hydrate  dissolved  in  100  cxm.  of 
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water  and  300  com.  of  alcohol*  The  whole  was 
heated  in  a  correot  of  hydrogeo  until  thoroughly 
Bapouified,  then  diluted  with  1|  litre  of  warm 
water,  and  dilute  salphnric  acid  added  until  an 
acid  reaction  was  obtained*  The  mixture  was 
boiled  until  the  fatty  acids  separated  in  the  form 
of  a  clear  floating  layer,  the  water  poured  off, 
and  the  fatty  acids  further  washed  three  times 
in  boiling  water,  all  the  time  in  a  current  of 
hydrogen.  The  water  poured  off  the  acids  was 
filtered  :  in  this  way  178  grammes  of  iiitty  acids 
were  obtained,  part  of  which,  solid  at  ordinary 
temperatures,  was  isolated  in  a  suction-filter. 

One  hundred  grammes  of  the  fluid  acids 
were  dissolved  in  300  c.cm,  of  pure  glacial 
acetic  acid,  cooled  in  a  freezing- mixture,  and 
38  cxm.  of  bromine  added,  drop  by  drop,  during 
constant  stirring.  The  solid  bromine-com- 
pounds thus  produced  were  separated  from  the 
liquid  and  dried  on  tiles.  After  being  washed 
with  spirits,  20  grammes  of  these  bromine 
producte  were  repeatedly  boiled  with  alcohol  of 
96  per  cent. ;  the  liquid  was  drawn  off  and  the 
insoluble  part  dried,  first  between  filtering- 
paper  and  then  in  vacuo  over  concentrated 
sulphuric  acid.  In  this  manner  a  white  solid 
substance  was  obtained,  which  was  almost 
insoluble  in  alcohol,  ether,  chloroform,  benzene, 
and  glacial  acetic  acid.  After  renewed  repeated 
boiling  in  alcohol  its  percentage  of  bromine, 
when  determined  by  igniting  it  with  pure  quick- 
lime, was  found  to  be  constant. 

Two  brumine-de terminations  gave; 

1,  7080  per  cent,  bromine 

a.  71 01      .. 

The    ultimate    analysis    of   the    bromine 
product  gave : 

C  H 

1.  22-40  per  cent.  3*00  per  cent. 

2.  22-50       „  2-99      ,. 

Calculated  from  the  formula  Cj^H^gBr^Oj: 
tS-69  per  cent.  C,  2'6S  per  oent.  fl,  and  70  95  per  c«Dt.  Br. 

This  cOTreeponds  to  the  figures  obtained. 
The  bromine  in  the  compound  Cj^Hj^jBrgO, 


may  have  entered  either  by  addition,  or  by 
substitution,  or  by  both.  If  the  bromine 
entered  into  the  compound,  entirely  or  partly, 
by  substitution,  a  molecule  HBr  would  be 
formed  for  every  h}xlrugen-atom  substituted  in 
the  acid  by  bromine.  We  can,  therefore, 
ascertain  how  much  bromine  is  present  by 
substitution  in  the  compound  Ci^H^j^BrgOj  when 
we  determine  the  quantity  of  HBr  formed 
during  the  process  of  bromation. 

For  this  purpose  10  grammes  of  the  fluid 
acids  were  dissolved  in  chloroform,  and  to  the 
solution,  cooled  in  a  freezing-mixture,  3'6  c.cm, 
of  bromine  were  added,  drop  by  drop,  during 
contiuiiai  stirring.  The  bromine  compound 
was  separated  by  filtration  and  the  filtrate 
agitated  with  600  c.cm.  water,  separating  the 
rest  of  bromine-compound  which  was  filtered 
off.  The  chloroform  being  separated  from  the 
water  was  again  agitated  with  100  c.cm.  of 
water  and  the  two  watery  extracts  united, 
filt-ered,  and  precipitated  by  silver-nitrate; 
0*04  grm.  of  silver  bromide  was  thus  obtained 
corresponding  to  0'02  grm.  hydrobromic  acid. 
Suppose,  now,  that  one,  only,  atom  of  hydrogen 
had  been  substituted  by  bromine  in  Cj^H^gBr^^O^, 
then  no  less  than  3  grammes  HBr  would  have 
been ,  formed  from  the  10  gi^ammes  of  the 
original  acid  instead  of  the  0'02  gramme 
actually  found.  Omisequeniltf  all  bromine  atomi 
Trmat  have  efUered  the  compmmd  Cj^Hj^BrgO^ 
by  addiiiQjh^  and  the  original  acid  must  have 
been  an  unsaturated  fatty  acid  of  the  formula 

From  experiments  made  so  far,  this  remark- 
able acid  seems  to  be  present  to  the  extent  of 
about  20  per  cent. ;  on  account  of  its  peculiar 
properties  and  structure,  coupled  with  the  large 
percentage  in  which  it  is  present,  it  probably 
plays  an  important,  perhaps  the  most  important, 
part  in  the  therapeutical  action  of  cod-liver  oil 
and  therefore  1  propose  to  give  it  the  name  of 
*  iherapic  acid,^  Its  saturated  bromine  combina- 
tion would  then  be  octo-bromo-therapic  acid,  or 
octo-bromo-margaric  acid,  if  we  look  upon  it  as 
a  saturated  acid. 


I 
I 


I 

I 


The  Oxidation  of  the  Fatit  Acids  or  C5»- 
LIVER  Oil  by  Potassiux  PootisaoLoi: 

K.  Hazum  has  propoimded  Am 
rule  for  unsaturated  acids :  *  Uafliai 
aeida  in  alkaline  solutioti  aidd,  wliea  axStSmA  hf 
potassium   permaDganate,  as  mmy  hydiuxjt* 
groups  as  there  are  free 

and  form  saturated  hyditHTf-aeidB^wiliilieiUBe 
number  of  carbon^atoms  in  the  molec^e.*  TTm 
acids  of  the  oit  or  fat  are  isolate  aad 
ill  alkaline  solution  hy  potaesintn 
the  oompofiition  of  the  hydioxr-adds 
is  detennined,  and  from  their  peromtege  of 
carbon  and  number  of  hydroxjl  gionps  a  ooft- 
elusion  is  drawn  of  the  carbon  percentage,  and 
number  of  free  valencies  in  the  original  un- 
saturated acids. 

The  flnid  fetty  acids  of  ood-livCT  oil  were 
oxidlfied  according  to  this  method ;  30  grammes 
of  these  acids,  prepared  from  oil  free  from  stearin 
and  separated  from  the  solid  acids  in  a  suction- 
ftltor,  at  ordinary  temperature,  were  Kiponified 
by  86  ccm,  of  caustic  potash  solution,  specific 
gravity  1*27.     The  soap  was  dissolved  in  2  litres 
of  water»  and  2  litres  of  a  l^-per-cent.  solution 
of  potaastnro  permanganate  were  slowly  added 
doring  constant  stirring.     After  being  set  aside 
for  ten  minutes  the  oxidation  was  cut  short  by 
reduction  with  an  aqueous  solution  of  sulphurous 
acid,  which   was  add«d    until    all    unchanged 
potMsium     permanganate     was     reduced     to 
bydrated  nuinganaee  peroxide,  and  this  again 
diisolved.     Alxjut  2  grarames  of  a  white  solid 
sohslanoe,  innoluble  in  cold  water,  were  formed 
and   filt«r^  off   tlirough    cotton-cloth.     This 
yi«ld  being  so  insignificant   the  natural  con- 
dnsion  was  that   the   bulk   of  hydroxy-acids 
would  be  found  in  the  aqueous  solution ;  the 
M>liilioit  was  th(in  filtered  anew  in  order  to  free 
ii  from  every  trace  of  insoluble  acids,  and  KOH 

M    until    n    sliglit    alkaline    reaction    was 

linad*     T\w  liquid  was  then  evaporated  to 

ft  volume  of  300  c.cm.  and.  iifter  being  cooled, 

sulphuric  acid  was  added,  to  acid  reaction. 

'J'h«  precipitated  manganefle  peroidde  was 


I 


acid,  after  which 

iMt  a  ciopenfc  of  i 

VDhtila  acida,  posaililv 

€Qgto  nam  to  ocmtun 

kjpdiiixjHKida  solnUa  i 

liquid  was  oooeaBlnied  bj 
oooled;  aod  agitated  with  ether, 
£d  not  6ztiBct 
Ba/X>,  wm  tl«  added  tmtil  alkaline  i 
lihe  lifoid  boiled,  a&d  the  mang^meee  precipitate 
lijfiltniioo ;  Ifaefiltiala, 
to  drynesB  on  a  water-balli,  was 
extracted  with  alecAol  of  80  percent,  hy  boiling 
ariili  niTnted  eoadenBer.  In  this  way 
mrmpf  fluid  was  obtained,  but  no 
bydK\xy-a(i9d& 

Hie  resaltof  Aeee  investigations  was^  then^ 
diat   only  a  ooapls  of  grammea   c^  solid,  in 
wsifeer  insoluble^  hydrozy-«cid&  were  obtainable 
fioiii50gimiiimeBoforigiiialactd5.     The  natural 
inference  was,  liierefore.  tbat  the  oxidation  had 
stmclc  deeper  tban  intended, and  that  the  method 
as  deaeiibed  abofie was  uddess  for  the  preparation 
of  hydroxy-acids  from  the  acids  of  cod-liver  oil. 
After  several  unsnocessful  attempts  to  gain 
the  desired  end,  it  was  at  last   found  that  the 
oxidation  had  to  be  proceeded  with  at  a  tem- 
perature of  0^,  and  by  a  stronger  solution  of 
potassium  permanganate.     Half-saturated  solu- 
tion of  KMnO|  gave  good  results.     Thus^  the 
acid  which  yields  the  h3rdroxy-ocid   described 
below  has  the  property  of  being  very  sensitive 
to  oxidation  at  ordinary  temperatures,  but  can 
at  a  low  temperature  bear  a  powerful  oxidation 
without  being  split  up. 

The  white,  in  cold  water  insoluble,  oxidation 
product  was  filtered  off  through  cotton -cloth, 
repeatedly  washed  with  cold  water,  dried  on 
tiles,  and  then  extracted  with  cold  ether.  After 
the  ether  had  been  distilled  off,  the  mixture  of 
hydroxy-acids  (m.p*  110^)  was  treated  with 
boiling  water,  in  which  it  was  partly  soluble. 
But  as  the  soluble  part  had  its  m.p.  at  1 80^, 
and  the  insoluble  at  nearly  1200°,  and  as  besides, 
both  turned  brown  on  being  heated  to  the 
melting  point — which  was  not  the  case  with  the 
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original  mijctare — it  was  apparent  that  the 
two  bodies  were  decomposition  products.  It 
was  to  be  apprehended  that  heating  with 
ftqueona  ether  or  alcohol  might  also  split  up  tlie 
hydroxy*acids ;  they  were,  therefore,  now  re- 
crystallised  from  chloroform  after  being  dried 
on  tiles.  After  many  recrystalltsations  a  pro- 
duct was  obtained  with  melting  point  between 
lU^^andllG'^^. 

The  ultimate  analysis  of  this  hydroxy-acid 
gave  the  following  result : — 

Fou  Dcl  OftlcuUted  Ibr  {? ,  ,?«0a 

O      .        .    68-77  mm 

H    .      .  nu  116a 

The  molecular  weight  was  determined  from 
tiiA  acid  value.  About  2'5  grammes  hydroxy- 
acid  were  dissolved  in  100  c.cm,  of  alcohol  (free 
from  acid)  and  titrated  with  ^n,  solution  of 
potassium  hydrate  in  excess*  The  excess  was 
redtmted  with  ^n.  HCL 


2.  27598 ^rmB.  I     gave  acid-value J  171*3  J 


CaIcalAt«d  j^ 
O.JI^O* 

169-7 


The  molecular  weight  calculated  from  these 
6gaie8. 


327-8  1 
326'9  J 


OalxmlAted  far  Q„U^Q^ 
3300 


The  percentage  of  hydroxy  Is  in  the  hydroxy- 
acid  was  determined  by  the acetylation  method; 
8  grms*  of  acid  were  boiled  for  two  hours  with 
40gons.  acetic  anhydride  in  a  flask  with  la  verted 
oondeoser.  The  acetyl  acid  thus  produced  was 
freed  from  acetic  acid  by  boiling  four  times 
witli  ^  Uti"e  water.  After  separating  it  from 
water,  acid-value  and  saponiflcatiou-value  were 
determined. 

4*541  grms.  acetylated  acid  were  dissolved 
in  150  c.cm*  acid-free  alcohol  and  titrated 
witli  |n.  solution  of  potassium  hydrate. 


Add-raloe  was  found  to  be        1348 


OftlouJAted  for 
1362 


1'327  gnns  acetylated  acid  were  saponified 
m  a  wator*batb   with   alcoholic    solution    of 


caustic  potash  for  fifteen  minutes.     The  excesB 
was  retitrated  with  |n.  ROl. 

ObltmlAted  tor 

o,^^o,(a,H,o), 
Baponiication-valae  was  found     » 411*9  405*8 

The  number  of  hydroxyl  groups  is  calculated 
from  the  acid- value  and  saponification-value: — 

1S4'S :  411-9  *  1 :  3*05 

It  will  be  seen  from  thig  equation  that  the 
hydroxy-acid  contains  two  hydroxyl  groopB, 
and  therefore  has  the  formula  Ci„H3gO^(OH)j» 

From  the  acid- value  of  the  acetylated  acid, 
134*8 J  the  molecular  weight  may  be  calculated. 


MoleQul&f  woighl 


415-6 


OfctcralAted  for 
0.,H^O.(aH.O), 

414*0 


The  silver  salt  of  the  hydroxy-acid  was  pre- 
pared in  the  following  manner : — 

The  hydro:^-acid  was  heated  upon  a  water- 
bath  with  ammonia  until  it  was  thoroughly 
sapooified  and  the  excess  of  the  latter  evapo- 
rated. Silver  nitrate  was  added  in  excess  to 
the  hot  soap  solution.  The  precipitate  was  first 
washed  with  cold  and  then  with  warm  water 
until  the  water  no  longer  gave  reaction  on 
silver.  The  precipitate  was  heated  with  ether, 
in  a  flask  with  inverted  condenser,  upon  a 
water-bath  several  times  until  the  separated 
ether  on  evaporation  leffc  no  residue.  After 
drying  to  constant  w eight j  its  percentage  of 
silver  was  determined ; — 


1.  0*4120  grm*  fiUver  aalt  gave 

0'1021  grm,  Ag  =  24*78  per  cent 

2.  0^4154  grm.  silver  aalt  gave 

01027  grm.  Ag  *-  34-72  per  cent. 


OiJcuUiod  tot 
C„H.^gO, 

S4-€G 


Ail  the  results  obtained  as  above  agree 
well  with  the  oorresponding  figures  for  the 
hydroxy-acid,  CipHj,jjO^.  This  formula  for  the 
hydroxy-acid  under  consideration  is  therefore 
scarcely  questionable,  and  it  is  beyond  doubt 
that  it  was  prepaid  by  oxidation  from  a  cor- 
responding unsaturated  acid  of  the  fluid  acids 
of  the  oil,  by  two  hydroxyls  entering  its  double 
bond.  I  propose  for  this  unsaturated  acid  the 
name  otjecoleic  acid,  derived  from  its  origin;  the 
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corresponding  faydK»x;-acid  woald  then  have  to 
be  designated  aa  di-hydroxy-jecolelc  acid.^ 

Aademcaistrated  above,  the  yield  of  hydroxy- 
acidsisezoeedingljsmalleo  long  as  the  oxidation 
is  performed  at  temperatures  above  CP;  it  is  there- 
fore probable  that  the  acids  are  ^lit  up  at  higher 
temperatures ;  even  the  hydroxy-iaci^  break  up 
on  boiling  with  water.  This  peculiar  property 
of  the  acids  appeare  to  be  closely  connected 
with  the  therapeutical  properties  of  cod-liver 
oiL 

The  Satujuted  Acins  of  Coi>-liveb  Oil 

By  the  saponification  of  cod-liver  oil,  from 
whidi  the  fats  that  are  solid  at  low  temperatures 
had  been  removed,  and  by  the  following  decom- 
position of  the  doap>  a  mixture  of  acids  was 
obtained,  from  whldi,  as  already  mentioned, 
a  snbstance  aoUd  at  ordinary  tempemtnies 
separated.  Aiker  repeated  reciystaUisations 
Dm  alcohol  a  white  solid  acid  crystallised  in 
glanciug  plates,  with  constant  m.p.  62^. 

The  acid-value  was  determined : — 

CUaala«af(« 

L  MA3S  gms.  lad  gave  ftcidvaioe  »  917  3  ]  ^^ 
l^riiaVgnnx.  „  ,.  » 117a  I 

The  muleonkf  weiglit  calcnlaled  from  these 
figui\H» :  — 

a.    .  mm/ 

11  MA  Mr&f  wtH  was  prepaied  in  exactly  tbe 
ittttM'  iiuuinor  as  that  of  hydroxy<»jeeoMe  a«i4 
(p.  xi  viij*  Thi^  iH^m  riUige  of  siher  WM  Aillli4 
jo  be  t— 

1,  MMtt  ffrm.  »lh#r  inll  f nv*  tM(m»l  nun.  An  i 

a.  omnm  gnu. niNur  hjiIi  mmv« (I ihioii 01  m.  An i    ^^*'^^ 


V.   Uiihr*!        ' 


«tlHillii«i'    ill    wtM'e   a 


uNMIf  hi«  111*  MMt««  fM(roiiril»4(f<  oompoiitlon,  cinnot  yet  be 


0"3966  grm*  acid  was  dissolved  in  18  c.cm. 
of  cMoroform  and  25  c.crn.  of  v.  Hiibrs  iodine 
solution  were  added.  After  a  lapse  of  two 
hours  the  fluid  was  titmted  with  sodiura-thio- 
sulphate  in  the  ordiaary  way;  43' 4-3  c.cm.  were 
required.  25  cxm.  of  iodine  solution  +  ISc.cm. 
of  chloroform  required  likewise  43 '43  c.cm.  of 
sodium  thiosulphate ;  consequently  the  iodine 
absorption  was  =  0,  and  the  acid  was  therefore 
a  saturated  fatlgr  acid,  and  evidently  palmitic 
add. 

Percentage  of  the  Acids  fouxd  m 
CoD-LivER  Oil 

It  cannot  yet  be  conclusively  stated  in  what 
proportions  the  acids  discussed  above  are  present 
in  the  oil.  There  are  probably  more,  hitherto 
unknown,  acids  which  have  not  as  yet  been 
determined,  and  these  i*esearches  were  not  made 
with  a  view  to  quantitative  determination.  How- 
ever, some  conclusions  may  be  drawn  from  thejn 
and  from  iodine-absorption  determinations. 

The  mixture  of  acids  prepared  from  oil  free 

from  stearin  contains — 

4  |»er  cent.  pAlmiiio  acid,  or  less 
20       ,t        thempic  acid, 
and,  20       ,,        jeooleio  acid,  &t  least. 

The  remai  I  dug  moiety  consists,  in  all  like- 
lihood, of  one  or  more  lower  unsaturated  acids 
with  one  double  bond,  or  perhaps  a  mixture  of 
•iicb  an  acid  and  jecoleTc  acid. 

ITie  author  hopes  at  some  not  very  distant 
dokj  to  bc»  enabled  to  give  further  jmrticulars 
M  Iktft  Biibjeot  and  of  continued  researches  on 
(h«l  aoidH  diBcussi^d  above  and  on  cod-liver  oil 
IpPiinmlly. 

RueacAKCUfis  on  ProMii^ES  in  Cod-uver  Oil 

Raw  medicinal  oil  was  examined  according 

t4»  tJie  mothod  of  A.  Gautierand  L.  Mourgues.' 
Thi^  oil  which  was  employed  for  this  purpose 
watj  that  which  rises,  first  of  all,  to  the  surface 
from  the  livers  set  aside  for  putrefaction;  con- 

»  L§t  akahid0t  d*  Vhuik  d^ybif  tft  monm. 
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Beqnently,  raw  medicinal   cod-liver  oil  of  the 
lightest  colour  met  with  in  trade. 

One  hundred  kiloe.  of  this  oil  were  agitated 
with  the  same  volume  of  spirits  of  33  per  cent., 
in  which  4  grammes  of  oxalic  acid  were  dis- 
solved in  every  litre.  The  emulsion  produced 
was  set  aside  and  the  spirit  when  separated 
poured  off.  Milk  of  lime  was  added  to  the 
spirit  until  only  a  slightly  acid  reaction  re- 
mained. The  greater  part  of  the  oxalic  acid  and 
some  inevitably  accompanying  fat-particles  were 
precipitated  as  oxalic  and  aliphatic  calcium  salts, 
and  were  removed  by  filtration.  The  liquid 
was  then  distilled  under  diminished  pressure 
upon  a  water-bath  at  temperatures  varying 
from  35^  to  55°,  with  some  capillary  tubes 
in  the  distilling  flask  to  prevent  percussive 
ebullition.  In  ^is  way  the  liquid  was  evapo- 
rated to  ^th  of  its  original  volume.  The 
concentrated  liquid  was  digested  with  freshly- 
precipitated  calcium  carbonate  until  neutralisar 
tion.     The   precipitated  calcium  oxalate  was 


removed  by  filtration,  and  a  few  drops  of  lime- 
water,  until  alkaline  reaction,  added  to  the 
filtrate,  which  was  then  distilled  to  dryness  at 
50°,  under  diminished  pressure.  The  residue 
v\ras  dissolved  in  spirit  (90  per  cent.),  filtered 
and  redistilled  under  diminished  pressure; 
mixed  with  a  small  quantity  of  water,  solid 
potassium  hydrate  added,  and  the  whole 
agitated  with  ether.  To  the  ethereal  solution 
oxalic  acid  was  added,  and  to  the  exceedingly 
insignificant  precipitate,  two  or  three  drops 
of  water  and  some  potassium  hydrate  were 
again  added,  when  a  few  milligrammes  of 
an  intensely  strong  smelling  oil  separated  on 
the  sur&ce.  The  quantity  was  too  small  for 
any  closer  examination. 

This  result  proves  that  ptomaines  have  not 
had  time  to  form,  and  in  the  raw  oil,  therefore^ 
are  present  only  to  an  extremely  trifling  and 
insignificant  extent. 

This  agrees  with  the  results  of  Gautier's  and 
Mourgues'  experiments. 


f  2 


CONCLUDING  EEMARKS 


It  is  generally  admitted  that  the  therapeu- 
tical action  of  cod-liver  oil  ib  one  entirely  its 
own;  the  peculiar  benefits  derived  from  its 
employment  in  nervons,  rheumatic,  scrofaloue, 
phthisical,  and  other  diseases  are  not  to  he  ob- 
tained from  any  other  remedy  whatsoever.  It 
is  therefore  by  no  means  wonderful  that  the 
scientific  mind  has  been  occupied  ever  since 
the  early  days  of  organic  analysis  in  attempts 
at  discovering  the  exact  nature  of  the  con- 
stituents which  give  cod-liver  oil  its  special 
value.  A  synopsis  of  the  more  important  of 
these  researches  is  given  in  the  preceding  pages 
by  Mr.  Heyerdahl,  together  with  a  full  account 
of  his  own  investigations.  These  are  drawn  up 
in  the  style  that  is  supposed  to  be  orthodox  for 
scientific  communications,  the  bare  facts  being 
recorded,  and  the  reader  left  to  digest  them  as 
best  he  can.  The  writer  may  therefore  be 
permitted  to  add  this  supplement  in  which  the 
facts  will  be  presented  in  a  soraewhut  more 
predigested  form,  and  some  of  their  theoretical 
and  practical  consequences  will  be  pointed 
out. 

The  first  chemical  research  on  cod-liver  oil 
was  by  WuftZER,  and  dates  as  far  back  as  1822. 
This  investigator  seems  to  have  come  across  the 
the  ptomames  which  Gautier  and  Mourgues 
discovered  sixty-six  years  later,  but  he  had 
not  our  present  means  of  determining  them, 
SPAAJiNtAN  (1828)  found  that  the  oil  contained 
97  per  cent,  of  the  glycerides  of  W4irgwncy 
ofoic,  and  delphmic — now  called  valerianic — 
acidsj  besides  3  per  cent,  of  colauring  and 
odortms  stibsianees.     Harder  (1830)  discovered 


that  the  oil  contained  chlorides  and  sidphai&g ; 
iodine  was  discovered  by  Hopfer  de  l'Ormb 
(1836);  to  this  hrimhvns  was  added  by  Her- 
Berger  and  phoarphorus  by  DE  Yru  (1838).  A 
most  elaborate  qualitative  and  quantitative 
analysis  was  made  by  de  Jongh  in  the  year 
1843.  He  found  that  the  oil  contained  godum, 
certain  UUary  consiiiuentSy  and  six  pecidia/r 
compounds^  all  of  which  later  researches  have 
proved  to  be  decomposition  products  formed 
during  the  analysis,  and  not  pre-existent  in  the 
oil.  He  also  stated  that  a^^i'cand  butyric  acids 
were  present,  but  the  existence  of  these  bodies 
is  not  fully  confirmed  by  his  analysis.  Lastly , 
and  in  conformity  with  earlier  analyses,  he  found 
the  rest  of  the  oil  to  be  composed  of  margarin 
and  olem. 

These  organic  substances  found  by  de  Jongh 
comprised  in  all  nearly  99|  per  cent,  of  the  oil, 
and  it  is  a  little  surprising  that  nM  a  singls  one 
of  ihmfi  realhj  esdsU  in  the  oil.  The  remaining 
half  per  cent,  were  inorganic  sait^,  all  well 
known  from  earlier  examinations.  De  Jongh 
made  quaatitative  determinations  of  them,  but 
his  results  unfortunately  were  not  particularly 
accurate.  For  instance,  he  found  over  100 
times  more  iodine  than  the  oil  actually  contains. 
Of  0001*80  it  should  be  remembered  that  the 
analysis  of  organic  compounds  was  then  in  ita 
infancy,  and  the  methods  he  employed  were 
very  faulty.  He,  however,  gave  his  analysis 
the  appearance  of  great  exactitude  (up  to  third 
and  fiffch  decimals),  and  this  for  a  very  long  time 
secured  for  his  researches  the  reputation  of  a 
standard  work. 


KETROSPECT 


WmCKLER  (1853)  fouBd  that  the  fatty  acids 
irere  not  combined  with  glycerin  as  glycerides, 
but  with  propybxide  ;  a  statement  which  has  not 
been  corroborated  by  any  of  the  later  investi- 
fetors,  and  which  certainly  is  a  mistake. 

Down  to  1869  the  fatty  acids  of  cod-liver 
cil  were  supposed  to  be  margaric  and  oleYc  acids, 
when  ScHAPER  found  the  former  to  be  palmitie 
acidj  with  a  small  percentage  of  siearic  acid. 
Stawford  (1884)  showed  that  iodine  was  present 
in  a  much  smaller  amount  than  had  previously 
been  supposed :  he  found  the  average  percentage 
to  b©  0000322,  BiJCHHEiM  (1884)  proved  that 
ood-Uver  oil  does  not  and  cannot  contain  any 
Uliary  ticids,  A  llen  and  Thomson  (1885)  found 
that  cx>d-liver  oil  contained  cholesterin,  Salkow- 
SKY  (1887)  pointed  out  that  the  well-known  reao- 
tioD  with  sulphuric  acid  is  not  due  to  the  presence 
of  bile-substances,  as  hitheito  supposed,  but  to 
the  simultaneous  presence  in  the  oil  of  chole- 
9terin,  fatty  acids,  and  colouring  matter  (*%k>- 
ekrome  *).  This  particular  pigment  is  found  in 
cod-liver  oil  and  palm  oil,  and  a  trace  of  it  in 
cotton-seed  oil,  but  in  no  other  oiL  Gautier 
and  MouRGUES  (1888)  found  several  alkaloids 
in  the  darker  oils,  but  not  in  those  of  a  lighter 

W©  can  now  sum  up  the  results  of  the 
anudyseB  made  up  to  1888  by  giving  the  follow- 
ing list  of  the  constituents  said  by  the  various 
invefitigators  to  be  present  in  cod-liver  oil  *— 


»  BufeL  Joum.  1837.  p.  115;  Bfandes*  Arch,  vol 
inii  p*  90 ;  Ph,  Centralbl  1630,  p.  17. 

'  De  Joogb^  Disqumtio  Comparativa  ChertUw-medica 
d»  Tnbui  OUi  J^xmg  AaelH  Speci^bus,  1843. 

*  A.  GftQtier  ei  L.  Mourgues,  Lea  Alcalouies  <U  VBuUe 
d$  Pbie  ds  Ilorue. 

*  B«nedijrl,  Atudyse  d.  FetU,  Wd%  p.  369, 

*  Jakrmb,  tL  Chemie,  1S5(],  p<  490. 
'  Gt%qtfr*M  MoffOMifi,  1828,  p.  302. 

'  Bu/fil.  Jquth.  1836.  p.  116. 

■  Ann.  d,  Pk,  u.  Chimin,  xxxi.  p.  94, 

Phcirm,,  Centrathalk,  xix.  p.  261. 

ZmUchr,/.  ami  Chemie,  1887. 
'  ^^  Pharm,  CcntraihaUe,  zu.  pp.  10,  261. 
'  Wigger'B  Hiifmm.  Jahresb.  d,  Pfmnru  1809.  p.  340, 

Arch,  d,  Pkarm.  c»vi,  (1853),  p.  186. 

Pharrn,  Centtalkallc^  xxniL  p.  t>28. 


(fig. 
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672,  p.  176) 


PalmltiB  (fig.  677,  p.  235) 

Ste&riu  (fig.  878»  p.  235)  . 

Olein  (fig-  879.  p.  236)      , 

Hydrochloric  Dtcid  ^ 

Phoflphorio  acid* 

Sulphuric  acid ' 

Formic  acid '    . 

Acetic  acid  ^ 

Butyric  acid  *    * 

Valeric  aoid  *    . 

Caprio  aoid  *     . 

Fellicacid*  (p*  367) 

Cholic  acid  '        „ 

Bilifellio  acid^  . 

Gadinic  acid  *   . 

Pbjsetoleic  acid  *•  (p< 

Morrhulo  acid  * 

Delphiiua  acid 

Iodine  ^     . 

Bromina  * . 

Polafi^ium  ^ 

Sodium '  . 

Calcium  ^  . 

Magneaium  * 

Iron  • 

Maogaueae  * 

Gaclaia  -   . 

Bilifnlviu  »  (p.  436) 

Biliv&rdin '        ,, 

Lecithin  •  (fig.  1,536,  p.  436) 

Cholesterin  '**  (p.  90) 

Phytosieria  '^      „ 

Gelatin  *  (p.  436) 

Albumin*'  (p.  432) 

AmmoDia  '^ 

Propyl-oiide  ^*  . 

Trimethylamine '•  (fig.  1,121,  p. 

BQtykmine  *  (p.  440) 

Iflo-amjlamine '  (p.  441)  . 

Hexjlamine  •  „ 

Dih/droiiitidme '       „ 

Asseline  *  m       * 

Moi'rhuine  *  „ 

Green  aoft  reainous  maltei  * 

Brown  hard  reainouB  matter 

Peculiar  com  p.  sol.  in  alcohol ' 

Peculiar  comp.  infiol.  in  alcohol ' 

Four  othtif  peculiar  oompotmds  ^ 

Lipochromea  "  (p.  436)     . 

Other  colouring  matter  *  . 

Smelling  substances  *       .        • 
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According  to  these  analyses  tlie  bulk  of  tlie 
oil  (95-U8  per  cent.)  consists  of  olein  and  the 
body,  tirafc  described  as  margarin,  afterwards 
corrected  to  palmitlu  and  stearin.     The  exist- 
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€^ii€e  of  these  adds,  howev^er,  had  never  been 
pmperly  determmed  by  any  exhaustive  analysis  ; 
ill  fiict,  they  had  simply  been  pennitted  to  pass 
down  like  heirlooms  from  generation  to  genera- 
tion, and  their  identity  had  never  teen  clml- 
lenged-  This  is  to  be  explained  by  the  fact  that 
there  were  no  proper  methods  for  isolating  those 
fats:  the  constituents  of  which  belong  to  the 
higher  homobgoes  of  the  aliphatic  acids.  For 
the  detennination  of  these  it  is  indispensable 
that  they  should  be  in  perfect  purity,  free  from 
any  admixture  of  higher  or  lower  homologues, 
isomers,  or  acids  with  other  bindings. 

8uch,  then,  was  the  state  of  things  when 
Ifc>yerdHhl  commenced  his  investigations,  which 
have  occupied  him  uninterruptedly  since  1880. 
Tho  ditliculties  he  has  had  to  overcome  have 
bcu^ii  formidable,  for,  at  first,  no  systematic 
int'thod^  were  available — only  some  isolated  tests 
lik*''  Hehner's  value,  acid  value,  and  bromine 
uhi^urption  were  known^  and  these  alone  were 
not  of  much  utility  for  the  purpose.  Since 
tht>n,  however,  several  others  have  been  devised, 
Hiich  as  saponification  value  (1883),  iodine 
jawurption  (1885),  and  acetyl  value  »  (1887)* 
These,  with  their  many  ingenious  applications, 
complementing  and  connecting  the  earlier 
methods,  have  established  a  syst-em  of  analyses 
hy  which  much  valuable  information  may  be 
gained.  But  although  these  tests  give  excellent 
results  for  saturated  acids,  and  are  serviceable 
ill  respec^t  to  the  oleic  series,  some  of  them 
turned  out  to  be  quite  inapplicable  in  their 
original  form  to  the  acids  of  cod-liver  oil,  and 
a  great  deal  of  experimenting  had  to  be  gone 
through  before  modifications  fit  for  use  could 
be  found. 

The  re-sults  of  Heyerdahrs  researches  may 
now  be  briefly  recapitulated.  He  could  not 
find  any  olein  or  stearin  in  the  oil,  but  he 
discovered  two  new  glycerides,  one  of  which, 
therapin  (\\g,  884,  p.  237),  is  exceedingly 
intei-esting,  and  has  already  been  described. 
The  other  and  hitherto  unknown  glyceride  is 

*  The  operation  of  these  analytic&l  teetU  is  explained 
in  the  chemical  part  of  this  book*  p*  %il. 


jecoleifiy  containing  jeooleic  acid  (fig*  752,  p, 
193,  and  fig.  880,  p.  235).  This,  like  thera- 
pic  acid,  is  an  unsaturated  acid,  but  with 
only  one  double  bond.  It  belongs  to  the 
same  series  as  oleic  acid,  and  is  probably 
isomeric  to  doeglic  acid.  It  is  a  very  unstable 
componnd' — much  more  so  than  any  of  the 
other  members  of  the  same  series,  Heyeixlahl 
succeeded  in  preparing  the  less  unstable 
hydroxy-acid,  which,  however,  breaks  up  in 
boiling  water.  He  computes  the  amount  of 
therapin  to  be  20  per  cent,  of  the  oil,  and  of 
jeoolein,  at  least  20  per  cent.,  but  probably 
more.  The  rest  of  the  glycerides  he  believes 
to  consist  of  one  or  more  unsaturated  acids, 
belonging  to  the  same  series  as  jeoolein,  but 
hitherto  unknown  to  chemists. 

The  only  saturated  acid  that  he  could  find 
was  paimUie  add*,  and  it  was  present  to  the 
extent  of  probably  less  than  4  per  cent.  More- 
over, even  this  small  percentage,  actually  found, 
was  not  detected  in  the  *  stearin  'at  all,  but  in 
that  part  of  the  oil  which  i-e mains  fluid  at  a 
temperature  of  7^  of  cold  (centigrade).  Thia 
is  another  interesting  resnlt  of  his  researches : 
that  the  so-called  *  stearin  * — i.e.  the  fats  of  the 
oil  that  solidify  at  lower  temperatures — con- 
tains neither  palmitin  nor  stearin,  but 
glycerides  of,  probably,  new  unsaturated  acids 
— not  yet  detennined.  From  this  we  may  see 
that  through  the  excusably  ignorant  demands 
of  the  trade,  constituents  of  probably  great 
therapeutical  value  are  removed  from  the  oil 
and  literally  thrown  away* 

Eaiicidittj  of  God-liver  OiL — ^This  is  shown 
by  Heyerdahrs  researches  to  be  founded,  not 
upon  free  acids  produced  by  the  breaking  up  of 
tbp  glycerides,  but  upon  the  formation  of 
hydroxy-acids.  There  are  free  acids,  to  a 
slight  extent^  present  in  the  oil  when  it  is  still 
in  the  liver  of  the  living  fish.  Indeed,  at  that 
stage  there  is  even  more  of  the  free  acids 
present  than  there  is  in  the  steam-prepared  oil, 
because  some  of  these  bodies  are  volatile  and 
evaporate  during  the  process  of  preparation. 
By  exposing  the    liver  to  temperatures  below 
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freeraDg  point  the  cellular  tissues  burst,  pm- 
|j)ab]y  becaase,  under  the  influence  of  cold,  they 
I^Qiitract    more    than   the    oil.     The   oil    then 
'  eETodes,  and  in  this  way  can  be  produced  with- 
out the  application  of  any  heat,  though   not 
ill   criminei'cial  quantities.       Heyerdahl    found 
Buch   oil    to   have   an  acid-value   of   1*3,  and 
of  course  there  was  no  auBpicion  of  it  being 
, rancid.     By   subjecting   other   exactly  similar 
^livers  ta  the  steam  process  he  found  that  the 
oil  produced  at  the  beginning  of  the  operation 
had  an  acid-value  of  0-76-0*99 ;  but  at  the  end 
of  the  process  this  had  diminished  to  0*58-0-81 , 
Aowing  that  some  of  the  volatile  acids  had 
evaporated.      In   this   oil   also  there   was   no 
raucid      taste     or     smelL      Further     lieatiog 
decreafied  the  amount  of  iree  acids  still  more, 
hot  only  to   a  slight   extent;  afterwards  the 
acid-value  began  to  rise  slowly.     After  heating 
on  a  water^bath  for  five  hours  and  a  half,  and 
at   the  same   time  passing   207  litres   of  air 
Ihrough  the  oil,  the  acid-value  rose»  although 
only  to  1*22 ;  but  now  the  oil  amelt  and  tasted 
disgustingly  rancid. 

From  tlds  we  may  gather  that  the  free  etcids 
can  h(me  riolhing  to  do  with  raneiditi/j  other- 
wise the  acid-value  would  be  proportionate  to 
the  rancidity.  The  fot^7n<jlion  of  hifdroztf-^icids 
10  the  inte  Cfiuse  of  the  raiicidity  of  cod-liver  oil, 
and  it  is  more  disposed  to  the  formation  of 
these  acids  than  any  other  known  oil  The  dif- 
ference in  this  respect  between  different  oils 
and  fats  is,  however,  only  one  of  degree,  Olive 
oil,  for  instance,  always  contains  hydroxy-acids, 
but  they  do  not  give  rise  to  eflecte  so  unpleasant 
as  those  of  cod-liver  oil  with  the  same  acetyl- 
>  value.  In  fact,  olive  oils  with^according  to 
Heyerdahl's  determinations  —  acetyl-valuea  ,of 
10'§-16*4  were  very  fair  specimens  of  their 
kind,  and  when  used  for  salad  dressing  were 
quite  satisfactory.  It  is  hardly  necessary  to 
add  that  cod-liver  oil  with  similar  acetyl-values 
would  be  very  decidedly  object  iou able,  Castor 
oil  ia  a  good  instance  of  wliat  hydroxy-acids  are 
^capable  of;  it  is  not,  to  put  the  matter  mildly^ 
fi  popular  ftrticle  of  consumption^  as  indeed  is 


pretty  well  proved  by  the  fact  that  ita  chief 
patrons  are  those  unfortunates  who  are  still  sub 
fenih>.  This  failure  to  suit  the  popular  taste  is 
due  to  castor  oil  being  by  nature  the  glyceride 
of  a  hydroxy-acid^  ricijioMc  cusid.  Its  acetyl- 
value  is  as  high  as  153*4,  even  when  the  oil  is 
in  its  purest  state,  and,  of  course,  higher  when 
it  becomes  mncid — or,  strictly  s|>eaking,  more 
rancid"by  the  addition  of  further  hydroxy  Is. 

It  would  seem  that  the  more  double  lx>nds 
a  fatty  acid  contains,  the  more  easily  do  the 
hydroxyls  attach  themselves  to  it.  Thus,  cod- 
liver  oil,  which  contains  therapic  acid  with  four 
double  bonds,  the  highest  number  known,  is  very 
apt  to  become  rancid.  This  aptitude,  naturally, 
increases  proportionally  to  the  temperature,  and 
although  when  well  corked  and  kept  in  a  cool 
place  we  have  found  the  oil  to  keep  in  good 
condition  for  two  years,  it  will,  on  the  other 
hand,  if  left  uncorked  in  a  warm  place,  be 
entirely  spoilt  in  less  than  a  week. 

The  practical  conclosiona  that  we  are  entitled 
to  draw  from  the  foregoing  are  of  very  oon- 
fliderable  importance  to  all  who  are  in  any 
way  interested  in  the  administration  of  cod- 
liver-oil.  The  real  value  of  the  reinedij  lies  in 
ihs  faUy  noids  which  it  contains  in  tits  fonn  of 
glycerideSj  aTui  obviously  the  great  point  is  to 
preserve  these  cbdds  ahsolutdy  tinchamif&l.  If 
they  are  altered  the  special  advantages  of  the 
oil  are  thereby  lost ;  and  that  is  by  no  means  all, 
for  the  hydroxy-acids  which  are  formed  from 
thase  peculiar  fatty  acids  are  not  only  of  no 
value,  but  are  actually  injurious ;  for  they 
make  the  oil  nauBeating  to  the  taste  and,  what 
is  far  worse,  they  are  very  apt  to  set  up  gastric 
disturbances — of  all  things  the  least  desirable 
in  the  majority  of  the  cases  for  which  cod-liver 
oil  is  prescribed. 

It  is  no  easy  matter  to  preserve  these  acids 
unchanged,  even  when  the  best  methods  fop 
doing  BO  are  adopted.  They  are,  unfortunately, 
most  unstable  iu  constitution.  Indeed,  iu  the 
whole  materia  medica  it  would  be  difficult  to 
find  another  body  with  a  constitution  so  delicate 
as  that  of  therapic  acid,  the  most  valuable  con- 
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stituent  of  cod-liver  oiK  It  cannot  even  exist 
in  the  isolated  state,  and  its  little  peculiarities 
in  this  way  are  perhaps  hardly  to  be  wondered 
at  when  we  consider  that  its  formation  takes 
place  in  animals  whose  temperature  never 
exceeds  5*^  C.  A  compound  with  similar  con- 
stitution and  properties  could  never  be  formed 
in  warm-blooded  animals  or,  in  short,  anywhere 
except  where  it  is  formed  ;  and  therefore  it  ib 
hopeless  to  look  for  something  to  take  its  place. 
Nothing  amongsti  all  the  other  organic  com- 
pounds,  whether  prepared  by  nature  or  in  our 
laboratories,  can  possibly  supplant  the  fatty 
acids  of  cod-liver  oil. 

Freparation^  of  Ood-Uver  CHL — The  phar- 
macentic^ii  preparations  which  have  been  made 
of  cod-liver  oil  are  remarkable  both  for  their 
numljer  and  for  a  curious  similarity  in  their 
life-history.  That,  in  the  case  of  most  of  them, 
is  now  complete,  and  it  has  been,  briefly,  an 
introduction  with  a  great  flourish  of  truinpets, 
a  period  of  popularity,  and— a  niche  in  the 
museum  of  the  curiosities  of  phannacy.  A 
selection  descriptive  of  them  will  be  found  in 
an  earlier  part  of  this  work.  Here  they  may 
be  dismissed  with  '  de  mortms  nil  nim  hormm,^ 
but  concerning  the  preparations  that  have  not 
yet  '  joined  the  majority  ■  a  word  or  two  may 
be  added. 

Emulsions, — Amongst  them  the  t/enw-s  emul- 
sion with  its  numerous  varieties  stands  at  present 
first.  The  therapeutical  j  ustiiication  for  emulsi- 
fying cod-liver  oil  is  said  to  be  that  a  minute 
subdivision  aids  its  absor-ption  into  the  system. 
Some  people,  of  course,  might  be  inclined  to 
ask  if  there  is  any  proof  that  such  aid  ia 
required — if  the  physiological  emulsification  of 
the  oil  by  the  intestine  has  ever  been  found 
deficient ;  ako,  suppositig  it  has,  can  the 
deficiency  be  remedied  by  means  of  artificial 
emulsions?  These  emulsions  are  so  different 
from  nature^s  own  that  the  best  artificial  sub- 
division of  the  oil  results  in  globules  which, 
compared  with  those  seen  in  the  intestinal 
epithelium,  are  like,  say,  Jupiter  and  his  fifth 
aatellite.      Now,  as  the  difficulty  of  subdividing 


fatty  bodies  may  be  said  to  increase  in  geo- 
metrical ratio  to  the  fineness  of  the  division,  it 
requires  some  stretch  of  imagination  to  com- 
prehend the  advantages  of  an  artificial  emulsion 
which  stops  so  far  short  of  what  nature  requires. 
Again  the  fact  remains  that  even  the  most 
*  elegant '  emulsion  will,  after  a  time,  break  up, 
and  separate  the  oil,  and  when  it  reaches  a 
patient  in  this  condition,  a  new  but  very  dif- 
ferent emulsion  must  be  produced  by  following 
the  well-known  instructions,  *  Shake  the  bottle.* 
This,  however,  is  but  one  asi^ect  of  the  question 
— the  mechanical;  the  physiological  and  cbena- 
cal  yet  remain.  It  is  more  than  probable  thai; 
mtif  emulsion  in  passing  through  the  stomach 
will  be  destroyed,  as  an  emulsioUj  by  tlie 
hydrochloric  acid  of  the  gastric  juice  before  it 
can  re^ich  the  duodenum.  Further,  supposing 
emulsions  were  merely  uselesSj  they  might, 
aniens  punhmj  he  forgiven.  But,  unfortunately, 
the  emulsification  of  an  oil  means  accelerating 
the  hydroxy  lation  of  the  fatty  acids,  and  for 
this  reason :  the  subdivision  of  it  enormously 
increases  the  contact  surface  by  which  oxygen 
can  enter,  and  consequently  increases  the  facility 
of  forming  hydroxy  la  :  these  are  the  bodies 
which  cause  disturbance  of  the  digestive  pro- 
cesses and  the  well-known  and  much  dreaded 
ood-liver  oil  eruct-ation.  Of  course  the  rancid 
taste  of  these  oxidi&ed  fatty  acids  can  easily  be 
covered  in  an  emulsion,  but  this  tricks  the  palate 
only,  not  the  stomach;  here  fine  flavourings 
are  of  no  use,  for  there  are  no  nei-ves  of  taste,  but 
there  are  ner\^es  of  equal  sensibility »  though 
acting  in  another  way.  They  do  not  appreciate 
hydroxyls,  and  when  hydroxyls  are  forced  upon 
them  there  is  trouble,  the  evidences  of  which 
are  nausea,  loathsome  eructations,  and  so  forth. 
Thus  thert*  seems  to  be  but  one  conclusion  to 
the  question  :  even  if  all  the  adimniiufts  were 
proved  up  to  the  hilt,  this  one  objection^  the 
inevitable  oxidation  of  the  fatty  acids,  would  in 
itself  be  quite  suflicient  to  condemn  all  attempts 
at  emulsifying  cod-liver  oil. 

While,  theoretically,  the  simple  mechanical 
subdivision  of  the  oil  does  not  seem  quite  the 
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thing  required,  its  insufficiency  is  being  prac- 
fcic^ly  proved  by  tliat  great  bnt  slow  teacher 
of  man,  experience*  The  result  is  a  further 
*  advance  '  :  the  addition  of  an  adjuvant  to  the 
aulsion«  Needless  to  say,  the  adjuvant  is  de- 
signed to  help  out  the  hypothefical  dilficultif  in 
the  absorption  of  the  oil ;  another  beautiful 
instance  of  how  an  idea,  if  once  generally  ac- 
cepted, is  handed  down,  heii^loom-like,  from 
generation  to  generation,  and  never  questioned. 
As  a  type  of  these  adjuvants  we  may  take  *  pan- 
creatin/  Here,  again,  the  critical  person  wonld 
be  disposed  to  ask.  Is  there  any  proof  that  the 
absorbability  of  cod-liver  oil  haa  been  affected 
ly  a  deficient  pancreatic  secretion,  and  if  there 
is,  can  it  be  remedied  by  this  *  paucreafcin' ? 
Of  the  four  carefully  set  forth  active  elements  of 
pancreatic  juice,  three  of  them,  trypsin,  amylop- 
ein,  and  rennet  have,  as  a  matter  of  fact,  no 
ion  whatever  upon  fats.  The  fourth  is  the 
rather  hypothetical  ferment,  steapsin ;  and 
if  the  existence  of  this  in  the  pancreatic 
juice  is  granted,  thei'e  still  remains  the  reason- 
&bl«f  question — is  it  present  in  the  dried  juice  ; 
and,  should  the  answer  La  in  the  negative, 
then  where  does  the  use  of  *  pancreafcin  *  come 
in  ?  But  should  it  be  in  the  affirmative,  it 
laises  the  farther  question — what  does  steapsin 
\  ?  On  the  showing  of  ita  own  advocates  its 
ition  mast  result  in  splitting  off  the  therapic 
acid^  the  existence  of  which  as  a  free  tatty  acid 
in  an  emnlaion  is  simply  impossible.  It  would, 
in  aooordanoe  with  the  conditions  present,  either 
faraak  ap  ^together  or  undergo  conversion  into 
the  thing  evil — an  hydroxy-acid.  Finally,  the 
?diiclefi  necessary  for  preparing  artificial 
€malflionB  are  not  always  therapeutically  expe- 
dient ;  th^  are  quite  unnecessary,  and  there- 
uadesirable    additions    tc^    our    materia 

All  theae  considerations  lead  us  to  one  con- 
eliiflioii — ^that  there  is  no  really  valid  reason  for 
die  existence  of  artificial  emuMonSj  but  that 
tbere  Mem  to  be  obvious  reasons  for  their  non- 
esisUuice.  Other  considerations  tend  to  the 
^Onvictiou  that  there  is  no  need  of  artificial 


aid  of  any  sort,  because  nature  is  capable  of 
undertaking  the  work  herself,  and  does  so,  to 

perfection  in  the  physiological  emuhions  she  pre- 
pares ;  the  elements  necessaiy  for  the  natural, 
th^atisthe  perfect,  emulsification  l>eing  provided 
by  nature,  esmdly  where  aiui  when,  they  are  re- 
quired, and  in  a  quantity  which,  so  far  at  least 
as  cod-liver  oil  is  concerned,  is  apparently  always 
amply  sufficient.  These  elements  may  be 
classified  roughly  as  the  mechanical  and  the 
chemical  actions.  CJonceming  the  former  no 
more  need  now  be  said  than  that,  compared  with 
the  pestle  and  mortal',  *  it  grinds  exceedingly 
small/  but  concerning  the  latter,  some  furtier 
explanation  may  not  be  out  of  place. 

It  is  a  most  interesting  fact,  as  bearing  on 
the  medicinid  viitues  of  cod-liver  oil,  that  it 
differs  from  all  the  other  fats  with  which  we 
are  acquainted  in  i-espect  to  the  ease  with  which 
it  can  be  emulsified  in  the  presence  of  the  two 
chemical  bodies  fresh  pancreatic  juice  and 
glycerin,  without  the  aid  of  any  gum  whatever. 
Nature  provides  the  former,  and  we  may  re- 
iterate that  there  is  no  real  evidence  regai*dingan 
insufficiency  in  her  supply ;  the  latter  can  never 
be  insufficient,  because  it  is  provided  by  the  oil 
itself  J  in  which  it  is  present  in  the  precise 
quantity  required.  The  secretion  of  the  pan- 
creas comes  in  contact  with  the  oil,  not  in  the 
stomach,  where  the  acid  fermentation  would 
render  its  action  futiia  or  perhaps^  indeed,  totally 
destroy  it,  but  in  the  duodenum,  from  which 
downwards  through  the  jejunum  and  Oeum  all 
the  conditions  are  in  its  favour.  Under  these 
circumstances,  the  ft^sh  pancreatio  secretion  by 
its  action  upon  the  oil  provides  the  other  neces- 
sary element,  the  glycerin. 

Nature  herself  seems  to  enforce  the  lesson, 
if  we  would  let  her,  that  by  means  of  the  pan- 
creatic juice  she  provides,  and  the  glycerin  of 
the  oil,  such  an  emulsion  is  produced  in  the 
human  economy  as  it  is  hopeless  to  look  for 
(miside,  however  skilful  our  manipulations. 

After  all,  the  most  astonishing  circumstance 
connected  with  artificial  emulsions  is,  that  so 
much  labour  and   thought   should    have    been 
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bestowed  upon  overcoming  a  hypothetical  difti- 
Cttlty  of  assimilating  the  oil,  when  all  the  while 
no  one  was  believing  in  the  therapeutical  value 
of  these  very  same  fats,  and  therefore  not 
attaching  the  least  importance  to  thera*  The 
valuable  part  of  the  oil  was  always  considered 
Bomething  distinctly  separate  from  its  fatty 
constituents,  and  learned  men  and  grave  pro- 
fessors have  occupied  themselves  with  hunt- 
ing after  this  'something,'  only  to  find  it, 
like  a  phantom,  suddenly  disappearing  before 
their  eyes  just  when  they  thought  they  had 
grasped  it.  This  will-o'-the-wisp  is  the  so- 
called  *  active  principle,'  and  on  account  of  the 
extensive  use  made  of  this  catch-word  we 
cannot  dismiss  the  aubjec-t  with  a  mere  passing 
notice. 

Active  Principks, — The   effect  of  cod-liver 
oil  on  the  system  is  so  different  from  that  of 
any  other  oil,  that  science  has  subjected  it  to  all 
sorts  of  torture  in  order  to  make  it  reveal   its 
secret.     This  the  poor  oil  wtis,  of  course,  quite 
willing    to  do  had   it  been    properly   asked. 
The   inquiries,  however,  were  always  wrongly 
directed.     From  05  to  98  per  cent,  of  the  oil 
was  supposed  to  be  ordinary  fat,  and  quite  un- 
worthy of  any  special   attention.     The   whole 
of  the  examination  and  crostj-exaraination  was 
therefore  turned  upon  the  remaining  two  t^o  five 
per  cent.     It  is  astonishing  wlmt  a  number  of 
things  were  found  in  this   small  quantity,  as 
may  be  seen  in  the  lengthy  list  on  p.  ci,  all  of 
them  being  ^  chaperoned  *  by  scientific  men  of 
distinction.     It  is  difficult  to  imagine  that  any 
of  them  could  have  an  important  influence  upon 
the  action  of  the  oil,  for  those  that  are^  with- 
out doubtj  present  are  so  in  homax)pathic  dorses 
only  J  the  percentage  of  some,  indeed,  cannot 
find    expression    before   the   third    or    foui-th 
decimal.     Yet  nearly  every  on©  of  them   has 
in  turn  been  represented  by  its  discoverer,  or 
someone  else,  as  *  th^  active  prin^pJe '  of  the 
oil,  and  has  sensed  as  the  basis  for  substitutes 
intended  to  do  away  with  cod-liver  oil  entirely. 
Volumes  have  been  written  on  this,  scientists 
have  lectured  upon  it,  enterprising  pharmacists 


have  prepared  it,  sold  it,  and  presumably 
profited  by  it,  and  yet  it  does  not  exist ;  the 
oil,  however,  still  exists,  and  in  a  fairly  flourish- 
ing condition,  while  its  proposed  substitutes 
are  either  resting  in  the  aforesaid  '  niche/  or 
seem  likely  to  do  so  at  an  early  date- 
Such  a  result  is  not  surprising  if  it  can  be 
demonstrated  that  this  two  to  five  per  cent,  of 
odds  and  ends  has  nothing  whatever  to  do  with 
the  therapeutical  value  of  cod-liver  oil ;  and  we 
think  that  some  further  considerations  will  lead 
to  the  conclusion  that  such  is  the  case. 

By  far  the  greater  number  of  the  remedies 
used  in  medicine  act  by  the  physical  or  chemical 
influence  which  they  bring  to  bear  upon  the 
tissues  of  the  body.  Cod-liver  oil,  on  the 
other  hand,  is  one  of  a  much  smaller  group  of 
imjteria  niedica^  which  act,  not  by  influencing 
the  tissues,  but  by  becomifig  part  and  parcel 
of  them  ;  in  other  words,  they  are  simply  food 
substances,  which,  in  one  way  or  other,  possess 
special  advantages  distinguishing  them  from 
other  and  ordinaiy  foods,  and  justifying  their 
adoption  as  therapeutical  agents.  No  active 
principles  are  to  be  expected  in  the  members 
of  this  group,  and  to  attempt  to  find  some  such 
body  in  cod-liver  oil  is  just  as  likely  to  be 
succesful  as  would  be  an  endeavour  to  find  an 
active  principle  in — ^say  bread. 

It  is  indeed,  at  first  sight,  surprising  that 
anyone  should  have  thought  that  cod-liver  oil 
could  contain  an  active  principle,  but  for  this, 
as  for  most  things,  there  is  a  reason.  The 
abstract  idea  of  what  should  be  the  properties 
of  a  medicinal  substance  is  naturally  derived 
from  the  properties  common  to  the  great  bulk 
of  such  substances,  and  as  most  medicines  act 
in  the  way  we  have  descril>edj  it  is  obviously 
quite  possible  for  them  to  possess  '  active  prin- 
ciples * ',  indeed,  as  a  matter  of  fact,  the  majority 
of  them  do.  But  although  the  majority  of  drugs 
have  an  active  principle,  it  is  logically  ridiculous 
to  deduce  that  eveiy  drug  must  have  such  a 
principle ;  yet  this  is  exactly  what  is  done  by 
maTiy  people,  and,  combined  with  the  ingrained 
misconception  of  the  nature  of  the  fatty  con- 
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EtituentSp  is  the  explanation  of  the  absurd 
belief  in,  and  the  nnavailing  search  for,  an 
active  principle  in  cod-liver  oil . 

We  have  said  that  the  search  was  unavailing, 
but  that  is,  perhaps,  hardly  the  correct  way  to 
put  it,  for  whenever  a  search  has  been  instituted 
it  has  been  successftd,  only  each  dilTerent  investi- 
gator has  happened  to  find  a  different  ^  active 
principle.'  This  is  rather  unfortunate,  for  of 
ooorsa  the  latest  di^scovery  is  the  I'eal  active 
principle — until  such  time  as  another  one  is 
found.  Like  the  men  who  discover  them,  the 
fame  of  these  valuable  principles  is  somewhat 
transient. — ^here  to-day  and  gone  to-morrow  ; 
yet  one  thing  always  reraains^ — cod-liver  oiL 

For  centuries  this  oil  has  been  used  and 
esteemed  by  all  the  nations  able  to  obtain  it. 
Many  of  them  had  no  communication  with  each 
other :  the  inhabitants  of  North  America  did 
not  learn  the  virtues  of  cod-liver  oil  from  the 
inhabitants  of  Northern  Europe,  or  vice  versa, 
bat  the  various  peoples  in  each  of  those  regions 
learned  the  lesson  from  their  own  individual 
experience.  Cod-liver  oil,  it  is  to  be  noted,  was 
not  the  only,  or  even  the  most  easily  obtainable, 
oil  or  food,  and  yet  eveiy  one  of  these  primitive 
peoples  selected  it,  and  it  only,  being  taught  by 
experience  that  it  was  quite  different  from,  and 
much  more  valuable  than,  other  oils  or  food 
Babetanoes,  Here,  then,  we  have  the  process 
of '  natural  selection '  by  which  cod-liver  oil  was 
leparated  from,  and  esteemed  above,  other  and 
similar  products ;  and  this  was  done,  not  in  one 
region  only,  or  by  one  people  only,  but  in  several 
different  and  widely  separated  regions,  and  by 
different  and  altogether  disconnected  peoples. 
As  we  have  said,  the  oil  could  not  have  been 
originany  the  one  thing,  or  even  the  most  likely 
thing,  *  in  the  mnning  * ;  but  when  we  find  that 
from  it«  rivals  it,  and  it  alone,  was  selected, 
Uhd  this  in  places  so  far  from  each  other  as 
Norway  and  North  America,  and  by  nations  30 
different  as  the  Laplanders  and  the  Alaskan 
Ccquiroanx,  we  are  forced  to  come  bo  the  con- 
closion  that  there  must  be  something  special  in 
the  oil — something  not  to  be  found  in  other 


substances — ^but    this    something    is    not    an 
*  active  principle.* 

If  there  really  were  an  active  principle  in 
ood-liver  oil,  we  might  be  pretty  sure  that  it 
would  have  been  discovered  long  ere  now.  In 
the  case  of  other  medicinal  substances,  the 
active  principle :  alkaloid, glucoside, acid,  or  any- 
thing else,  has  been  discovered  and  separated; 
its  chemical  composition  has  been  determined, 
and  its  physiological  action  has  l>een  investi- 
gated and  settled,  and  there  the  matter  has 
ended.  In  no  case  has  another  and  different 
active  principle  been  found  to  explain  the  value 
of  the  drug ;  in  no  case  has  an  .active  principle 
totally  disappeared  from  the  ken  of  man 
after  it  has  been  discovered,  investigated,  and 
established ;  in  no  case,  in  fact»  do  these  things 
happen — except  in  the  case  of  cod-liver  oil, 
where  they  all  happen ;  and  the  active  prin- 
ciple of  to-day  is  the  knell  of  ike  active  principle 
of  yesterday.  We  are,  in  consequence,  forced 
to  the  conclusion  either  that  the  active  principle 
of  the  oil  is  something  different  in  every  way 
from  all  other  active  principles,  or,  what  ia 
more  likely,  that  no  active  principle  exists. 

Heyerdahl  has  been  the  first  to  direct  his 
inquiries  to  the  fatty  constituents,  and  their 
reply  to  his  attentions  has  been  prompt  and  to 
the  point.  His  researches  are  important  in 
respect  to  their  practical  results  and  of  great 
interest  in  regard  to  the  theoretical  conclusions 
that  may  be  drawn  from  them  concerning  the 
active  principle  of  cod-liver  oil. 

The  idea  that  this  principle  is  to  be 
discovered  somewhere  outside  the  glycerides 
may  be  safely  discarded.  When  it  is 
remembered  that  the  chief  property  of  cod- 
liver  oil  is  to  build  up,  and  strengthen,  the 
system  it  appears  almost  ridiculous  to  look  to 
infinitesimal  fractions  of  well-known  compounds 
for  the  explanation  of  that  building-up  property. 
These  fntctions  are  not  even  perfectly  inno- 
cent in  their  nature*  For  example ;  Gautier  and 
Mourguea,  found  in  the  light-brown  oil  minute 
quantities  of  some  two  or  three  alkaloVd-like 
poisonous   compounds,    over    which  no    little 
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fuss  was  made,  as  they,  also,  posed  in  the 
character  of  the  latest  *  active  principle.*  They 
have  been  classiiied  by  their  discoverers  as 
MeucomaineQ,*  that  k  to  say^  as  products  of 
katabolism,  formed  during  life  and  through  the 
*  vital  forces '  that  sustain  life  and  in  ccufu  in 
the  livers  of  the  living  tish. 

This  must  surely  be  a  mistake;  if  it  were 
true,  there  oould  be  no  reason  why  these 
alkaloids  should  not  be  found  in  all  sorts  of 
cod- liver  oil,  But  according  to  the  investigators 
themselves  the  bodies  in  question  do  not  occur 
in  the  steam- prepared  oil,  and  it  is  only  in  the 
light-brown  oil  that  they  are  preseot  in  a 
quantity  (0*2  per  mille)  sufficient  for  chemical 
examination  ;  while,  again,  they  are  altogether 
absent  in  the  brown  oiL  Heyerdah!  fonnd 
them  just  traceable  in  the  pale  oil  as  detailed 
by  him  in  the  preceding  pages, 

llie  following  are  facts  on  which  all  agree, 
and  in  the  opinion  of  the  writer  they  are  very 
striking.  In  the  oil  extracted  from  fresh  livers 
there  are  no  alkaloids  ;  in  the  oil  drawn  from 
decayed  but  still  comparatively  fresh  livers 
there  are  traces  of  them  ;  in  the  oil  skimmed 
off  whilst  the  putrefaction  is  in  fnll  swing  they 
are  plentiful;  in  fact,  the  greatest  quantity 
occurs;  in  the  brown  oil,  which  has  been  ex- 
posed to  a  temperature  of  120°  to  150°  0:,  there 
are  none ;  all  of  w^hich  seem  to  point  to  these 
alkaloids  being  really  ptomaines  formed  by  bac- 
teria from  putrefying  albnminous  substances  of 
the  liver. 

In  the  case  of  steam-prepared  oil  the 
bacteria  have  no  opportunity  of  commencing 
their  work  on  account  of  the  relatively  high 
temperature  at  which  the  oil  is  prepared,  and 
also,  because  the  exuding  oil  forms  a  protective 
covering  aU  over  the  hepatic  tissue.  But  no 
sooner  is  the  oil  drawn  ofiF  than  the  bacteria 
commence  action  upon  the  unprotected  liver- 
rests,  as  is  quickly  evidenced  by  a  stench 
which,  even  witkin  an  hour  if  the  tempera- 
ture hap|)eus  to  be  favourable,  may  become  so 
strong  aft  to  be  almost  intolerable. 

In  the  case  of  pale  oil  when  the  livers  are 


heaped  in  a  barrel,  only  those  that  come  to  the 
surface  are  attacked,  the  rest  being  protected 
by  the  exuding  oiL  Gradually,  however,  as 
this  is  drawn  off,  more  and  more  of  the  livers 
become  exposed  to  the  air,  and  when  the  pro- 
cess has  proceeded  ao  far  that  the  light-brown 
oil  is  being  formed  the  bacterial  activity  be- 
comes very  lively,  as  manifested  by  the  same 
intolerable  smelL 

Finally,  at  the  temperature  at  which  brown 
oil  is  made,  these  bacterial  products  are 
decomposed  or  volatilised,  and  therefore  they 
are  not  found  in  this  particular  variety* 

The  *  liver^rests '  (Grasce)  consist  for  the 
most  part  of  albuminous  substances,  and  when 
not  under  the  protecting  cover  of  the  oil  the 
rapidity  with  which  they  are  attacked  by 
bacteria  is  simply  astounding,  and  it  is  very 
difficult  to  prevent,  or  put  a  stop  to,  the  bacterial 
destruction.  We  have  tried  sulphurous  acid 
and  carbon-disulphide,but  for  practical  purposes 
they  were  useless ;  and  carbolic  acid,  sublimate, 
and  similar  disinfectants  cannot  be  used,  as  the 
liver- rests  are  employed  as  manure. 

Curious  misunderstandinga  have  arisen 
from  an  ignorance  of  this  property  of  the 
hepatic  tissue:  its  extreme  susceptibility  to  bac- 
terial influence.  Thus  a  paper  was  lately  read 
before  rAcad^niie  des  Sciences,  Paris,  in  which 
theauthor  states  that  the  alkaloids  of  cod-liver  oil 
are  all  of  biliary  origin,  and  goes  so  far  as  to 
assure  us  that  this  can  easily  be  proved  by  the 
following  proceeding !  After  a  small  slice  of 
fresh  liver  tissue  has  been  snipped  off  and  care-  fl 
fully  disinfected,  it  is  left  for  two  or  three  hours 
under  a  desiccating  bell  jar,  after  which  plenty 
of  microscopical  crystals  of  alkaloids  are  to  be 
found.  This  is  the  process  of  stopping  the 
chinks  and  leaving  the  door  wide  open — of 
course,  after  those  two  or  three  hours  under  the 
bell  jar  it  would  be  surprising  if  abundance  of 
ptomajfnes  were  not  found. 

These  alkaloids,  therefore,  cannot  be  con- 
sidered as  nonnal  products  in  the  lights  brown 
oil,  but  are  undoubtedly  impurities  with  which 
the  oil  has  been  contaminated  by  the  putrefao- 
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tioa  of  the  liver.  They  are  powerful  poisons, 
and  have,  of  course,  a  tberajjeutical  eff^t  upon 
the  system  ;  but — pot  the  wonderful  building-up 
and  streDgthening  action  which  ia  the  charact-er- 
istic  of  cod-liver  oil,  and  which  the  varieties  of 
the  oil  withoat  ptomaines  nmnifest  at  least  as 
well — and  need  we  add  qoitt^  as  safely  ?~as 
those  varieties  that  do  contain  such  *adjuvanta/ 

Now,  however,  when  we  have  Heyerdahl's 
disooveries  before  us  there  is  no  need  to  search 
for  some  mysterious  *  active  principle '  amongst 
the  5  per  cent,  of  odds  and  ends.  These,  to 
be  concise  I  are  not  normal  constituents  of 
pure  cod-liver  oil,  inasmuch  els  valeric^  capric, 
and  gadinic  acids,  gadiiin,  ammonia,  tri- 
methylamine,  alkaloids,  and  such  substances 
are  partly  decomposition-productSj  formed  in 
the  hands  of  the  analyst  whilst  conducting 
his  operations,  and  partly  products  of  bac- 
terial activity  after  the  oil  has  left  the  hepatic 
cells.  .  They  exist  only  in  one  special  kind  of 
oil,  in  the  preparation  of  which  opportunity 
for  bacterial  putrefaction  has  been  given. 

Cod-liver  oO  is  really  much  more  a  food 
flobstance  than  a  medicinal  substance,  and  to 
expect  it  to  contain  an  '  active  principle '  in  the 
true  sense  of  the  term  is  little  less  than  ab- 
eurd ;  its  therapeutic  value  depends,  certainly 
not  on  any  active  principles,  but  on  its  remark- 
able efficiency  as  a  nutritive  agent.  It  is, 
then^  much  more  rational  to  look  to  the  newly 
discovered  acids,  which  constitute  95  per  cent. 
of  the  oil,  as  being  the  probable  basis  of  its 
therapeutic  value. 

The  chief  function  of  the  absorbed  fats  in 
the  economy  of  the  organism  is  to  form  com- 
poiiiidd  from  which  the  system  can,  in  the  most 
efiective  way,  be  supplied  with  the  necessary 
income  to  cover  its  expenditure.  Of  such 
compounds,  forming  a  store  from  which  the 
Of^ganism  ia  incessantly  drawing  supplies  of 
Impairing  materials  and  which  in  themselves 
pxiTvide  all  the  necessary  elements — phosphorus, 
mtrogt*n,  carbon,  hydrogen,  and  oxygen — of 
tlien  we  know  only  two^  proiagoii  and  Lecithin, 
When  more  fat  is  absorbed  than  ia  necessary 


for  forming  these  two  compounds  it  is  deposited 
as  fat,  and  in  the  adipose  tissue,  withoat  any 
intervening  link. 

Protagon  and  lecithin  are  analogous  com- 
pounds ;  the  structure  of  the  former,  which  is 
largely  found  in  the  brain,  is  very  complex  and 
not  fully  known.  This  much,  however,  has 
been  ascertained,  that  it  can  be  split  up  into 
two  compounds,  cereJ/rin  and  Jcerann^  probably 
glucosides,  and  that  lecithin  is  a  coTistitu&ni  of 
both.  The  structure  of  lecithin,  on  the  other 
hand,  is  fully  known  {vide  fig.  1,536,  p.  435). 
It  is  composed  of  phosphoric  acid  to  which  a 
nitrogen  compound,  choline,  is  linked  on  one 
side,  and  a  glyceride  on  the  other.  Further,  it 
has  been  found  that  the  glyceride  is  not  always 
the  same :  sometimes  it  consists  of  two  similar 
acid  radicals,  sometimes  the  two  are  quite 
different,  evideniltf  dependdng  upon  the  kind  of 
fat  that  was  at  hami  at  the  tinie  of  formoiion* 
Lecithin  originates  in  plants,  and  from  them  it 
enters  the  animal  organism,  where  it  is  found 
in  everif  growtTig  cell. 

As  lecithin  is  practically  ubiquitous  in  foods 
it  arrives  in  the  stomach  in  company  with 
nearly  everything  we  eat,  and  even  with  cod- 
liver  oil-  It  is  not  affect^ed  by  the  gastric  juice, 
but  when  it  reaches  the  intestines  it  shares  the 
fate  of  cod-liver  oil ;  the  pancreatic  juice,  or 
rather  the  hypothetical  steapsin,  splits  it  up 
into  its  constituents,  glyoero-phosphoric  acid, 
free  fatty  acids,  and  choline.  All  these  bodies 
pass  through  the  striated  surface  of  the  epi- 
thelial cells,  and  are  then  taken  up  by  the 
lymph-corpuscles — ood- liver  oil,  it  is  to  be 
noted,  is  taken  up  just  in  the  same  manner, 
A  regeneration  of  the  lecithin  takes  place 
within  the  lymph-cella,  which  then  discharge 
it  int-o  the  lacteal s. 

When  fats  and  lecithin  are  taken  simul- 
taneously in  the  food,  as  they  almost  always 
are,  they  meet  in  a  disintegrated  state  in  the 
lymph-corpuscles,  that  is,  aa  firee  fatty  acids 
of  various  kinds,  corresponding  to  the  fats 
partaken  of,  and  aa  glyoero-phosphoric  acid, 
glycerin,  and  choline,  or  perhaps  a  derivative  of 
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the  latter  J  Then  the  regeoeration  of  lecithin  is 
commenced  in  the  lymph-corpuscles,  and  there 
can  h©  no  doubt  that  glycero-phosphoric  acid 
mdkes  a  selection  from  flie  fait  if  acids  now 
within  lis  redch^  and  without  any  regard  to  the 
connections  of  its  former  existence.  If  it  picks 
out  those  acids  which  are  beat  fitted  for  its  new 
duties,  that  is  only  what  we  would  expect  it  to 
do,  in  harmony  with  all  the  genetic  laws  within 
our  knowledge — for  instance,  the  selecting  acti- 
vity of  secreting  cells.  Its  new  duties  are  to 
give  off  to  the  blood  the  material  that  is  re- 
quired for  the  maintenance  and  renewal  of  the 
body.  For  this  purpose  it  is  embodied  with 
the  protoplasm  of  the  cell,  and  when  the  blood 
arrives  there,  its  oxyhsemoglobin  gives  off  its 
oxygen  by  which  an  actual  breathing  process 
of  the  protoplasm  is  maintained,  resulting  in 
the  break ing-up  of  lecithin  and  other  of  its 
constituents  into  various  compounds,  which 
are  carried  away  with  the  blood  and  de- 
posited at  the  places  where  they  are  properly 
required. 

Now,  unless  the  above,  which  is  founded  on 
the  latest  physiological  data,  is  utterly  wrong, 
the  extraoi-dinary  facility  with  which  therapic, 
jecoleic,  and  perhaps  other  acids  of  cod-liver 
oil  break  up  under  the  influence  of  oxygen 
makes  it  obvious  that  they  are,  collectively,  the 
very  thing  required  for  the  easy  nutrition  of 
the  body.  By  them  the  work  of  building  up 
and  strengthening  the  system  can  be  accom- 
plished with  the  least  expense  of  energy,  and 
it  seems  almost  impossible  that  the  lecithin 
should  select  any  other  acids  than  these  for  its 
regeneration. 

This  simple  and  plain  theory  may  be  ex- 
pressed in  few  words— the  active  principle  of 
ood-Uver  oil  is  the  oO  itself. 

Recapitulaiion,^'The  reputation  of  cod-liver 
oil  was  established  many  centuries  ago  and, 
indeed,  probably  in  prehistoric  times.     It  was 

^  Gljrc^ro-pbofiphoric  ru:id,  and  recently  idso  nenrine,  a 
deii¥&tivQ  from  cboUne,  have  been  found  in  the  blood, 
botb  in  the  free  state  (Ber.  d,  ±  chem.  QtsdUchaft^  ixvii. 
Ret.  420), 


no  reputation  built  up  by  adventitious  aids ; 
no  perfectly  disinterested  scientist  discovered 
the   virtues  of   the  oil,    and  fort-hwith  adver- 
tised them — for  the  benefit  of  suffering    hu- 
manity.    The  oil,  in  fact,  made  its  own  repu- 
tation, or  to  put  the  matter  somewhat   more  i 
accurately,  it  was  discovered,  advertised,  intro-  i 
duced,  and  established  in  favour   by  '  natural 
selection,'   and    it   is   notable  that    this    took 
place,    not  in    one  country   onlyj   or  amongst 
one   people,    but   in    sevemi    widely  separated 
regions  of  the  globe  anJ  amongst  several  totally 
disconnected  races.     The  reputation  of  cod-liver 
oil  was  thus  '  made  and  guaranteed '  by  nature  i 
herself,  and  as  civilisation  opened  the  means  of  1 
intercourse  between  different  countries,  the  use  | 
of  the  oil  spread  from  the  regions  of  its  origin,  ^ 
till  at  the  present  day  it  has  become  practi- 
cally universal.     Here  a  very  natural   question  , 
may  crop  up :  if  cod-liver  oil  is  so  excellent,  | 
why  all  the  attempts  that  have  been  made  to  aid 
its  action  by  adding  this  thing  or  that  to  it,  or  ^ 
by  making  it  into  something  different  from  what 
it  is  ?     A  study  of  the  history  of  these  attempts 
SQpplies  an  answer,  for  they  can  all  of  them  be 
traced  back  to  one  and  the  same  starting-point 
— an  ende-avour  to  overcome  the  difficulties  in 
administering  the  oO. 

These  difficulties  were  really  serious,  as  anyone  \ 
with  experience,  especially  personal  experience^  J 
of  the  matter  will  admit.     The  oil,  as  hitherto  | 
known,  possesses  sometimes  a  far  from  pleasant] 
taste,  always  a  tendency  to  disorder  the  digea- j 
tion  and  to  cause  the  much  dreaded  repeating. 
It  was  with  the  praiseworthy  object  of  over- 
coming   these    drawbacks   that   the   *prepai-a-j 
tions '   of  cod-liver  oil  were  started,  but   un-1 
fortunately  in  directions  that  were  not  in  the 
least  likely  to  lead  to  success. 

The  drawbacks  are  due  to  certain  impurities 
which  are,  or,  as  we  ought  now  to  say,  were, 
found  in  the  oO.  Now,  even  from  the  a  priori 
point  of  view,  there  does  not  seem  to  be  much 
chance  of  success  with  these  preparations  by 
merely  covering  the  impurities,  no  matter  how 
skilful  the  pharmacy  employed.     In  fact,  there 
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ii  only  one  way  to  success  in  the  administra- 
tion of  the  oil,  and  tliat  is,  not  by  disyauing  but 
by  exfchidincf  the  impurities ;  and  we  use  the 
word  *  excluding '  advisedly,  because  ones  the 
presence  of  the  impurities  is  permitted,  reraoval 
is  impossible;  it  follows,  therefore,  that  an  in- 
ferior cod-liver  oil  camiot  be  rejhwd,  and  to  speak 
of  steam  refined  oil  shows  a  complete  ignorance 
of  the  subject.  The  impurities  are  of  two  kinds* 
Firbt,  the  decomposition  products  of  albu- 
men which  are  derived  fi-om  the  putrefaction 
of  the  liver  tissues,  and  which  natui^ally  give 
the  oil  a  most  repulsive  taste  and  smell. 
Secondly,  the  objectionable  products  from  the 
oil  itself  formed  by  the  oxidation  of  the  free 
fatty  acids,  which  are  the  cause  of  the  nauseous 
repeating. 

The  first  step  towards  the  exclusion  of  these 
impurities  was  the  invention  and  introduction 
of  Peter  Mdller's  *  steam  process/  The  oil  pre- 
pared by  this  is  absolutely  free  from  decomposed 
albumens,  if  the  process  is  properly  carried  out. 
It  doea^  however,  cont^n>  more  or  less,  the 
oxidised  fatty  acids^  and  therefore  even  the 
very  best  steAm-prepared  oil  is  apt  to  cause 
repeating.  The  second  great  step  towards  the 
production  of  a  pure  oil  has  now  been  accom- 
plished. The  results  of  our  chemical  investiga- 
tions show  that  the  fata  of  cod-liver  oil  are 
entirely  different  from  other  fats,  and  that  one 
of  their  most  remarkable  characteristics  is  a 
much  stronger  tendency  to  form  hydrox}iated 
compounds  than  that  possessed  by  any  other 
fatty  substances.  Our  knowledge  of  these 
chemical  and  physiological  properties,  acquired 
through  HeyerdahFs  interesting  researches, 
forma  the  foundation  of  our  new  process,  based 
upon  the  principle  of  preventhn* 

It  waa  found  that  the  only  practical  method 
by  which  the  hydroxy lation  of  the  free  fatty  acids 
oodd  bep««vented  was  by  their  complete  isolation 
fitrtn  the  action  of  free  oxygen  throughout  the 
whole  process  of  preparing  the  oil.  This  is  done 
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in  the  process  which  we  have  devised  by  keeping 
the  oil  under  an  atmosphere  of  carlx)nic  acid  from 
beginning  to  end — from  the  moment  when  it 
leaves  the  liver  cells  till  it  is  safely  bottled  and 
corked.  Hydroxy  lation  is  thus  impossible,  and 
the  oil  is  not  only  odourless  and  tasteless  but  it 
is  absohdely  hj/dn/j:ijl'-frfie,  awl  iherefore  does  7iot 
cause  mipletisatU  repeating.  It  is,  in  short,  the 
ideal  cod-liver  oil,  for  it  contains  the  maximum 
of  the  therapeutically  valuable  constituents  and 
the  minimum,  or  more  precisely  none,  of  the 
objectionable  constituents.  This,  of  course,  is 
only  when  t^he  oil  is  fresh,  for  in  time  the  fatty 
acids  must  become  oxidised,  no  matter  bow  well 
they  may  be  protected,  and  it  is  for  this  reason 
that  we  insist  on  the  importance  of  never  using 
any  oil  older  than  that  of  the  previous  year  s 
fishery.  These  remarks  may  be  concluded  by 
a  short  statement  of  the  conditions  that  we 
would  lay  down  as  essential  for  the  preparation 
and  administration  of  medicinal  cod-liver  oil. 
First,  the  livers  should  be  those  of  cod-fish  only, 
and  those  from  any  other  source  rigidly  ex- 
cluded. Secondly,  the  livers  should  be  perfectly 
fresh,  and  any  that  have  been  kept,  or  that 
betray  the  slightest  sign  of  decomposition, 
should  be  rejected.  Thirdly,  livers  showing  any 
indication  of  disease  or  derived  fi*om  diseased 
fish  should  on  no  account  be  used.  Fourthly,  in 
extracting  the  oil  the  livers  should  not  be  ex- 
posed to  a  high  temperature,  and  to  the  proper 
temperature  for  just  the  necessary  time  only. 
Fifthly,  from  the  beginning  of  the  pi-ocess  of 
extraction  till  it  is  safely  corked  up  in  bottles, 
the  oil  should  never,  even  for  a  moment,  be 
permitted  to  come  in  contact  with  the  atmo- 
sphere or  with  free  oxygen  in  any  form.  And 
lastly,  a  good  oil  should  never  be  mixed 
with  other  drugs  beforehand.  It  may  be 
done  irmnedmiely  before  being  taken,  but  it 
is  far  better,  when  their  employment  is  con- 
sidered necessary,  to  give  them  separately.  I 
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1*HE  information  that  *  Qtieen  Anne  h  dead '  is  generally  understood  to  be  somewhat  snperfluoufl, 
iind  the  same  raay  be  said  of  the  remark  that  Chemistry  ia  an  interesting  subject.  Yet  the  troth  of 
this  doe-s  not  seem  at  all  appreciated.  People  do  not  study  Chemistry  *  for  the  pure  love  of  the 
thing/  indeed,  they  look  upon  it  as  Hat,  atale,  and  unprofitable,  a  subject  fit  only  for  the  specialist 
and  the  dry-as-dust  professor.  So  far  the  general  public.  But  for  medical  men  the  matter  goes 
farther*  To  them  Chemistry  is  more  than  a  merely  interesting  science.  Its  knowledge  is  a  know- 
ledge of  the  we^ipons  with  which  they  wage  their  conflict  with  disease  and  death,  and  yet  of  all 
their  many  branches  of  learning,  Chemistry  is  the  veiy  one  they  are  most  apt  to  neglect. 

Now  why  should  these  things  be?  Why  should  poor  Chemistry  be  left  severely  alone  by  some, 
and  relegated  to  the  background  by  others  ?  The  medical  man  may  say  that  Chemistiy  is  now 
making  such  gigantic  strides  that  even  the  specialist  can  hardly  keep  pace  with  it,  much  less  the 
busy  practitioner,  who  has  enough  to  do  in  keeping  the  more  immediate  branches  of  his  knowledge 
up  to  date.  But  this  is  not  the  only  reason ,  perhaps,  indeed^  not  even  the  moat  important.  To  the 
writer  it  seems  that  the  worship  of  Chemistry  languishes  mainly  on  account  of  the  numerous  and 
unnecessary  difficulties  that  have  been  raised  to  bar  the  way  of  would-l>e  pilgrims  to  her  shrine,  and 
for  these  difficulties  there  is  nothing  good  to  be  said  save  this  only,  that  they  can  be  got  rid  of. 

The  following  pages  are  offered  in  the  hope  that  perhaps  they  may  help  towanls  so  desimble  an 
end,  and  if  any  further  apology  be  required  for  them  it  must  be  found  in  the  writer's  desire  to 
stimulate  an  interest  in  the  study  of  Organic  Chemistry.  In  the  good  old  days,  so  called,  the 
doctor  calmly  poured  drugs  down  his  patient's  throat  without  knowing  or  much  caring  to  know  any- 
thing of  their  nature.  This  simple  method  is  now  supposed  to  be  rather  out  of  date,  and  certainly 
the  more  intimate  a  physician's  knowledge  of  his  remedies,  the  more  likely  is  he  to  use  them  success- 
fully. The  writer  may  be  pennitted  to  take  an  illustratiou  from  a  subject  in  which  he  is  specially 
interested — cod-liver  oil.  The  researches  lately  made  by  Heyerdahl  in  this  matter  have  shown, 
amongst  other  things,  that  the  views  hitherto  held  regarding  the  natum  of  cod-liver  oil  are  quite 
erroneons,  and  that  we  must  now  look  upon  that  remedy  in  an  entirely  different  light.  Without  a 
■tain  intimacy  with  the  views  and  theoriea  of  modern  chemists  and  physicists,  it  is  impossible  to 
aderstand  or  appreciate  these  and  similar  researches,  and  if  anything  in  the  following  pages 
makes  it  easier  for  the  bnsy  practitioner  to  get  at  and  grasp  the  facts  of  Organic  Chemistry,  then 
the  writer's  aim  will  have  been  fully  accomplished. 
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One  of  the  difficulties  Imiring  the  royal  road  to  Chemiatrjr  is  the  nomenclature^the  veritable 
skeleton  in  the  chemical  copboard.  In  this  respect  Chemistry  might  well  be  compared  to  a  huge 
metropolia  built,  after  the  olden  style,  on  no  priociplea  whatever.  A  city  with  iuDumerable  tortuous 
streetfl  named  sometimes  to  indicate  their  point  of  starting^  sometimes  their  destination,  sometimea 
mieleadingly  neither^  and  many  of  them  further  boastiDg  of  several  names,  while  others  share  a 
single  name  in  common.  A  city,  moreover,  inhabited  by  people  of  all  nations*  each  making  *  coo- 
fusion  worse  confounded  '  hy  insisting  on  naming  the  streets  in  their  own  tongue  and  after  their  own 
sweet  will,  A  city  in  whose  bewildering  labyrintli  even  the  most  ext>erienced  often  finds  himself 
astray,  and  over  whose  gates  the  stranger  ought  to  see  Dante's  warning  words,  *  Lagciate  ogni 
iperanza^  voi  cK  enirate,^ 

To  introduce  order  into  this  chaos  is  no  easy  task,  but  some  day  it  will  have  to  be  done,  and  the 
present  generation,  always  anxious  to  show  its  good  intentions,  has  made  the  first  move  in  tlie 
matter  by  convening  the  Congress  of  Scientists  which  met  at  Geneva  in  April  1892.  The  Congress 
proceeded  to  consider  a  scheme  that  had  kindly  been  provided  for  its  guidance,  but  it  soon  became 
evident  that  the  rules  laid  down  in  this  had  been  framed  exclusively  for  the  convenience  of  the 
French  nomenclature,  and  no  regard  paid  to  that  of  '  les  auhres  Id  bas^*  and  that  some  of  the  propositions 
set  forth  in  it  could  not  bear  their  own  consequences.  In  fact,  the  committee  that  drew  up  the  scheme 
had  worked  on  a  principle  suspiciously  related  to  *  apr^s  iwm  h  diluge^  or,  in  English,  we  press  the 
button,  yQ%i  do  the  re&t.  No  resolution  which  may  be  taken  as  final  was  passed  (see  Naturey  May  19, 
1892,  p.  57),  and  we  now  wait  with  great  patience  and  small  expectations  for  another  Congress. 

Nomenclature  thus  seems  hopeless  for  the  present,  but  fortunately  it  is  not  everything.  We 
cannot  quite  say  *  what's  in  a  name,'  but  certainly  the  mere  names  of  things  chemical  are  of  little 
ini  jiovtance  compared  to  an  actual  knowledge  of  the  things  themselves.  Chemistry,  as  we  know  it,  is 
a  very  young  science,  and  the  older  generation  had  little  opportunity  of  studying  it.  The  younger 
generation,  on  the  other  hand,  have  to  learn  a  mass  of  Chemistry,  for  examination  purposes; 
but  bow  much  of  it  do  they  retain  in  after  years  ?  They  have  to  cram  so  many  things  that  are 
utterly  useless  that  they  have  no  time  to  get  a  proper  understanding  of  useful  things ;  and  this> 
proper  understaTidiTUf  is  in  Chemistry,  of  all  subjects,  the  one  essential — the  one  gateway  to  the  path 
of  knowledge,  *  and  few  there  be  that  enter  therein/  How  many,  for  instance,  of  those  who  study 
Chemistry  as  a  subordinate  branch  of  knowledge  ever  form  a  real  mental  picture  of  the  formula 
about  which  they  re^d  ?  Yet  without  that,  a  proper  understanding  of  the  subject  can  never  be  ^ 
arrived  at — with  it  no  science  is  more  easily  undei'stood  than  Chemistry, 

Bearing  this  in  mind  the  writer  has  abandoned  the  orthodox  but  somewhat  unedifying  method 
of  representing  chemical  formulaj,  and  has  introduced  a  new  system  of  diagrammatic  illuatrations, 
A  difence  of  this  system  is  laid  down  in  the  latter  part  of  the  treatise  j  but  here  it  may  be  remarked 
that  this,  in  common  with  all  pictorial  methods  of  representation,  has  to  serve  two  almost  irrecon- 
cilable masters^strict  adherence  to  the  truth  and  practical  usefulness.  A  little  of  the  former  has 
perforce  been  sacrificed  for  the  sake  of  the  latter,  but  in  no  case  have  any  of  the  main  feahtreB  of  ike 
subject  been  interfered  with.  The  diagrams  do  not  profees  to  represent  the  theory  of  atoms  in  space, 
but  they  are  eminently  suggestive,  if  assisted  by  a  more  extensive  knowledge  of  Chemistry  than  can 
be  presented  in  these  pages.     For  the  purposes  of  this  book,  however,  their  intelligibility  ie  their 
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iole  virtue,  and  by  means  of  them  a  glance  will  lay  bare  to  the  eye  of  a  novice  the  whole  details  of 
the  constitution  of  even  the  most  complicated  compounds,  to  grasp  which,  when  represented  in  the 
ordinary  way,  might  rack  the  brain  of  a  smmnt. 

In  addition  to  these  pictorial  representations,  the  following  pages  conbain  some  new  things 
of  a  different  nature— statements  and  theories  for  which  the  writer  has  the  misfortune  to  be 
reeponsible,  and  the  estimation  of  which  he  mast  leave  to  his  readers. 

The  material  for  the  treatise  has  been  selected  chiefly  to  meet  the  interests  of  the  medical  pro- 
fession, and  mnchj  therefore,  which  is  found  in  the  ordinary  books  on  Chemistry  has  been  omitted^ 
while  much  which  is  not  found  in  them  had  to  be  admitted.  The  traditional  arrangement  of  the 
subject  matter  has  also  been  considerably  altered.  As  in  a  pack  of  cards,  which  may  be  arranged 
either  according  to  value  in  kings,  qneens,  &>c.,  or  according  to  suit  in  spades,  clubs,  «S:x;,,  so,  here 
there  are  two  methods,  each  having  its  advantages  and  disadvantages.  That  which  has  been  adopted 
is  the  more  natural  of  the  two,  as  it  does  not  split  up  the  matter  quite  so  much,  and  it  almost  entirely 
obviates  the  nscsssii^  of  referring,  in  the  earlier  parts,  to  subjects  with  which  the  reader  will  not 
become  acquainted  until  later. 

The  description  of  physical  propertit^s  has  been  limited  chiefly  to  their  boiling-  or  melting-point. 
This  sufficiently  suggests  their  state  of  aggregation,  and  further  description  would  be  of  but  little  real 
advantage  unless  very  much  detailed.  With  few  exceptions  the  practical  preparation  of  compounds 
has  not  been  entered  upon,  because  the  much  tried  patience  of  medical  men  need  not  be  burdened 
with  things  chiefly  of  interest  to  the  chemist. 

The  authorities  have  been  given  in  all  cases  where  the  statements  are  doubtful,  or  do  not  occur 
in  ordinary  text- books,  either  because  they  are  outside  the  scope  of  such  books  or  because  they  are 
of  too  recent  date  to  have  as  yet  found  a  place  in  them.  The  only  exceptions  are  some  therapeutical 
Qotea  which  have  been  culled  from  the  Medical  Annual^  Heger's  Syitopsis  der  Twuen  ArzneimUiel^ 
and  Lescher's  Recent  Materia  Medial :  where  the  original  authoritiea  will  be  found. 
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Non  videri  absurdiim  concipem^  in  primn  mlxtomm 
corpomm  productione,  materiain  illam  tiniversalem,  ©5t  qua 
ea  inter  cetera^  univerBi  partes  oonstabant,  in  exlgoae 
particulaa,  diversia  magnitudinibtis  et  figuris  instrnctas, 
varicque  notas,  acta  divisas  fuisae, — Bobebt  Botle,  Chy- 
mistu  Scepticus,  Part  I. 


CURiosrrv  is  our  common  inheritance  from  Mother  Eve*  When  our  children  break  up  their  toys  and 
doUe  to  see  what  is  inside  we  call  their  curiosity  destructiveness  j  but  when  we  see  the  venerable 
scientist,  with  his  flasks,  tubf^-s,  and  cliemicalSj  split  up  everything  round  him  we  call  it  search  for 
the  truti.  Essentially  there  is  no  difference  between  the  two,  though  there  is  a  distinction :  the 
child  see®  at  once  the  truth  ;  the  scientist  will  never  know  the  ultimate  truth,  however  near  he  may 
at  last  approach  it. 

When  we,  in  search  of  truth,  have  collected  a  number  of  facta  we  try  to  explain  them  by 
devising  a  theory ;  this  passes  as  truth  until  new  facts  present  themselves  contrary  to  the  theory 
obtaining  at  the  time.  We  cannot  ignore  the  factSj  and  stick  to  the  old  truth  and  say,  with  Tom 
Brown,  '  So  much  the  worse  for  the  facts ' ;  there  is  nothing  else  to  do  but  to  discard  our  former 
truth  Mid  look  about  for  a  better  one. 

So  in  chemistry  we  have  had  successively  Berzelius'  electro-chemical  theory,  Liebig  and 
Wshler's  radicals,  Dumas'  substitutionj  Laurent's  nucleus,  Gerhardt's  types,  with  interpo- 
sitions by  the  researches  of  Dalton,  Avogadro,  AVollaston,  Gay-Lussac,  Dulong  and  Petit, 
Cannizaro,  Mitscherlichj  Faraday,  Clausius,  Maxwell,  Boyle,  Williamson^  Odling, 
Wurtz,  Kekul^,  and  many  more. 

To  go  into  details  of  these  theories  is  beside  our  purpose.  There  is,  however,  a  distinction  between 
them  and  the  more  modern  ones  which  have  been  not  only  a  turning-point  in  their  succession,  but 
has  also  opened  immense  tracts  of  new  fields  and  fresh  pastures  for  the  ever-busy  workers  in  the 
organic  chemistry  world* 

Before  this  distinction  can  be  properly  underatood  it  is  necessary  to  explain  what,  in  the  present 
day,  are  the  accepted  meanings  of  the  words  atom  and  moUmle, 

Experiments  and  observations  have  from  time  immemorial  led  our  intelligence  to  the  conviction 
that  nearly  all  things  we  see  around  us  are  compounds  of  other  bodies,  which  bodies  were  termed 
elements  long  before  any  real  element  was  discovered,  or  at  least  recognised  as  such  j  and  the 
endeavours  of  scientists  from  Empedocles'  time  have  been  to  find  out  what  these  elements  are  out 
of  which  the  whole  world  is  fonned.  In  order  to  decompose  these  compounds  a  force  is  necessary  ; 
but  besides  fire  the  only  one  known  in  En3pedocles\  Plato's,  and  Aristotle's  time  was  the 
niechanical  force.  Before  the  era  of  dynamite  and  kindred  productions  of  civilisation  mechanical 
fiffoe  was  of  no  avail  j  a  piece  of  sugar  persistently  remains  the  same  sweet  thing,  however  much  it 
may  be  ground  and  finally  divided.  Therefore  the  old  wise  men  were  left  to  philosophical  specula- 
tions,  and  found  out  that  there  were  four  elements :  two  heavy,  earth  and  water ;  and  two  light  ones, 
fire  and  air;  with  a  fiffch  one  {quinta  esBeniia)  in  reserve,  but  vaguely  described  as  ether,  among  the 
dcfajrmista  designated  as  the  philosopher's  stone. 

urwiaally*^  ab  we  learnt  t<>  know  and  to  use  other  forces,  such  aa  heat,  chemical  force,  electricity, 
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2  ELEMENTS,  MOLECULES,  AND  ATOMS 

&C.J  these  wore  employed,  and  we  succeeded  in  splitting  np  everything  in  ike  oniversei  including 
the  8im  and  other  fixed  stars,  into  altogether  airty-nine  separate  and  distinct  bodies  (exclosive  of  some 
dubious  ones),  each  of  which  it  has  not  been  po^ble  by  any,  at  present  available,  means  to  divide 
further  into  others  with  differing  qualities.  These  are  what  since  Boyle's  time  (1627-1691)  we 
understand  by  elements. 

Now,  if  we  take  one  of  these  elements,  a  piece  of  coal,  for  instance,  we  can,  of  course,  cut  it,  and 
finally  grind  it  in  order  to  divide  it  into  the  smallest  particles  possible.  Practically  there  is  a  limit 
when  any  amount  of  further  grinding  can  make  it  no  finer;  but  even  theoretically  there  is  a  limit 
to  its  divisibility.  Both  physical  and  chemical  phenomena  and  reactions  tend  to  demonstrate  that 
a  piece  of  coal  or  any  other  element  one  cubic  line  in  size  having  been  divided  into  some 
trillion  eqnal  parts,  further  division  is  impossible.  Mentally,  of  course,  we  could  go  on  dividing  as 
long  as  we  like,  but  practically  it  would  be  impossible. 

These  small  particles  are  called  molecules.  Any  one  of  them  is  in  all  respects  as  good  coal  as 
the  larger  piece  from  which  it  is  separated. 

Though  not  divisible  mechani(^ly,  it  is  still  possible  to  divide  each  molecule  of  an  element 
through  other  forces,  some  in  two,  others  in  more,  for  each  element  equally  large  and  weighty 
particles.  These  ultimate  particles  of  an  element  are  called  atoms.  Their  characteristic  quality 
is  that  they  cannot  ordinarily  exist  in  the  free  state  by  themselves ;  as  soon  as  they  are  set  free 
they  combine  with  other  atoms  and  form  molecules* 

It  is  generally  admitted  amongst  scientists  that  the  atoms  are  really  not  the  ultimate  particles, 
only  we  have  not  yet  found  the  means  of  the  further  division,  which  would  then  simultaneously  be 
both  a  quantitative  and  a  qualitative  one.  Many  go  so  far  as  to  advance  the  hypothesis  of  one 
common  primitive  matter,  from  which,  by  different  quantities  and  mutual  arrangements,  the  atoms 
of  the  several  elements  are  formed. 

Just  as  we  have  demonstrated  the  division  of  elemenUi  we  can  mechanically  divide  any  com/pownd 
body  until  we  come  to  the  molecule,  which  is  not  further  divisible  by  that  means.  Calling,  however, 
other  forces  to  our  assistance,  we  can  split  up  the  molecule  into  atoms  of  the  difi'erent  elements  of 
which  the  compound  consists,  and  these  will  assort  themselves,  and  then  combine  to  form  molecules 
of  the  different  elenientary  constituents.  It  must  be  remembered  that  the  molecules  are  so  minute 
that  there  is  never  any  question  of  treating  a  single  molecule;  in  the  smallest  quantity  of  a 
compound,  one  cubic  \m^^  for  instance,  which  practically  can  be  treated  by  chemical  me-ans,  there 
are  some  trillions  of  molecules.  If,  therefore,  wb  take  one  single  drop  of,  say,  carbon  disiUphidey 
which  is  a  fluid,  we  have  to  treat  so  large  a  number  of  molecules  at  the  same  time.  Every  molecule  of 
this  compound  consists  of  one  atom  of  cai*bon  and  two  atoms  of  sulphur.  We  can  separate  them, 
but  as  soon  as  they  are  set  free  atoms  of  carbon  from  one  molecule  combine  with  atoms  of  carbon 
from  other  molecules,  and  form  molecules  of  carbon;  atoms  of  sulphur  in  the  same  way  combine  and 
form  molecules  of  sulphur ;  so  atoms  cannot  exist  alone,  but  must  form  molecules. 

The  first  quality  of  the  atoms  taking  our  attention  is  their  ability  to  unite  mutually.  The 
exact  nature  of  this  faculty  is  not  fully  known,  but  it  may  be  regarded  as  a  force  by  which  the 
atoms  bind  one  another  together.  It  has  been  found  that  an  atom  of  hydrogen  cannot  combine 
with  more  than  one  other  atom  of  any  sort.  We  therefore  look  upon  the  atoms  of  hydrogen  as 
possessing  this  force  of  combination  only  once.  If  we  take  an  at^jm  of  another  element,  and  chaige 
it  with  as  many  atoms  of  hydrogen  as  it  will  accept,  we  naturally  conclude  that  that  atom  has  as 
many  forces  of  the  same  quaJity  as  it  has  accepted  atoms  of  hydrogen. 

An  atom  of  curhon^  for  instance,  is  capable  of  uniting  with  four  atoms  of  hydrogen  and  no  more. 
We  therefore  regard  carbon  as  an  element  whose  atoms  are  possessed  of  four  of  these  forces.  An 
atom  of  oxygen  can  combine  with  two  (but  no  more)  atoms  of  hydrogen;  consequentiy  it  nMist  have 
two  similar  forces. 

In  order  to  illustrate  this  graphically  we  may  represent  a  carbon-atom  as  a  black  disc  upon 
whose  circumference  the  four  forces   ai-e  represented  as  four  equidistant  and  equally  long   lines,  i 
bristling  like  iron-filings  on  the  pole  of  a  magnet,  still  able  to  turn  in  all  directions  as  if  fixed  to  the 
atom  on  pivota ;  an  atom  of  oxygen  as  two  concentric  circles  provided  in  the  same  manner  with  two 
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linea ;  and  an  atom  of  hydrogen  is  repreaeuted  by  a  smaUeir  circle  whose  siugle  force  is  fixed  in  the 
fgrm  of  a  line  from  the  centre^  thus : 


Fio.  1 
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An  atom  of  carbon 


¥m.  3 


An  atom  ol  oijgen 


Fro.  8 


An  atom  of  hydrogen 


These  forces  are  termed  vaiendes,  and  the  elements  and  their  atoms  are  termed  ni>07iad^  dyad^  triad^ 
klrad^  &c.,  elements,  according  to  the  nnmber  of  forces  they  are  posseBsed  of,  and  are  said  to  be 
mono-vcUenij  di-vcdent^  tri'-valent,  &c,,  according  to  the  number  of  valencies  they  hstvefrea  to  join  other 
valencies. 

As  oxygen  having  two  valencies  will  engage  two  of  the  four  valencies  of  a  carbon  atom  the 
other  two  can  receive  one  other  atom  of  oxygen,  or  in  lieo  of  that  two  atoms  of  the  monad 
hydrogen. 

All  these  combinations  would  pictorially  look  thus : 


FiQ.  4 


I  (hie  atom  of  oxygen 
rith  one  of  hydrogen 

mono-Taleni 


Flo.  5 


One  atom  of  oxygen 
with  two  of  hydrogen 

saturated 


Fig.  6 
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FiQ,  a 


Ooe  &iom  of  carbon 
^ith  one  of  hydrogen 

tri-valent 


One  atom  of  ciirbon        Oiie  atom  of  carbon 
with  two  of  hydrogen    with  three  of  hydi  ogen 

cU-yalent  mono-yalent 


Fia.  9 
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Fio.  11 


Fjo.  12 


Ona  alom  of  carbon  with 
loor  of  hydrogen 

sataraled 


One  atom  of  oarbon  with 
one  of  oxygen 

dl-valent 


One  atom  of  oarbon  with 
two  of  oxygen 

Batnrated 


One  atom  of  carbon  with  one 
of  oxygen  and  two  of  hydrugeo 

saturated 


'Tha  free  valencies  have  a  strong  craving  for  being  saturated;  so  gi^afc  is  their  need  that 
eixe  uith  avidity  one  of  their  own  equals  if  they  cannot  get  satisfied  by  anything  better ; 
in  fret,  the  atoms  are  never,  or  with  only  a  very  few  apparent  exceptions  (among  the  metals),  found 
under  ordinary  circumstances  to  exist  singly,  and  compounds  of  the  organic  world  with  any  free 
fileu^  are  unknown. 

A  saturated  atom  or  combination  of  atoms  is^  then,  what  we  before  defined  as  a  molecule,  that 
which  could  not  be  split  up  by  mechanical  means*  In  the  above  figures  Nos.  5,  9,  11,  and  12  are 
moLeculeei  Nos.  5  and  11  composed  of  three,  No.  12  of  four,  and  No.  9  of  five  atoms. 

The  others  are  compounds  with  free  valencies,  and  cannot  exist  in  the  free  state ;  in  their  struggle 
for  existence  they  combine  mutually,  or  they  split  up  and  draw  their  supply  from  other  molecules 
whose  liberated  valencies  they  then  take  possession  of. 

The  atoms  of  the  same  element  are  all  of  equal  size  and  weight,  but  dilfaring  from  atoms  of  other 
elements.  Their  exact  size  and  weight  are  not  fully  known,  but  the  relation  of  weight  l>etween 
stoma  of  different  elements  is  ascertained  with  couBiderable  exactitude.  Thus,  for  instance,  we  know 
that  if  a  certain  number  of  hydrogen-atoms  weighs  say^  one  ounce,  the  same  number  of  oxygen-atoms 
would  weigh  sixteen  ounces  j  of  carbon-atoms,  twelve  ounces,  &c-  These  weight-i-elations  are  termed 
^kmic  vmglUu  All  atomic  weights  are  different  for  dlBerent  elements,  varying  from  hydrogen's  1 
to  onuiittip's  239. 


4  HYDBOCAKBONS 

Molecular  weight  is  the  aggregate  weight  of  all  the  atoms  forming  a  molecule. 

We  are  now  prepared  to  approadi  our  immediate  object,  to  examine  the  stmctoial  boilding-np 
of  all  the  individoalB  whose  life  and  character  make  np  the  Organic  Chemistry. 

In  all  organic  compounds  carbon  and  hydrogen  appear  as  never-fiuling  constitnents.  From  the 
simplest  combination  capable  of  existence,  a  carbcm-atom  with  its  four  valencies  bound  to  four 
atoms  of  hydrogen,  all  the  rest  of  the  organic  world  can  gradually  be  built  up.  This  compound  is 
termed  meOume^ 

Via.  13 

Methane 
and  the  first  series  derived  from  it  are  called  Hydrocarbons. 


Paet  I. 

HYDROCARBONS 


Hydrocarbons 


is  the  name  given  to  thia  series  on  account  of  their  constituents  being  hydrogen  and  carbon  only. 
The  growth  of  the  organic  world  out  of  the  simple  molecule,  methane,  is  effected  by  repeatedly 
removing  one  or  more  atoms  of  hydrogen,  and  placing  some  equivalent  in  lieu  of  them.  The  opera- 
tion is  called  mhstiiidion  or  replacemsnL  The  way  it  is  effected  forms  a  convenient  meaus  for 
classification  J  which  is  necessary  in  order  to  save  the  immense  number  of  organic  individuals  from 
hopeless  confusion. 

We   divide  them,  therefore,  first  into  two  large  sections,  hydroca/rhtms  unth  open   chains  and 
hydrocarbons  with  closed  chains. 


HYDBOCARBONS  WITH  OPEN  CHAINS 

Though  everything  organic  may  be  considered  as  derived  from  methane  these  hydrocarbons  have 
been  specially  termed  methane  derivatives  on  account  of  their  more  immediate  origin  from  that 
molecule.  Another  and  much  older  name  is  the  fait ij  group^  from  the  fact  that  many  of  its  members 
OOCQT  IB  animal  and  vegetable  fats;  but,  probably  becanse  this  name  does  not  sound  sufficiently 
elegant,  it  has  lately  been  transformed  into  the  Greek  version  of  the  word  '  fat,'  and  more  refined 
and  classically  cultivated  scientists  would  now  say  the  cdiphatic  series. 

The  methane  derivatives  may  be  subdivided  again  by  the  position  and  number  of  hydrogen-atoma 
removed.     The  first  of  this  seri^  is 

Saturated  or  fundamental  hydrocarbons 

Paraffins  (wittL  single  bonds),  OtiH2ii+a 

NORMAL   COMPOUNDS 

No  organic  compound  in  which  one  or  more  valenciea  are  left  free  can  exiat  in  the  free  state,  as 
mentioned,  p»  3.  The  simplest  compound  of  carbon  and  hydrogen  must  therefore  be  one  of  the 
farmer  and  four  of  the  latter^  i.e,  msthmw. 

Fro,  14 


One  moleoule  of  methane 


One  atom  of  carbon  is  also  shortly  ivritten  C,  and  one  atom  of  hydrogen  H;  methane  thuB 
expressed  would  therefore  be  CH^ ,  which  means  a  compound  consisting  of  one  atom  of  carbon  and 
four  of  hydrogen. 
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HYDROCARBONS,  OPEN  CHAIN 


Methane  ia  a  gas,  and  was  originally  named  inarsh  gas, 

Wliat  will  now  happen  if  we  try  to  remove  one  of  the  atoms  of  hydrogen  ?  It  is  not  possible 
to  experiment  on  one  single  molecule  of  methane ;  consequently  we  have  not  the  slightest  idea  what 
would  happen  if  we  coulci  We  must,  as  already  mentioned,  operate  at  least  on  millions  or  billions 
of  molecules  (althongh  for  obvious  reasons  they  will  hereafter  be  treated  singly)^  and  w©  can  then 
sncceed  in  removing  one  atom  of  hydrogen  from  each  molecule.  At  the  same  moment  that  that  is 
effected  each  molecule,  having  now  a  free  valency,  will  seize  on  the  free  valency  of  its  neighbour, 
and  they  will  unite^  forming  acompound,  e//t(i?iej  in  which  all  valencies  are  en  gaged  ^  and  consequently 
one  capable  of  existence,  i.e.  a  molecule.  At  the  same  time  the  two  atoms  of  hydrogen  removed, 
being  also  incapable  of  existence  singly ,  will  combine  and  form  one  molecule  of  hydrogen,  illnstrated 
thus:*— 


Fig,  15 


Fio.  1(» 


!Fwo  iQOlecalea  of  methane 


=  one  molecule  oi  ethane,  C3H0,  tind  one  of  hydragen,  1 


If  we  now  take  another  molecule  of  methane  and  a  molecule  of  this  new  compound,  ethane,  and 
remove  exactly  in  the  same  way  one  hydi  ogeu-atom  from  each,  the  same  process  will  take  place  as 
before. 

Fia.  17  Fki.  18 


O 


? 


(>K) 


One  molecule  oi  methane  and  one  of  eihajie 


one  moleenle  of  propane,  OijHg,  and  one  of  hT'drogen,  ] 


We  may  perform  the  operation  on  any  of  the  hydrogen-atoms  of  the  end  link,  e.g. 

Fia.  19 


because  it  makes  no  difference  so  long  as  it  is  ths  same  carbon-atom  on  which  the  different  arrange- 
ments take  place.  It  is  the  succession  of  the  several  carbon-atomg  that  is  essential  to  the  chemical 
ehariLcter  of  the  compound,  and  the  succession  is  not  altered  in  the  above  arrangements ;  it  is  only  a 
hent]  which  the  chain  makes  round  its  intermediate  carbon  atom.  Of  conrse  the  individual  links, 
iis  regards  the  kind  and  number  of  their  appendices,  must  remain  unaltered.  For  our  purpose  at 
present  the  rule  holds  good  everywhere ;  generally  onr  representations  will  be  a  straight  chain, 
but  in  order  the  better  tu  understand  some  processes  it  will  be  advantageous  to  make  exceptions. 
Sometimes,  dependent  upon  the  character  of  the  affixes  to  the  carbon's  valencies,  each  exceptions 
will  prove  to  alter  the  physical  properties  of  a  compound,  but  we  need  not  consider  that  here,  as  it 
will  be  fully  gone  through  when  we  have  to  discuss  atoms  in  space  (p.  453). 
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Propane  (CjHg)  is  a  liqoid  below  —17°,  otherwise  a  gas. 

Again,  when  we  take  a  uiolecule  of  methane  and  one  of  propane  (C3HJ,the  new  compound,  and 
repeat  the  procesa 

Fio.  20  Fio.  21 


9      ? 


,— * — HI— H>-*0 


"^t     6    I         1 

6     ^    ^     A       6 

One  mole€ale  of  methane  find  one  of  propane 


O- 


O-K) 
one  molecnle  of  butan^^  ^^^iw  m*^  on©  of  hjdrogen,  H, 


we  then  have  another  compound,  butane  (C^Hiq),  a  gas  that  condenses  to  a  Uquid  at  -|- 1*^. 

We  will  once  more  take  a  molecule  of  methane  and  a  molecule  of  the  last  compound,  butane, 
and  agaiD  remove  two  atoms  of  hydrogen. 


Fic!.  23 


+ 


o- 


o-<> 


One  moleonle  of  methane  iind  one  of  butane 


^  one  molecule  of  pmttemet  CsHjg,  and  one  of  hydrogen,  Hg 


The  new  compound  called  pentane  (C5H^J)  is  a  liquid  at  ordinary  tempemtorej  boiling  at 
ST-SG"*,  possessing  an  ethereal  soielh     Like  all  the  foregoing  compoands  it  is  found  in  petroleum. 

In  the  same  way  we  can  go  on  adding  a  molecule  of  methane  to  every  new  compound  produced, 
removing  at  the  same  time  a  molecule  of  hydrogen. 

For  obvious  reasons  an  abbreviated  illustration  of  such  heaping  methane  upon  methane  is  a  matter 
of  neceeaity.  In  the  figure  below  the  arrangement  will  be  understood  without  further  explanation, 
except  that  '  x  *  and  *  y '  stand  for  any  figure,  including  *  0/ 


As  most  of  the  fats  have  derivatives  of  the  paraffins  as  constituents,  some  of  them  must  be 
named: 


Norma 

1  hexane 

(x  +  y=   2)  CeH^4 

a  iiuid. 

B.  p. 

68**'^ 

»i 

heplane 

(n-y=   8)  C,  H„ 

11 

II 

98° 

t» 

octane 

(x  +  y^   4)  CeH,, 

i» 

f» 

124^ 

ti 

nouane 

(x  +  y=   5)  C,H^ 

»t 

It 

149°-6 

1* 

decline 

(3t  +  y«   6)  C,,H^, 

»■ 

,, 

na'* 

<t 

nndecane 

(x  +  y=   7)  Ci,H^^ 

ft 

II 

194^**5 

II 

dodeoane 

(x  +  y^   8)  Cj^Hj, 

i» 

11 

214'''5 

If 

tetradecane 

(x^-y-10)  C^.H,^ 

II 

»i 

252^-5 

It 

hedecane 

(x  +  y  =  12)  C,eH^ 

11 

II 

287** 

M.p 

IB^ 

tt 

heptadecane 

(x  +  y-18)  C,,H^ 

ft 

It 

308'* 

If 

22'*'5 

fi 

octadecane 

(x  +  y-14)  Ci,Hsg 

11 

♦♦ 

817^ 

fi 

28'=' 

n 

eioosane 

(x^y-16)  C^H,j 

does  not  boil  without  decomp. 

ti 

m^i 

fi 

docoaane 

(x  +  y^l8)  C„H^ 

1} 

It 

It 

M 

ft 

44*'-4 

1* 

tetracosane 

(x  +  y  =  20}  C^,n^ 

It 

m 

It 

It 

•t 

51^ 

f» 

pentacosane 

(x-.y  =  21)  O^H,, 

not  yet  prepared 

TO 


HTDROCAEBONS,  OPEN  CHAIN 


The  highest  hydrocarbon  actually  known  ia  pentatriacontane  (O^j^H^j),  but  derivatives  from  a 
hydrocarbon  as  high  as  C^^Hi,^  are  met  with  (theobromic  acid^  p.  178)* 

The  nomenclature  of  these  hydnrearbons  from  pentane  is  very  simple  and  easy,  being  formed 
from  the  Greek  ciphers. 

It  mnat  be  striking  to  anyone  looking  at  the  above  fignres  how  much  they  are  like  a  chain  con- 
sisting of  a  number  of  links  of 


Pia.  26 


Fia.  26 


CH.    = 


flanked  at  each  end  by  a  link  of  CHg  = 


The  theory  by  which  organic  chemistry  has  lately  made  sach  gigantic  strides  has  therefore  been 
named  the  law  of  the  linking  of  cUotuSj  and  chain  is  quite  an  accepted  word  to  designate  the 
disposition  of  atoms  in  a  molecule* 


RADICAI.S 

It  will  be  noticed  in  the  above  examples  that  each  compound  may  be  looked  upon  as  a  joining 
of  two  kinds  of  linkB,  one  a  methane  from  which  one  hydrogen-atom  has  been  cut  off  (fig*  26),  and 
the  other  either  a  methane  from  which  two  such  atoms  have  bean  removed  (fig,  25),  or  a  chain  with 
one  hydrogen-atom  removed  (fig.  22).  We  will  find  as  we  go  on  that  all  compounds  may  be  con- 
sidered a  joining  of  two  other  compounds,  from  each  of  which  some  part  has  been  cut  off,  leaving 
one  or  more  free  valencies  through  which  the  rests  of  the  compounds  unite*  Such  rests  are  termed 
Todicah  (or  synonymously  radkle^,  groups^  residues^  rests).  There  are  a  great  number  of  such 
remains  of  a  molecule  which  we  again  and  again  meet  with  in  different  compounds,  and  which  may  be 
split  off  and,  as  it  were,  transplanted  from  one  compound  to  another.  On  account  of  their  frequent 
occurrence  it  has  been  found  convenient  to  provide  them  with  special  names,  as  a  rule  systematically 
formed,  though  lack  of  agreement  among  chemists  has  unfortunately  sometimes  supplied  more 
than  one  name  to  the  same  radical,  or  the  same  name  to  different  radicals. 

Radicals  of  paraffins  may  be  looked  upon  as  formed  by  splitting  off  one  or  more  hydrogen- 
atoms  trom  the  hydrocarbons,  and  the  nomenclature  has  been  formed  from  the  respective  paraffin 
by  changing  the  end  syllable  ^  ane '  into  ^  yl '  when  one  hydrogen-atom  has  been  removed,  into 
*  yUd&ns  '  when  two,  and  into  '  rni'^fl '  when  three  such  atoms  have  been  split  off. 

The  following  table  presents  those  most  frequently  used : 

Badicah  formed  by  the  removal  of  one  hytlrogefiHiiom^  tewvi-ng  mie  free  vahncy 

{m(mo-valeni  ra4Ucah) 


Fm.  27 


Fm.  26 


Fio.  29 


Fio.  30 


Fio,  31 


i       A    I 


MeibjlpCH,   Ethyl,  OaH,- 


O*- 


Q  Q        Q        Q 

t+rt 


Propyl.  OaHy 


Butyl,  O^Hb 


Pentyl  or  amyl,  CgHn 


Here  the  hydrogen-atom  has  been  removed  from  the  end-link :  it  is  indifferent  which  of 
the  three  hydrogen-atoms  connected  with  this  last  link  of  the  chain  be  removed,  as  the  valeueies 
are  of  equal  value. 

If  the  hydrogen  is  removed,  not  from  one  of  th«  end-links^  but  from  a  link  inside  the  chain,  the 


PARAFFINS.     RADICALS 


11 


radical  is  prefixed  *  iso/     Methane  and  ethane  having  no  inside  link,  propane  is  the  first  to  form  an 
iflo-radical : 

Pio,  33  Fio.  33 


Ifio -propyl,  C-^Ht 


lBO-bTttyl»  C^Hp 


Ab  mentioned,  p,  8,  the  valencies  being  of  equal  value,  it  does  not  affect  the  chemical  properties 
of  a  compound  if  the  grouping  round  a  carbon-atom  is  differently  arranged,  or,  in  other  words,  if 
the  snccsession  of  the  respective  carbon-atoms  remains  the  same ;  it  is  indifferent  whether  the  chain 
represents  a  straight  horizontal  3ine  or  makes  a  bend  at  some  particnlar  point.  ThnSj  instead  of 
representing  iso-propjl  as  above  it  may  also  be  represented  like  this : 


iBO-propyl,  C^Ht 

Thongh  the  chemical  properties  are  unaffected  by  such  different  grouping  the  physical  properties 
may^  as  we  have  already  mentioned,  aometimes  be  affected ;  but,  as  a  rule,  we  may  say  that  it  makes 
no  difference. 

(For  farther  explanation  and  limitation  of  this  rule  see  the  stereometrical  chemistry,  p.  460.) 

Sadicah  formed  hy  the  removal  of  two  hydrogen-atoms ^  leaving  two  free  milencies  (di^valent  radic(ih)  : 
Fw.  85  Fro.  30  Fro,  37 


I-+ 


i 


Methylidene  or  methylene,  CH, 


Ethylidene^  CaH^ 


Propylidene^  CjHc 


Also  here,  any  two  hydrogen-atoms  may  be  removed  from  the  end-link  without  altering  the 
ebeEmical  character  of  the  radical.  If  two  hydrogen-atoms  are  removed  from  different  but 
nrighhoiiriTig  carbon -atoms,  unsaturated  hydrocarbons  (p.  19)  are  formed,  but  if  the  carbon - 
atoms  are  different  and  not  neighbouring^  cyclo-com pounds  {p*  24)  are  formed* 

Radicals  fiyrmed  by  the  removal  of  three  hydrogenr^toms^  leavin^g  three  free  vcUsndee  (ki-valeTU  radicah) : 
The  only  two  to  be  mentioned  here  are 

Fia.  as  Fio.  39 


•4- 


H 


I 


Methenjl,  CH  Ethenyl,  O^Ha 

The  others  are  radiods  of  unsaturated  hydrocarbons,  and  will  be  found  on  p.  33. 
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HYDROCARBONS,  OPEN  CHAIN 


It  muBt  ba  born©  in  mind  that  the  use  of  radicals  is  solely  a  matter  of  convenience,  and  has 
nothing  to  do  with  the  question  of  their  actual  existence,  or  non-existence ,  as  isolated  independent 
bodies. 

HOMOLOGOUS  SERIES 

If  we  pat  those  hydrocarbons  we  have  just  described,  in  a  row,  beginning  with  methane  and 
ending  with  pentatriacontane  (Cg^H^jj)*  abbreviated  in  the  manner  shown  below  for  the  sake  of 
space 

Fio.  40  Fio.  41  Fio.  43  Fm.  43  Fto,  44 


O— 


-G  f>- 


Methane,  CH^ 


6 


Propane,  CaH, 


D— 


-^ 


Batane,  C^Hj^* 


Pentane,  C5H1, 


O— 


Hexane,  C«Hi4 


6/0 
Heptane,  C-jHi^ 


Fta,  47 
6 


Octane,  CgH,a 


— O  ^C. 


Nonaoe,  CqHj, 


Fio.  49 


we  see  there  is  a  difference  of  one  methylene 


=CHj  between  every  member  of  the  seric 


and  its  next  neighbour.  We  shall  hereafter  become  acquainted  with  more  such  series  where  the 
difference  is  CH.^  between  the  nearest  members :  they  are  termed  honwhgous  serissy  a  characteristic 
of  which  is  that  all  the  members  resemble  e^ch  other  closely  in  their  chemical  behaviour;  their 
physical  properties,  however,  undergo  a  gradual  change  proportionate  to  the  increase  in  the  number 
of  carbon-atoms.  Although  often  the  extremities  of  a  series  may  be  widely  different,  two  neighbours 
will  be  nearly  identical. 

ThoB  in  the  paraffin  series  the  first  four  nnmbera  are  gases,  methane  having  only  recently  been 
condensed  to  a  fluid,  whilst  the  fourth  member,  butane,  is  condensed  by  +1°.  The  next  membei*s 
up  to  pentadecane  (Cj^H^^)  are  fluids  at  ordinary  temperature  with  steadily  rising  melting  and 
boiling  points.  The  rest  of  the  paraffins  are  solid,  and  Ixnl  without  decomposition,  only  under 
diminished  pressure,  whilst  the  melting  and  boiling  points  still  rise. 

Shortly^  homologous  compounds  may  be  described  as  chains  formed  in  the  same  fashion,  but 
from  different  numbers  of  methyl. 

ISOMEES 

It  will  also  have  been  noticed  that  all  the  compounds  considered  in  the  paraffin  series  were 
produced  by  substituting  methyl  for  one  of  the  atoms  of  hydrogen  bound  to  the  end-link  of  the 
chain.  Now,  it  is  indifferent  (as  already  explained  when  discussing  the  radicals^  p.  10)  which  of 
the  hydrogen-atoms  is  replaced  so  long  as  it  belongs  to  the  same  link;  and  for  the  sake  of  uniformity 
and  better  comparison  we  have  preferred  that  the  substitution  take  place  on  one  of  the  extreme 
hydrogen-atoms  of  the  chain.  But  the  hydrogens  of  the  end-links  are  not  the  only  ones  that  may 
be  replaced;  a  hydrogen-atom  fixed  to  any  of  the  intermediate  links  may  just  as  well  be  displaced 
by  methyl  in  a  similar  way.     The  products  ensuing  will  have  much  the  same  chemical  properties  as 
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the  regular  (normal)  compoundj  but  some  of  the  physical  characteristics,  such  as  boiling  and 
melting  points,  will  show  a  difference,     Rach  compounds  are  termed  isomers* 

We  have  described  homologous  compounds  as  chains  foroied  in  the  same  fashion  but  from 
different  unmbers  of  fiiniilar  links ;  so  we  can  say  isomers  are  chains  formed  Prom  the  same  number 
of  similar  links  but  in  different  fashion  J 

It  is  evident  that  no  isomers  can  be  formed  of  any  of  the  three  first  paraffins  ;  the  links  cannot 
be  placed  in  any  other  position  that  would  make  a  difference  in  their  mutaal  relations  when  we 
bear  in  mind  the  above  rule  about  replacementa  on  the  same  carbon-atom. 

With  Imtane  the  possibility  of  isomers  commences.  It  will  be  remembered  that  the  formation 
of  butane  (fig.  20,  p.  9)  is  illustrated  thus : 

Fw.  60  Fig.  51 


-*o 


One  moleoule  of  methane  and  one  of  propane 


s  one  molecnle  of  butane,  C4H];o,  and  one  of  hydrogen,  Hg 


Methyl  has  replaced  the  extreme  hydrogen-atom  of  propane ;  but  if  instead  of  thia  atom  we 
remove  one  from  the  intermediate  link,  and  place  our  methyl  there, 


Fm.  52 


iJien  we  shall  have  a  Btrncture  of  this  form  : 


i  J-^^  Mrrnn.       +  Q*© 


iBobntanei  iBopTopyl-methwae,  or  trimetliyl-methane,  04Hi< 


The  new  compound  is  a  gas,  colourless,  condensable  at  a  lower  temperature  by  some  degrees 
than  bntane,  which,  however,  it  otherwise  closely  resembles.     When  we  look  upon  it  from  the 

*  The  term  *  isomerism '  has  been  given  widely  dlterent  encompagsnieDts.  Even  if  compoande  ha?e  aa  little  In  common 
u  bare  gl^cide  alcohol  (fig,  491 »  p.  116),  hydroxy-propionic  aldehyde  (homologous  to  glyoollio  aldehyde,  fig.  656,  p.  185), 
pfoponic  acid  (fig.  6^^,  p.  17G),  ethyl  formate  (fig.  862,  p.  231),  and  methyl-acetate  (%  863,  p,  231),  they  are  quite 
oommonly  spoken  of  as  isomers,  for  the  only  reason  that  they  bappeo  to  have  the  same  empirical  formula,  0|H,6^  As  long 
••  we  did  not  understand  upon  what  their  diSerences  were  contingent,  lb  might  have  been  of  specalative  interest  to  com- 
priae  them  in  the  term  isomers,  but  with  our  present  knowledge  the  interest  is  gone  like  that  of  a  trick  when  we  under* 
SUuul  *how  it  is  done/ 

Otlieis  have  gone  to  the  other  extreme,  and  dlatingnished  between  Uamen^  metameri,  and  it<mata1lurs^  divisions  and 
iubdhriaioiis*  with  benefit  to  scarcely  anybody  but  the  printer. 


14 
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central  atom  of  carbon  it  appears  like  methane  that  has  a  methyl  upon  three  of  its  four  sidee ;  hence 
the  name  of  trirmsihylr-Tneiliaiie, 

We  take  the  next  member  of  the  paraffin  aeriee,  penf-ane,  and  see  what  can  be  done  after  the 
same  fashion  with  that. 

The  formation  of  pentane  was  thia  (fig,  22,  p.  9). 

Fig.  54  Fio.  65 

<?        0        o 
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Methane,  CH*  Butane,  C^Hjo 

If  we  put  methyl  on  one  of  the  interniediate  links  we  have 
Fio.  66 
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Pentane,  O^Hj^^ 
Fio.  67 
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or,  if  the  methyl  link  to  the 

left  exchanges  places  with  the 

hydrogen-atom  on  the  same 

"^  carbon- atom,  which  it  can  do^ 

according  to  the  rale,  p.  8  : 

( 
Di-methyl-otbyl-methane,  peendo-pentaDei  Q^^x%  \  b,p.  KJ" 

We  can  look  upon  pseu do- pentane  as  methane  which  has  had  two  of  its  atoms  of  hydrogen 
iubBtituted  by  methyls,  and  the  third  by  ethyl ;  hence  the  name. 

There  ie  still  a  way,  different  from  this,  to  arrange  the  Unke  of  carbon-groups.  That  part  of 
the  chain  looking  like  ethyl  is  composed  of 


FiQ«  68 


FiQ.  59 


Methylene 


Methyl 


The  latter  will  be  recognised  as  a  methyl-group,  and  can  exchange  places  with  the  only  atom 
of  hydrogen  left  in  the  methane-group  (fig.  56),  When  that  is  effected  we  have  again  a  new 
compound ; 

Fig.  m 


Tetra-methyl-methane :  a  fluids  b.p.  9 ^'6 ;  above  Ihat  temperature  a  gai 

It  is  BO  named  because,  viewed  &om  the  central  atom  of  carbon,  it  may  be  considered  a  methane 
in  which  all  four  atoms  of  hydrogen  are  substituted  by  methyL 


^ 


There  are  only  these  three  diiierent  ways  of  arranging  the  four  carbon-atoms  with  their  atoms  of 
hydrogen,  when  we  remember  that  it  is  qnite  iomiaterial  which  of  the  atoms  of  hydrogen  ia 
removed  and  replaced  by  a  methyl-groupj  as  long  as  they  belong  to  the  same  atom  of  carbon* 

We  will  now  give  yet  another  example,  and  take  for  that  purpose  the  next  member  of 
the  paraffin  series^  kessane. 

All  hydrocarbons  may  be  comsidered  a^  composed  of  different  numbers  of  methane  from  which 
have  been  removed  atoms  of  hydrogen  in  pairs.  Ethane  is  two  molecules  of  methane  less  two 
atoms  of  hydrogen,  or,  what  is  the  same  thing,  two  methyl-groupa.  Propane  is  three  molecules  of 
methane  less  four  atoms  of  hydrogen.  Butane  is  propane  and  one  methane  less  a  pair  of  hydrogen- 
atoms  ;  pentane  is  propane  and  two  molecult- s  of  methane  less  two  pairs  of  hydrogen-atoms ;  and 
finally  hexane  is  propane  with  thi^ee  moleculeti  of  methane  less  three  molecules  of  hydrogen. 


Fia.  01 
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^^H^  As  we  have  mentioned  above  there  ia  only  one  way  of  arranging  the  carbon-atoms  in  propane ; 

^■Rmseqnontly  the  three  carbon-gronps  must  remain  in  the  same  position  in  all  the  variations  we 
make  with  hexane.  Three  methane  groups  then  remain  which  we  can  join  to  propane  in  any  one 
of  the  four  ways  follomng,  all  differing  from  the  above  and  from  each  other* 

Of  the  three  methane-groupa  we  can  place  two  at  one  end-link  and  the  third  at  the  other : 


Propane  and  three  moleciiles  of  methane  less 
three  pairs  of  hydrogen  atoms 


0**€     &^      o*o 
one  molecule  ef  hexane 
'f  three  moleciilaB  of  hydrogen 
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Or  two  molecules  of  methane  may  be  placed  on  one  of  the  end-links,  and  the  third  on  the 
centre-link. 
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Tetra-methyUethane,  di-isopropyl, 
CoH,^;  b.p.68° 


Finally  the  three  molecules  of  methane  can  substitute  all  three  hydrogen-atoms  on  one  of  the 
end-links. 

Pro.  69  Fio.  70 
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Tri-methyl-ethyl-methane, 
CeHi4;  b.p.43-48*' 

We  have  now  five  (including  the  original)  different  arrangements,  and  no  more  are  possible. 
Any  further  attempt  must  produce  one  of  the  five  results  already  shown  ;  for  instance,  we  have  not 
yet  placed  two  methyls  on  the  central  and  the  third  on  the  end-link.     We  will  try  that  also. 
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It  will  be  seen  at  a  glance  that  this  arrangement  is  identical  with  that  of  tri-methyl-ethyl-methane, 
under  No.  4,  just  above. 


PARAFFINS.    ISOMERS 
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It  remaina  only  to  make  ourselves  acquainted  with  some  isomers  from  the  rest  of  the  paraffins, 
which  we  shall  meet  again  more  or  less  disguised. 

From  octane : 

Fio.  78 
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From  decavs : 


Di-mtthyl-pentyl-methane,  OsHig,  hypothetical 
Deriyatiye :  m-Xylene-hexa-hydride 
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Di-meihyl  Iso-heptyl-methane, 
di-iao-amyl,  OxoHj,;  b.p.  168® 


Methyl-eihyl-iBO-hezyl-methane,  O10H93 
DerivativeB :  Cymene  (fig.  142,  p.  29);  Oeraniol  (fig.  866,  p.  74) 
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Methyl-iso-propyl-psendo-pentyl-methfme,  G,  oHaa 
Deriyatiyes :  Limonene  (fig.  144,  p.  29) ;  Bhodinol  (fig.  868,  p.  74) 

In  order  to  show  the  gradual  formation  of  the  paraffins,  we  have  built  up  the  whole  series  by 
contmnally  adding  methane  to  every  new  compound  formed,  but  of  course  we  can  make  a  short  cut 
by  joining  two  of  the  higher  hydrocarbons.  For  instance,  we  have  formed  pentane  by  first  joining 
two  methanes,  then  addmg  successively  three  other  methanes,  always  deducting  two  hydrogens,  one 
from  the  compound  lastly  formed  and  one  from  the  new  methane ;  we  can,  however,  also  take  an 
ethane  and  join  it  with  a  propane,  and  we  obtain  the  same  compound : 
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Ethane 


Propane 


Pentane 


All  the  higher  homologues  as  well  as  the  isomers  may  be  formed  in  this  way  from  corresponding 
lower  homologaes  of  this  series. 
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We  have  now  had  two  forms  of  butane,  three  of  pentane,  and  five  of  hexane.  The  several 
members  of  each  class  can  scarcely  be  disfciiiguished  one  from  another  in  tbeb*  chemical  properties, 
the  difference  being  often  mainly  in  the  boiling  point  and  in  their  derivatives. 

8uch  componiida  of  the  same  elements,  in  the  exact  proportion,  and  in  similar  quantitie^s,  with 
the  like  nutnber  of  the  same  groups,  but  differing  oidy  in  the  arrangement  of  such  groups,  are 
termed  isojners. 

Ak  already  Btatedj  methane,  ethane,  and  propane  can  be  arranged  in  but  one  way;  in  the 
hydrocarbons  however^  that  now  follow,  the  more  numerous  the  carbon-atoms  are,  the  more  so  ai'e 
the  isomers. 

Butane  has  two  isomers,  pentane  three,  hexane  five,  heptane  nine,  octane  eighteen,  nonane 
thirty-tive,  decane  seventy-five,  and  now  it  goes  at  an  awful  pace:  159,  357,  799,  &c.,  according  to 
the  law  of  permutation  ;  and  when  we  com©  to  the  highest  known  hydrocarbon,  pentatriacontane, 
Cj^H^j,  they  might  be  counted  by  millions  and  billions. 

This  ivS  theory ;  the  fact  is  that  save  on  paper  the  existence  of  not  even  fifty  of  all  these  inillions 
is  really  established.  The  two  butanes,  three  pentanes,  and  five  hexanes  are  all  prepai^d;  but  of 
the  nine  heptanes  only  five  are  known,  of  the  eighteen  octanes  two,  and  a  little  higher  up 
only  one  of  each  sort  is  known,  and  not  always  even  that— in  fact,  the  more  numerous  the 
isomers  are  expected  to  be,  the  fewer  of  them  we  find  existing.  This  is  remarkable :  pro  primo,  it 
is  lucky  for  those  whose  study  is  chemistry  ;  pro  secti/idOj  it  shows  there  must  be  a  law  of  limitation 
somewhere  of  which  we  know  nothing.  But  even  fifty  are  a  good  number,  and  would  form  a  quaint 
medley  if  not  put  into  system. 

When  we  look  upon  the  illustrations  of  these  hydrocarbons  it  must  be  obvious  to  the  most  casual 
obBer\'er  that  one  of  the  classes  looks  like  a  single  straight  chain :  these  are  the  hydrocarbons  first 
treated  of,  in  which  substitution  always  took  place  in  the  end-links.  They  are  termed  Twrmnl 
para(fi7is. 

The  other  classes  of  hydrocarbons  may  be  compared  to  a  chaiu  to  which  aide-links  are  attuched, 
and  when  substitutions  take  place  in  these  side-links  we  forge  as  it  wei-e  smaller  branching  chains 
on  t/O  the  main  one. 

According;  to  the  mutual  position  of  the  carbon-atoms  these  hydrocarbons  may  be  subdivided 
into  three  classes : 

1.  Iso-parajins^  in  which  not  more  than  one  of  the  carbon-atoms  has  three  others  attached 
(see  1  and  2,  p.  15). 

2.  MesO'parafJiH.^^  in  which  two  or  more  carbon-atoms  are  bound  to  three  others  (see  3,  p*  16). 

3.  Neo-parqlfins,  in  which  one  of  the  carbon-atoms  is  in  direct  connection  with  four  others 
(see  4,  p.  16). 

From  the  paraffins,  the  class  of  compoujjds  so  far  described,  we  can  form  different  aeries  of  1 
hydrocarkions  by  further  abstraction  of  hydrogen-atoms  in  pairs. 

According  to  the  relative  position  of  the  carbon-atoms  from  which  the  hydrogen-atoms  are 
removed  these  hydrocarbons  may  be  divided  into  two  large  classes : 

1.  Unsaturated  kydrocarhon^,  in  which  hydrogen-atoms  are  removed  from  neighbouriBg  carbon - 
atoms. 

2,  Cych-kydromrboii^^  in  which  hydrogen-atoms  are  removed  from  separate  carbon-atoms. 
Each  of  these  two  classes  may  be  subdivided  into  several  series,  according  to  the  number  of 

hydrogen-atoms  abstracted  and  the  place  which  the  carbon-atoms  take  up  in  the  chain. 


A  short  survey  of  their  formation  will 
purpose  of  this  treatise 


first  be  giveOj  followed  by  a  specification  to  suit  the 


FORMATION  OF  UNSATURATED  HYDROOARBONS 


If 


FOEMATION 

XJnsatnrated  hydrocarbons 

If  we  remove  two  liydrogen-atomB  from  two  neighbonriiig  carbon^atoma  in  any  of  the  parafiin- 
compounds  each  of  the  latter  will,  of  course,  have  a.  valency  free ;  but,  as  mentioned  before,  free 
valencies  cannot  exist  in  any  organic  molecule,  and  the  two  thus  liberated  will  have  to  joint 
We  can  t^ike  as  an  example  peutaue  : 
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The  two  carhon-atonis  are  then  said  to  be  tied  together  by  a  double  bo7hd ;  but  by  this  it  must 
not  be  understood  that  the  bond  between  them  has  become  stronger  than  before ;  on  the  contrary,  a 
double  bond  is  always  open  to  auy  ofterj  and  willingly  separates  to  receive  and  embrace  disengaged 
hydrogen-  or  other  monad-atoms,  or  even  mono-valent  groups,  or  radicals  if  their  offer  be  more 
acceptable ;  nay,  even  more  than  that^  the  second  bond  seems  to  weaken  the  tirst  so  much  that 
when  a  chain  with  such  a  double  bond  breaks  the  rupture  will  frequently  take  place  just  at  the 
point  where  two  carbon-at^ims  are  so  united. 

The  pictorial  representation  we  have  chosen  for  this  state  of  linking  is  not  meant  to  give 
a  sketch  of  the  process  as  it  actually  takes  place.  The  doings  of  molecules  and  atoms  can  scarcely 
be  understood  from  geometrical  drawings  if  proper  regard  be  had  to  their  position  in  space.  The 
perspective  drawing  of  the  simpler  molecules  is  certainly  within  reach,  and  some  will  be  sub- 
§eqaently  given,  but  they  need  be  very  slightly  complicated  before  it  will  be  impossible  to  make 
out  anything  intelligible.  If  we  can  convey  an  ide^i  of  their  several  qualities  and  properties  by 
geometrical  drawings,  we  shall  have  achieved  as  much  as  one  may  reasonably  expect. 

Now,  as  to  our  representation  of  the  double  bond,  it  is  intended  to  convey  the  idea  of  the 
altered  character  of  the  second  bond ;  the  ends  of  tlie  two  valencies  being  unable  to  touch  each 
other,  the  binding  cannot  be  as  strong  as  that  of  the  siogle  bond.  Further,  the  bristling  of 
the  valencies  (mentioned  p.  2)  on  the  same  carbon-atom  should  denote  a  certain  antagonism 
between  them,  leaving  them  in  their  fullest  vigour  when  at  the  greatest  possible  distance  apart,  but 
impairing  the  force  by  which  they  attract  the  valencies  of  other  atoms  when  compelled  to  approach 
each  other  without  full  crmtact  being  effected. 

We  now  return  to  the  furtlier  exposition  of  our  hydrocarbons. 

When  we  remove  only  two  hydrogen-atoms  from  a  paraflSn-compound  we  get  a  series  of 
hydrocarbons  with  one  double  bond,  but  otherwise  exactly  corresponding  in  structure  to  the 
pajvffin  series.     This  series  is  termed — 
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If  we  remove  from  the  same  compoand  two  atoms  of  hydrogen  from  the  other  end  of  the  chain 
we  obtain  the  isomeric  compound  buHne : 

Fio.  87  Pio.  88 
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Batylene,  C4H8  Batine  (yinyl-ethylene),  C4He ;  b.p.  20® 

Tri-ethylenes,  OnHan.^ 

Again,  two  hydrogen-atoms  may  be  abstracted  from  the  di-ethylenes,  in  the  same  way  as  before. 
A  normal  hydrocarbon  of  this  series  would  look  like  this, 
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Methyl-tri-eibylene,  CsH^ 
but  is  not  known  yet. 

When  the  hydrogen-atoms  are  not  all  abstracted  from  the  same  end  of  the  chain  isomers  are 
produced. 

Such  an  isomer  iapirylene,  in  which  the  abstraction  is  performed  at  the  other  end: 

Fio.  90 
Pirylene,  CgH. ;  b.p.  60® 

Tetra- ethylenes,  OoHjn-e 

Lastly,  two  hydrocarbons  may  be  removed  from  the  tri-ethylenes  as  before. 

Compounds  with  four  double  bonds  were,  however,  entirely  unknown  until  Heyerdahl  discovered 
the  therapic  acid  (fig.  770,  p.  198),  which  is  no  doubt  the  most  important  constituent  of  cod-liver 
oO,  both  quantitatively  and  therapeutically. 

A  normal  hydrocarbon  of  the  tetra-ethylene  series  formed  from  methyl-tri-ethylene  would  have 
this  structure : 

Fio.  91 

Tetra-ethylene,  C5H4 ;  hypothetical 

Theoretically  we  might  go  on  creating  double  bonds  as  long  as  we  please,  there  being  no  limit 
but  the  length  of  the  paper ;  practically,  however,  no  more  than  four  double  bonds  seem  to  exist. 
The  chain  appears  unable  to  endure  beyond  a  certain  length,  after  which  it  breaks,  as  it  were,  by  its 
own  weight ;  the  single  binding  being,  however,  more  tenacious,  a  greater  length  of  chain  seems  * 
be  allowed  to  the  paraffins. 
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Acetylenes,  OnHjn-2 

Instead  of  removing  the  hydrogen-atoms  from  different  pairs  of  neighbouring  carbon-atoms  in 
the  compounds  with  double  bonds,  we  may  abstract  them  from  the  same  two  atoms  that  are  already 
united  by  a  double  bond.     We  then  obtain  compounds  with  triple  bonds,  e.g. 
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Amylene,  C5H10 ;  b.p.  40** 


Propyl-acetylene,  C^R^ ;  b.p.  48® 


Tliis  is  a  normal  acetylene  for  the  same  reasons  that  obtained  with  ethylene  and  poly-ethylene 
compounds  (vide  p.  20),  whereas  the  following  are  isomers  of  the  same  compound : 
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Valerylene,  uiethTl-ethvl-aoetylene,  CsHg ;  b.p.  44*; 
from  methyl-ethyl-ethylene  (fig.  82,  p.  20) 


Iso-valerylene  (iso-prene),  CjHg ;  b.p.  28® ; 
from  iso-propyl-ethylene  (fig.  84,  p.  20) 


Di-acetylenes,  OnHjn-e 

bVi>m  one  of  the  homologues  of  acetylene,  containing  at  least  four  carbon-atoms,  we  can  abstract 
our  \isual  twi^  atoms  of  hydrogen.  We  will  illustrate  it  by  taking  propyl-acetylene  (fig.  93,  above) 
«»  nx\  cxamplo. 
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ri*opyl-aoolylene,  CgHg 
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Valylene,  CjHe ;  b.p.  50** 


ThiH  now  coni{)ound,  valylene,  has  a  double  and  a  triple  bond,  and  forms  an  intermediate  com- 
|H>\n\d  hotwoon  aootylone  and  di-acetylene ;  removing  two  hydrogen-atoms  from  the  doubly  united 
onrlnm-at'Oms,  di-acotylene  is  obtained. 
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Valylene,  O.He 


Methyl-di-acetylene,  0sH4 ;  hypothetical 
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Tri-  and  tetra-acetylenes,  OnHan^io  and  OnHgn-u 

In  the  same  way  in  which  we  have  formed  di-acetylenes  from  acetylenes,  tri-acetylenes  may  be 
formed  from  di-acetylenes  and  tetra-acetylenes  from  tri-acetylenes.  The  process  need  not  be  repro- 
duced ;  only  a  representation  of  these  compounds  will  be  necessary. 
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Tri-acetylene,  CeH, ;  hypothetical 


Tetra-aoetylene,  O^H^  ;  hypothetical ;  for  derivatives 
see  Table  IV.  p.  174 


Common  to  all  hydrocarbons  with  double  or  triple  bonds  is,  as  mentioned  p.  19,  their  ability  to 
take  up  hydrogen  or  other  monad  atoms  or  mono-valent  radicals  until  all  the  valencies  are  thus 
engaged.  By  this  process  the  doubly  or  trebly  linked  compounds  are  at  last  turned  into  the 
corresponding  paraffin-compounds  when  unable  to  take  up  any  more  atoms  or  radicals  by  simple 
addition.     If  we  wish  to  add  to  the  paraffins  it  can  only  be  done  by  substitvtion,  i.e.  by  exchange. 

If  we  have,  for  instance,  methyl-di-acetylene,  it  will  first  take  up  two  hydrogen-atoms  and 
become  vaiylene. 

Fio.  102 


6 


6 


Fio.  103 


Methyl-di-aoetylene  (fig.  99,  p.  22) 
Adding  another  two  hydrogen-atoms  we  have  propylrocetylene, 
Fio.  104 


Vaiylene  (fig.  97,  p.  22) 


Fio.  105 


L14 


t        t 

9      9 

Vaiylene 
Another  two  hydrogen-atoms  produce  amylene. 
Fio.  106 


Propyl-aoetylene  (fig.  93,  p.  22) 


Fio.  107 
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Propyl-aoetylene 
And  lastly,  the  process  repeated,  we  ohtsia  peifUane, 
Fio.  108 
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Amylene  (fig.  80,  p.  19) 


Fio.  109 


Amylene 


^►— ♦ it U !► 

66060 


Pentane  (fig.  55,  p.  14) 
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Ab  will  be  Been  this  is  the  reverse  process  to  forming  the  double  and  triple  bonds.  No  more 
hydrogen-at<jtiia  can  he  added  to  pentane  or  any  other  paraffin ;  therefore  they  are  termed  saturated 
lujtlrocurhons  (more  fully  referred  to  on  p.  7  ei  fie^.),  and  consequently  all  the  others  unsaiii/raied 
hydroctM'bofis, 


OYOLO  -H  YDBOOARBONS 

or  Hydrocarbons  with  closed  chains 

We  have,  it  will  be  remembered,  formed  all  the  preceding  nnsaturated  hydrocarbons  from  the 
paraffins  by  abstracting  hydrogen-atoms  in  pairs  from  two  neighbouring  carbon-atoms. 

If  the  carbon-at^:tms  from  which  we  remove  the  hydrogen- atoms  are  not  neigh  boars,  the 
valencies  set  free  must  still  join,  as  the  compound  cannot  exist  with  free  valencies  ;  and  they  can 
only  join  in  one  way,  that  is,  by  the  bending  of  the  chain  until  the  valencies  meet,  forming  as  it 
were  a  ring ;  hence  the  designation  eycZo  or  clmed  chahis^  in  contradistinction  to  the  preceding  hydro- 
carbons  whose  chains  are  termed  si7*aigJd  or  apeii  cjtam^. 

Cyclo-hydrocarbons  may  be  formed,  not  only  from  chains  with  single  bonds  (the  paraffins),  but 
also  from  chains  with  double  bonds.  Chains  with  triple  bonds  cannot  form  rings  by  the  abstraction 
of  hydrogen-atoms  J  but  they  can  do  so  by  a  process  termed  polymerisationj  changing  their  triple 
bonds  into  donble  ones.     Accordingly  the  cyclo-hydrocarbons  are  divided  into — 

1.  Compounds  with  single  bonds  only,  and 

2.  Compounds  containing  double  bonds.  Each  of  these  two  classes  is  subdivided  according 
to  the  number  of  links  separating  the  two  carbon-atoms  deprived  of  their  hydrogen-atoms. 


Cyclo-liydrocarbons  with  single  bonds,  C.Hso 

According  to  the  number  of  intermediate  carbon -atoms  these  hydrocarbons  may  be  divided  into 
five  classes  with  one,  two,  three,  four,  or  five  intermediate  links,  all  of  them  formed  from  the  paraflSn 
serieB.     The  first,  termed 


is  formed  from  propane 


Tri -methylene 

Fio.  110 


Propane 

by  abstracting  a  hydrogen-atom  from  each  of  the  two  carbon-atoms  at  the  extremities,  separated  1 
the  intermediate  one. 

Fio.  Ill  Flo.  112 


Id  d 

In  the  act  of  bending 


o-O, 


The  closed  ehai^|;;'^.mGthylene,  C^H^ ;  ft  gas 
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We  may  also  abstract  hydrogen-atoms  in  a  similar  position  from  longer  chains,  e.g,  from  butane. 


o- 


Pio.  113 


9       9       Q 


Fio.  114 


which  may  also  be  written      ^ 
^     (comp.  p.  9) 


o 
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-H^ i\ th- 

V  6       6       6    ; 


O         O         () 

When  we  abstract  the  two  hydrogen-atoms,  as  in  fig.  110,  we  obtain  this  compoond. 

Fio.  116 


Methyl-tri-methylene,  C^Hg ;  hypothetioaL    Deriyatiye :  tri-methylene-oarboxylio  aoid 


The  methyl  is  termed  a  sae-^hain. 

Nature  forms  the  side-chains  probably  in  this  way ;  chemists  in  their  laboratories  form  them 
mostly  by  substituting  such  radicals  for  one  of  the  hydrogen-atoms  in  the  closed  chain. 


Fio.  116 

4- 

Methane     +     Trimethylene 


Fio.  117 


Methyl-tri-methylene,  C^Hg 


In  order  to  distinguish  between  the  different  carbon-atoms  in  case  of  more  than  one  side-chain 
being  afiixed,  they  are  numbered  as  indicated  above. 


Tetra-methylene 

is  the  next  compound  where  the  two  carbon-atoms  from  which  hydrogen-atoms  are  to  be  removed 
are  separated  by  two  other  carbon-atoms.  It  is  formed  from  butane  in  the  same  way  as  tri- 
methylene  firom  propane. 


4    <^ 


Fio.  118 
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Fio.  119 
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Fio.  120 


or 


o*o 


Batane 


o*G 
Tetra-methylene,  C^H, 


Tetra-methylene  has  not  been  isolated  yet,  but  several  derivatives  are  known  (tetra-methylene 
carboxylic  acids,  p.  208),  side-chains  being  formed  in  the  same  way  as  in  tri-methylene. 
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Penta-methylene 

is  formed  by  abstracting  two  hydrogen-atoms  from  two  carbon-atoms  separated  by  three  other 
carbon  atoms.     It  is  formed  from  pentane  as  before. 


Fio.  121 

99900 


Fio.  122 


^    0       (!)       6       6       6     V 
Pentane,  CsHi, 


G-^ 


Pentaphane,  penta-methylene,  CsHjo ;  b.p.  30^ 


Heza-methylene 
is  formed  in  the  same  manner  from  hexane,  where  four  carbon-atoms  separate  the  two. 


6 

4 


Fia.  128 

9999 
41 ih-^ 
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Hezane,  0eHx4 


OK) 


Heza-meihylene,  benzene-hexa-hydride,  CeHxa;  b.p.  69^; 
pesentwith  its  homologaes  in  Caucasian  petroleum,  and 
known  by  the  ooUective  name  of  naphthenes 


Hepta-methylene 

It  was  long  believed  that  no  more  than  six  carbon-atoms  could  form  a  ring,  but  three  or  four 
years  ago  a  derivative  of  heptane  was  successfully  turned  into  a  ring  (Proc.  Chem.  Soc.  1889, 
p.  145). 

Fio.  126 
Fio.  125 


6     i 
^     6 
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Heptane,  OtHj, 


Hepta-methylene,  C7H14 
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The  hydrocarbon  itself  has  not  been  prepared,  but  besides  a  homologne  a  few  other  derivatives 
have  been  obtained. 


Oyclo-liydrocarboiis  witli  double  bonds 

The  double  linkage  in  the  open  chain  seems  to  give  a  certain  stiflftiess  to  the  chain,  so  much  so 
that  no  ring  appears  capable  of  forming  where  three  or  more  neighbouring  carbon-atoms  are  united 
by  double  bonds  as  they  are  in  all  the  normal  poly-ethylenes. 

When,  however,  the  double  bonds  are  separated  by  single  unions,  more  elasticity  comes  into  the 
chain,  and  if  there  be  a  sufficiency  of  links  and  of  single  bonds,  the  closing  of  the  ring  becomes 
possible. 

They  may  be  classified  by  the  sort  of  hydrocarbon  from  which  they  are  formed ;  consequently 
we  begin  with  the 

Oleflne  derivatives,  OnHjn-a 

There  is,  as  we  know,  but  one  double  binding  in  the  defines,  but  that  is  sufficient  to  exclude 
the  possibility  of  closing  a  chain  of  three  carbon-links.  Whether  four  or  five  would  be  sufficient  is 
doubtful ;  anyhow  an  independent  ring  is  not  known. 

Of  course  a  ring  may  be  formed  of  amylene,  which  has  five  links,  but  then  it  would  be  a  tri- 
methylene  with  the  double  bond  outside,  not  in,  the  ring. 


Fio.  127 


Fio.  128 
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o-o 


Amylene  Ethenyl-trimethyl,  CgH, ;  hypothetical 

Prom  hexylene,  however,  a  ring-shaped  compound  may  be  formed. 


Fio.  130 


Fio.  129 


i^-Hi 


o         <» 

it — iv 


1  * 


Hexylene,  CeH^a 


Benzene-tetra-hydride,  C«H|o 


A  closed  chain  consisting  of  more  than  six  links  and  formed  from  an  define  is  not  known.     Any 
link  beyond  the  six  will  form  side-chains  (vide  p.  25) ;  for  instance : 


28 


HYDROCARBONS,  CLOSED  CHAIN 


Fio.  131 
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/B-Heptylene,  C^Hi* ;  b.p.  98*»  (vide  fig.  193,  p.  86) 


OO 
Toluene-tetra-hydride,  C^Hia ;  b.p.  103-106® 


Dl-ethylene  derivatives,  OnH2n-4 

The  first  di-ethylene  with  a  single  bond  between  the  two  double  bindings  is  butine  (tnde  fig.  88, 
p.  21), 

Fio.  188 

:lj  lj  . 

Butine,  O^He 

but  it  is  not  flexible  enough  to  be  bent  into  a  closed  ring ;  it  is  only  when  another  link  is  inter- 
polated that  a  perfect  ring  can  be  formed. 

Fio.  lU 


Fia.  136 
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Piperylene,  CsH, ;  b.p.  42*» 
(fig.  200,  p.  38) 


O^ 


Oydo-pentadiene  or  pentaphene,  CsHq  (Ck)ngre8S 
nomenclature) ;  hypothetical 


An  independent  ring  is  not  known,  but  in  a  few  more  complex  compounds  a  structure  of  this 
form  is  supposed  {e.g.  fluoranthene,  indene,  Ber.  xxiii.  p.  8276). 

When  a  sixth  link  is  added  or  interposed  an  independent  ring  can  easily  be  formed. 


Fio.  137 


Fio.  136 
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Di-allyl,  C.Hi, ;  b.p  69°  {vide  fig.  201,  p.  88)         BeiiMne-dihydiide,  O.H, ;  b.p.  80°  (Ber.  zxt.  p.  1840) 

More  than  six  carbon-atoms  in  a  ring  with  doable  bonds  are  unknown.     Any  extras  would  go  to 
form  side-chains  as  before  explained. 
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Trl-ethylene  derivatives,  OnHan-e 

Double  bonds  are  incapable  of  bending  unless  they  are  separated  by  at  least  one  single  bond, 
and  these  rings  cannot  be  formed  of  more  than  six  carbon-atoms  ;  therefore  the  only  hydrocarbon 
fulfilling  the  conditions  is  a  hexone  of  this  structure. 

Fio.  189 

Fio.  188 


Li  LJ  1.1 


Hexone,  GqHs  {vide  p.  41) 


o-o 
Benzene,  CeH« ;  b.p.  80°*6 


If  an  open  chain,  capable  of  being  formed  into  a  benzene-ring,  has  side-chains,  these  will  remain 
as  such  on  the  benzene. 


Fig.  UO 
O"   4   "O 
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Closing 


6        6 
Di-znethyl-batinjl-iso-propyl-methane 


Methyl-iso-propyl-benzene  (cymene), 
GioHi4 ;  b.p.  176° ;  a  constituent  of 
Boman  comin  oil;  has  been  pre- 
pared from  geranial,  the  aldehyde 
derived  from  di-methyl-butinyl-iso- 
propyl-methane  (vide  fig.  553,  p. 
188 ;  Ber.  zxiv.  p.  205) 
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Di-iso-propyl-bntine 
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Methyl-iso-propyl-benzene-di-hydride  (limonene  ?), 
OioHi.;b.p.l76<' 
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Cymene  and  limonene  are  natural  products,  constituents  of  many  ethereal  oils,  and,  again,  this  ia 
probably  the  way  in  which  nature  forms  these  rmgs  from  open  chains,  as  mentioned  p.  25,  whilst 
chemists  in  most  cases  take  a  more  or  less  complex  benzene  compound  on  which  by  various  pro- 
cesses radicals  are  hoc^ked  on,  split  off,  or  exchanged.  Both  because  the  formation  of  rings  from 
open  chains,  specially  the  more  complex  ones,  is  known  for  comparatively  few  compounds,  and 
because  it  ia  much  easier  to  compare  and  classify  the  enormous  number  of  compounds  belonging  to 
lids  class  when  looked  upon  as  formed  by  substitution,  abstraction,  or  addition,  we  also  shall,  as  a 
role,  regard  them  as  formed  in  this  way.  Thus  the  above  two  compounds  are,  as  the  names  indicate, 
one  a  beniiene  ring,  the  other  a  benzene  di-hydride,  in  each  of  which  two  of  the  hydrogen-atoms  are 
substituted,  one  by  a  methyl-,  the  other  by  an  iso-propyl-radicaL 


Poly- ethylene  derivatives 

No  more  than  six  carbon-atoms  in  a  doubly  linked  open  chain  without  side-chains  can  form  one 
ring,  but  if  there  ia  a  sufficient  number  the  chain  >vill  make  another  bend,  and  two  or  more^ — as  it 
were — ^interlocked  rings  may  be  formed,  and  are  termed  condensed  nuclei. 

Suppose,  for  instance,  we  have  a  chain  of  nine  atoms  of  carbon  linked  together  in  this  fashion; 


U  U  U  I  u 


-on 


and  the  hydrogen-atoma  marked  1,  6,  7,  and  11  are  removed;  the  straight  chain  will  bend  serpent- 
like,  and  finally  shut  up,  forming  two  interlocked  rings :  one,  a  benzene  ring^  the  other  a  pentaphene 
ring. 


9     9 


Fm.  147 


1      ^  Indene,  C,H|, ;  b.p.  ISO**  {Ber.  xxiii,  p,  3270) 

1    7 

Another  instance.     Suppose  we  have  a  chain  of  ten  carbon-atoms  like  this 


Fio.  148 
6  7 
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«0  12 


and  the  hydrogen-atoms  1,  6,  7,  and  12  are  removedj  the  bending  and  closing  wiU  appear  thus: 
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Fio.  160 


Naphthalene,  CioHg ;  m.p.  80^ ;  used  in  the  preparation  of 
various  dyes,  and  for  the  carburation  of  illuminating  gas 


Further,  an  open  chain  of  fourteen,  eighteen,  or  twenty-two  carbon-atoms  would  form  three, 
four,  or  five  rings  of  the  same  sort. 

Fio.  162  Fio.  168 


Fio.  151 


Phenantrene,  Cj^Hio;  m.p.  100**  Chrysene,  Ci^Hia  ;  m.p.  248°      Picene,  C22Hi4  ;  m.p.  364°  (Ber.  xxvi.  p.  1751) 

Kcene  boils  at  520®,  i.e.  nearly  at  red  heat,  and  has  therefore  the  highest  boiling-point  of  any 
known  hydrocarbon  (E.  &  S.  VI.  p.  552). 

It  is  the  final  member  of  this  series,  but  theoretically  there  is  room  for  another  ring  before 
the  circle  is  closed. 

Fio.  154 


Oo^H,, 


It  is  not  found  yet,  but  once  found  it  is  sure  to  beat  picene  in  the  point  of  both  melting  and 
boiling. 

Open  chains  with  double  bindings  of  such  length  as  these  ring-formations  would  require  are 
oertainly  unknown,  but,  for  all  we  know  to  the  contrary,  they  may  be  momentarily  formed  preceding 
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the  formation  of  the  oltimate  compound.  Or  the  ring  may  be  welded  from  smaller  chains  which 
taken  together  wonM  make  up  the  more  lengthy  one,  jnst  as  we  are  now  going  to  see  the  same 
compounds  formed  from  several  pieces  of  acetylene. 


DerivatiTOS  from  hydrocarbons  with  triple  bonds 

The  triple  bond  imparts  a  still  greater  rigidity  to  the  open  chain  ;  even  when  alternating  with 
single  bonds  no  closure  of  the  ring  has  hitherto  been  effected  ;  still  the  benzene-ring  can  be  formed 
from  acetylene,  but  only  by  three  separate  molecules  being  welded  together,  a  process  termed 
pfjlymerisation*  In  tliia  case  the  triple  bonds  break,  double  bonds  being  formed.  The  process  is 
represented  in  this  way : 


Fio.  156 


II 


Fto.  167 


Three  molecnlen  of  acetylene 


Tbe  triple  bonds  broken 


Benzene  formed 


From  five  acetylenes  we  obtain,  by  abstracting  two  hydrogen  atoms,  naphthalene. 


Fid.  158 
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Five  molecules  of  acetylene 


Naphthalene 


By  the  same  process  we  can  form  phenantrene  from  seven  molecules,  chrysene  from  nine,  and 
picene  from  eleven  molecules  of  acetylene. 


GENEIIAL   HEMARKS   ON   THE   RING-FORMED   COMrOUNDS 

The  closing  of  the  chain  alters  to  a  great  extent  the  properties  of  the  compound.  It  becomes 
very  stable,  and  the  ring  is  not  easily  broken.  Whereas  oddiHoiis  to  straight  chains  with  double 
bonds  are  easily  effected,  it  is  difficult  to  break  the  double  bond  in  the  ring-Bhaped  compounds,  very 
energetic  reactions  being  required  for  this  purpose.  In  our  pictorial  representation  this  fact  is 
illustrated  by  the  double  bonds  being  brought  ir.to  contact  with  one  another  throogh  the  bending, 
aJid  thus  iie4l  together  much  more  strongly  than  in  the  straight  chain,  where  they  are  on\y  approach'- 
ing  each  other. 


RADICALS  FROM  XJNSATURATED  AND  OYOLO-COMPOUNDS  83 

Still,  additions  (hydraMon)  are  possible  first  of  two,  then  of  four,  and  lastly  of  six  hydrogen- 
atoms. 

Fio.  160  Fzo.  161  Fzo.  162  Fia.  163 


Benzene,  CeHa ; 
b.p.  80^6 


Benzene-di-hydride,  OaHg ;      Benzene-tetra-hydride,  GeHxo ;      Benzene-hexa-hydride, 
b.p.  aboat  80**  {Ber.  xxv.  p.  1840)      b.p.  82®  {Ber,  xxvi.  p.  230)  OeHu ;  b.p.  69** 


These  are  the  identical  compounds  we  have  already  formed  from  open  chains  (vide  figs.  137, 
p.  28,  and  130,  p.  27 ;  fig.  124,  p.  26),  and  they  are  termed  hydrcded  benzenes. 

In  return,  these  added  hydrogen-atoms  are  again  easily  removed ;  those  outside  the  ring  are 
much  more  readily  exchanged  against  many  radicals  than  those  of  open  chains.  Generally,  the  open 
chains  with  doable  bonds  are  more  capable  of  additions  than  of  substitutions,  the  closed  chains  ac- 
cepting sribstihUions  more  readily  than  additions. 


RADIOAIiS 

We  have  already  (p.  10)  given  a  definition  of  what  is  understood  by  radicals,  and  specified 
those  from  the  parafiBn  series  commonly  made  use  of.  As  we  frequently  meet  with  similar  groups 
formed  from  the  other  hydrocarbons,  an  enumeration  of  these,  too,  is  rather  necessary  in  order  to 
properly  understand  the  language  of  chemistry. 

From  olefines  are  derived — 
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Tinyl,  0  A 


Fia.  165 


Propenyl,  OsHg 
Fio.  167 


11 


AUyl,  CsHe 


Fia.  169 
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Iflo-propenyl,  C^Hg 


Fio.  166 
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ff 


Orotonyl  or  Butenyl,  C4H7 


Fio.  168 


LI 


Butylenyl,  O^Hy 
Fio.  170 


Iso-orotonyl,  C4H7 
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Authors  are  not  always  carefiil  how  they  use  the  nomenclature ;  vinyl  is  by  some  termed  ethenyl 
(vide  fig.  39,  p.  11),  aUyl  being  occasionally  applied  to  propenyl,  sometimes  termed  iscMillyl;  in 
return  jpTopemjl  becomes  aUyl^  and  iso^op&nylj  jpropenyl.  The  above  names  are,  I  think,  those  most 
in  use. 

From  acetylene  are  derived — 


Fio.  172 


Fio.  171 

Acetenyl,  C9H 
From  benzene  are  derived— 
Fig.  178 


Propinyl  or  propargjl,  OaH, 


Phenyl,  CeHg 
Fig.  176 


Cinnamenyl,  C^B.^ 


Fio.  174 


Phenylene,  0eH4 


Fio.  17T 


Tolyl,  CtHt 


Fio.  176 


Tolyl,  Xylyl.  CH. 


Some  chemists  use  the  term  tolyl  for  the  second  of  these  structures,  some  for  the  third ;  do 
agreement  has  been  come  to  as  yet,  though  there  has  been  no  want  of  proposals.  The  above  figures 
represent  the  ortho-radicals,  but  there  are,  of  course,  also  meta-  and  para-tolyls  (vide  p.  43). 


SPECIFICATION :  ETHYLENES 


85 


SPBOIFIOATION" 

Having  now  made  ourselves  acquainted  with  the  general  mode  of  formation  of  the  different  series 
of  unsaturated  and  cyclo-hydrocarbons  derived  from  the  paraffins,  we  may  consider  more  in  detail 
those  of  them  that  have  a  special  interest  either  to  medical  science  or  to  the  farther  development  of 
our  treatise.     We  discuss  them  in  the  same  order  of  evolution  as  on  the  preceding  pages. 


Olefines,  OnHan 

NORMAL 

The  whole  series  of  normal  olefines,  up  to  those  comprising  molecules  with  sixteen  carbon-atoms, 
are  known.  Of  the  still  higher  homologues  those  only  witib  eighteen,  twenty,  twenty-seven,  and  thirty, 
and  derivatives  of  the  one  with  twenty-two  carbon-atoms,  are  known  to  exist,  or  to  have  been  prepared. 

The  nomenclature  of  the  olefines  has  been  formed  by  adding  the  suffix  *  ene '  to  the  end  syllable 
'yV  of  the  mono-valent  radicals  of  the  paraffins,  ethyl,  ethylene;  propyl,  propylene,  pentyl, 
pentylene,  &c.,  or  the  syllable  *  yZ '  is  changed  into  *  ene.* 

The  first  member  of  this  series  is  ethylene : 
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G^ 
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Then  follow : 


Ethylene  (ethene),  CaH4 


Fio.  160 


li4 
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Propylene  (propene),  CaHe ;  a  gas 
Fio.  182 


Batylene  (butene),  C^Us ;  a  gas 
Fio.  183 
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Amylene,  pentylene  (pentene),  CsUio ;  b.p.  40^ 


Hexylene,  CeHis ;  b.p.  not  ascertained 


further,  heptylene,  C^H,^,  and  so  on,  constantly  adding  a  methylene 


■  m  *    {vide  p.  9) 


for  every  new 


homologue.  The  lowest  members  are  gases  gradually  passing  into  liquids,  the  boiling-point  rising 
with  the  number  of  carbon-atoms ;  the  higher  members,  i.e.  from  twelve  carbon-atoms,  are  solids 
with  a  rising  melting-point.     In  their  physical  properties  they  resemble  the  paraffins  closely. 

d2 
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ISO^fERS 


The  first  olefine  from  which  we  can  expect  to  find  iaomers  is  botyleiie,  C^Kg. 
only  pOBsible,  but  also  known. 


Three  are  not 
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Nonnfti  or  a-biitylene,  C^Hg 


lso-btitylene»  O^H^i 


Pa«ado-  or  ^-butjlene,  C4H, 

all  three  gaseous,  with  bni ling-points  between  —6'^  and  -h  1°. 

In  order  to  indicate  by  the  names  the  position  of  the  variouB  carbon-atoms  in  straight  chains  a 
proposal  (Ber.  xix.  p.  160)  has  been  generally  adopted  for  marking  the  end  carhon-atoma  to  and  tu\ 
and  the  others  in  succession  «,  ^,  &c.,  from  one  end,  and  a\  fi\  &c.,  from  the  other.  The  letters 
of  the  Greek  alphabet  also  betoken  the  position  of  any  special  bond,  beginning  from  the  end  with  a. 

The  five  links  of  the  next  olefine,  amylene  or  pentylene,  CgH^Q,  may  be  put  together  in  five 
different  arrangements,  and  are  all  actually  known, 
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Normal  amylene »  propyl  ethylene,  O5H1Q  ;  b.p.  59°         Iso-propyl  ethylene,  CcHiq  ;  b.p»  21** ;  is  precent  in  turpentine 
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t-Methyl^thyl-cthylene*  CgHio 


^>Methylethyl.ethyl6n&»  UaHjo ; 
b.p.  8ti^ 


Tri-mti  t b  y  1  -etfay lene,  B-  \&o- amy lene, 
pental,  CftHm;  b.p,  86^;  an  an- 
iBBtheiiCt  mustard-like  amell 


Commercial  amylene  is  a  mixture  of  pentaoes  and  pentenes  (pentylenes)  containing  chiefly  tri- 
methyl-ethylene,  whicb,  in  a  chemically  pure  state^  has  recently  been  introduced  as  an  anasathetic 
in  dental  surgery  nnder  the  name  of  pental ;  but  it?  use  has  already  been  attended  with  unpleasant 
and  even  dangerous  by-effects  (Therap.  Mojiafsach,  1893,  p,  44  j  Ph.  0.  xxxiv.  pp,  51,  271),  three 
fatalities  in  593  narcoses  (B.  med.  Zeit,  1893,  p.  364). 
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or 
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— © 


iS-Huptylene,  CtH^^  ;  b.p,  98'=' 
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Amongst  the  higher  oletines  the  isomers  that  have  been  prepared  are  but  few,  and  their 
etructures  mostly  unasicertained,  although  Bome  of  their  derivatives  are  of  the  greatest  interest  in  the 
study  of  oils  and  fats.     Their  structures  may  be  illustrated  thus: 


Q    i  Q 


O— 
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'as'  and  *  y  '  stand  for  any  cipher,  includiDg  '  0/ 

The  following,  though  only  known  through  their  derivatives,  need  special  mention : 


Ail  isomer  of  Hendecylene 
„        „      „  Hexadec.vleiifl 
„        „       „  Octftdeeyleee 
„        „      „  NonadecyleDe 
„        „       „   Docosylene 


C„a,,(a»  +  y=   7) 


All  the  normal  paraflBns  are  found  in  nature  chiefly  in  petroleum  wells,  from  which  the  gaseous 
hydrocarbons  are  evolved  as  soon  as  the  pressure  ceases  that  holds  them  in  solution  in  the  crude  oiL 
Thus  the  holy  fire  at  Baku,  which  has  been  burning  as  long  as  history  goes  back,  and  tire-damp  in 
coal-pits,  are  methane  or  mai'sh  gas.  From  some  oil-wells  in  America,  methane,  ethane,  propane,  but 
chiefly  butane,  issue  and  are  conducted  through  pipes,  and  utiliaed  for  lighting  and  other  technical 
purposes.  These  gases  are  also  condensed  by  pressure  and  employed  in  the  prepamtion  of  ice  under 
the  name  of  cyniogmie,  Afber  the  gases  have  escaped  from  the  petroleum  oil  the  rest,  consisting  of 
fluid  and  solid  hydrocarbons,  is  distilled,  and  that  which  is  collected  under  18**  is  known  as 
rki^lene^  and  used  as  an  anaesthetic.  That  which  is  boiling  below  60-80^  is  a  mixture  of  pentaue 
and  hexane,  and  bears  the  name  of  petrohuTn^ether  or  7iaphiha^  and  with  a  still  higher  boiling-point, 
80—120**,  is  termed  ijasolmj  benzijiy  ligroiti  (a  mixture  of  heptane  and  octane).  At  the  rise  of  boiling- 
point  to  120-160°  we  have  ariijidai  turpentine^  and  going  yet  higher  to  170-300°  are  the 
hydrocarbons  Cj^  to  C^^  recognised  as  stafidard  kenxnimw^  rimiend  spenn  oil,  &c.  Above  this 
(b.p.  800**)  are  chiefly  the  solid  hydrocarbons  (C^j-Cgy),  from  which  are  obtained  vaselin  and 
lubricating  oils. 

The  Russian  petroleum  differs  from  the  American  in  containing  hydrated  cyclo-hydrocarbonSj 
C„Hj^  (vide  tig,  124,  p.  26),  and  olefines.  They  do  not  give  any  vaselin,  but  only  lubricating  oils, 
which,  either  alone  or  mixed  with  ozokerii^  form  the  unguerdum  parajfini  of  the  Pharmacopceias. 

Ozokerit  is  a  mixture  of  pure  solid  paraffins  prepared  from  a  natural  product  found  in  Galicia 
and  the  Caucasus ;  besides  which  Texas,  Arizona,  and  Utah  are  said  to  be  rich  in  such  deposits. 

By  the  distillation  of  brown-coal,  bituminous  shale,  boghead  cannel,  lignite,  or  peat  a  variety  of 
gabstanoes  containing  parattin  h\^drocarbons  are  obtained.  Naphtha^  with  the  lowest  boiling-point  j 
fhaiogmiy  between  100**  and  \^(f ;  kerosmie^  parajfm  oil,  and  solar  oil^  from  200-300**.  Over  300* 
distils  the  solid  paraffin  used  for  candle  making,  A  great  proportion  of  pa/raffin  is  now  prepared 
also  from  American  crude  petroleum. 

Di-ethylenes*  OnHo^a 

NOKMAL 

There  are  only  two  normal  di-ethylenes  as  yet  known. 
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AJlene,  iso-Allylene,  C^H^  ;  a  gas 


Methjl'&liene,  0«Ha  ;  b.p.  16° 
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ISOMERS 

The  isomers  themselves  are  of  little  importance,  but  some  of  their  derivatives,  as  we  sub- 
sequently shall  see,  are  constituents  of  some  well-known  fats.  As  examples  of  this  class  may  be 
mentioned — 

Fio.  198  Fio.  199 
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Vinyl-ethylene,  butine,  C4H0 ;  b.p.  20** 
Fig.  200 


U  I  Li 
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Di-methyl-aUene,  CbHb  ;  b.p.  80-40® 
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Piperylene,  CsHg  ;  b.p.  42° 


X 

Q     /  Q 


Di-allyl,  hexine,  CoH.o ;  b.p.  69® 
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Hi)^^(l)^^(I)l 

An  isomer  of  octadecatylidene,  CisHs^  (x  +  y  +  «  =  12) 

Tri-ethylenes,  0„H2n-4 
No  normal  compound  of  this  class  is  known. 

ISOMERS 

Only  a  few  of  recent  date  have  been  prepared,  e.g. 
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Pirylene,  CsHe ;  b.p.  00° 
and  derivatives  from  two  others  {linolenic  and  iso^nolenic  acid)  are  recognised. 


Fio.  204 
w  X 


Isomers  of  oota-deca-tri-ethylene,  CxsHas  {v-{-w  +  x  +  y^lO) 

Tetra-ethylenes,  OnH2n-€ 

No  hydrocarbon  of  this  class  nor  any  derivatives  were  known  before  the  discovery  of  therapie 
acid  in  cod-liver  oil  (fig.  770,  p.  198). 
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thna 


The  structure  of  th©  hydrocarbon  from  which  this  remarkable  acid  is  derived  may  be  represented 
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Isomer  of  hepta-decft'tetra-ethjlene,  Gj^K^^  {v^w  +  x^y-t^t-l) 

Acetylenes,  CnHsn-a 


The  first  member  of  thia  class  is  aceiyleTie. 


NORMAL 


Fio,  20r> 


Acetylene,  CM^  ;  a  gas 

Aoofylene  possesses  an  uDpleasant  smell,  and  is  always  present  iu  coal  gas^  wliich  owes  its 
pecaliAT  odour  mainly  to  thia  compound .  It  is  most  interesting  on  account  of  itfl  direct  formation 
from  carbon  and  hydrogen  when  an  electric  arc  passes  between  two  carbon  poles  in  an  atraoaphere 
of  hydrogen.  The  two  elements  are  herOt  without  the  agency  of  organic  life,  united  and  formed 
into  a  molecule  from  which  the  whole  organic  world  may  be  built  up.  Curiously  enough  the 
electric  spark  will  again  decom|x>se  it  into  it^  elements. 

The  next  members  in  this  homologous  series  are 
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All/l^aa,  metfajl-acetyl- 


Q^ 


Ethjl-acetylene,  C^Ha  ;  b.p.  IS** 


p         O         g 
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Propyl-acctylen©,  Cilia ;  b.p.  48^ 
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9      9      9 
6       6       6 


o       6 

Hexoylene,  CflH^o ;  b.p.  80- 

Several  of  th©  higher  homologues  are  also  known. 

ISOMEHS 

The  better  known  of  the  isomers  of  this  homologous  series  are 
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(Enanthylidece,  C,Hj,|  b.p.  106^ 
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Crolonylene,  C^H^ ;  b.p.  18**  lao-propyl-acetyleoe,  iBO-valerykne  (isopren©,  B,  dt  5-  V,  p*  in),  CbH,  j  b.p.  28^ 
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Valerylene,  C&^^ ;  b.p.  44* 

The  acetylenes  are  interesting,  too,  on  account  of  the  change  their  normal  componnds  nndergo 
when  heated  with  alcoholic  potash.  The  methyl  group  at  the  end  of  the  chain  detaches  itself  and 
juraps  over  to  the  other  end,  exchanging  places  with  the  hydrogen  there.  This  seema  to  be  a 
general  property  belonging  to  all  the  normal  acetylenes  (comp.  Ber,  xxv.  p,  2243), 

The  process  is  thus  Olustrated : 
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The  exchange  taking  place  inside  the  molecule  itself  and  not  with  an  outsider  (as  is  commonly 
the  case),  the  process  is  termed  iritramolecular  chaTige.  Ifc  is  not  unfrequently  met  with  in  other 
compounds. 

It  is  charactenstic  of  all  trebly  bound  hydrocarbons  that  with  some  metalg  (copper  and  silver) 
they  form  explosive  compounds,  but  only  then,  if  the  triple  bond  is  placed  at  the  extreme  end  of 
the  chain,  as  in  fig.  210;  if  the  hydrogcn-atom  is  replaced  by  methyl,  ethyl,  &c.,  as  in  fig.  217, 
the  explosive  character  disappears.  This  property  often  affords  a  clue  to  the  structure  of  such 
compounds. 

It  will  be  observed  that  the  general  formnla  of  the  acetylenes,  CaH^o-s,  is  the  same  as  of  the 


di-ethylenes  (;vMe  p.  37). 
wider  sense  of  the  word. 


These  two  classes  are  therefore  often  put  together  as  isomers  in  the 


Di-acetylenes,  OtMin-% 

NORMAL 

The  only  known  compound  of  this  class  is 

Fio.  21S 


and  of  the 

only  two  are  known. 


Di-aceiyl©ne,  C^Ha  j  a  gM 
ISOMEHS 
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Bi'iueUiyl-di-acetjleiie,  G«Ha  ;  m*p*  &4^ 


Di-propinyl  di^propargyl,  CaH* ;  b,p.  86** 


These  hydrocarbons  have  the  same  general  formula,  C„Hj^_g,  as  the  tetra-ethylenes  (vide  p.  21), 
and  both  are  quite  commonly  spoken  of  as  isomers.  Their  relation,  however,  is  the  same  as 
between  acetylenes  and  di-ethylenes  (see  above). 
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Tri-acetylenes,  OnHan-io 
No  tri-acetylene  of  any  kind  has  as  yet  been  recognised  as  such. 

Tetra-acetylenes,  OnHjn-u 
Derivatiyes  of  only  one  normal  and  of  one  isomeric  hydrocarbon  are  known. 


NOliMAL 
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Methyl-tetra-aoetylene,  C9H4 

ISOMER 
Fza  222 
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Di-methyl-tetra-aoetylene,  CioH^ 


Thongh  there  is  good  authority  for  the  existence  of  the  derivatives  from  these  remarkable 
hydrocarbons  (Ber.  xviii.  pp.  674  and  2269),  they  have  not  been  analysed,  which  is  a  conditio  sine  to 
the  more  sceptical  fraternity  of  chemists. 


Mixed  double  and  triple  bonds 

For  the  sake  of  completeness  an  example  of  a  normal  and  another  of  an  isomeric  hydrocarbon 
belonging  to  this  class  are  here  illustrated : 

NORMAL  ISOMER 
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Valylene,  CjHe ;  b.p.  60®  Di-allylene,  hexone,  CJEL^ ;  b.p.  70^ 

There  are  two  more  hexones  whose  structures,  however,  are  unknown ;  probably  their  double 
bond  takes  up  a  different  place  in  the  chain,  or  they  may  be  iso-compounds,  or  belong  to  the 
tri-ethylenes  (vide  fig.  138,  p.  29). 

A  series  of  homologues  have  their  names  fashioned  after  hexone :  as  heptone,  C,H,o ;  octone, 
C.H,„  Ac. 
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CYCLO-HTDEOCARBONS 


There   is   bo   cyclo-liydrocarbon    specially   calling   for  our   attention    beyond    tho&e    ah-eady ' 
mentioned  on  pp,  2'i<— 33,  until  we  come  to  the  benzene-ring,  wliere  there  ia  a  wide  field  open  for 
Bpeculation. 

These  cyclo-hydrocarbons  have  been  considered  a  class  distinctly  different  from  the  methane 
group  and  its  derivath^es;  but  we  have  seen  how  il:  is  developed  from  the  methane  exiictly  in  the 
Bame  manner  as  all  the  rest  of  hydrocarbona.  The  class  has  been  termed  the  arumatic  serim 
because  of  the  sweet  odour  of  the  comjiounds  which  were  first  recognised  as  belonging  to  this  series. 
But  in  course  of  time  it  has  been  found  that  even  this  distinction  does  not  hold  good,  as  there  are  as 
many  bad  as  sweet  smell iBg  compounds  in  one  class  as  in  the  other. 

In  considering  them  we  make  benzene  our  starting-point,  regarding  all  the  derivatives  as 
substitution-  or  combination-products,  and  not  aa  derived  from  open  chains,  for  reasons  already 
Btated  (p.  30). 

We  will  then  Ijegin  by  pointing  out  that  all  the  links  taken  singly  are  perfectly  identical, 
having  a  double  bond  on  one  side,  a  single  on  the  other,  and  the  fourth  valency  of  each  carbon-atom 
bound  to  a  hydrogen- atom :  ^ 
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therefore  when  one  of  the  hydrogen-atoms  is  substituted  by  a  monad  atom  of  another  element,  or  by 
any  mono-valent  radical,  it  is  quite  indifferent  upon  which  one  it  is.  If  we  substitute  one  of  the 
hydrogen-atoms  by  methyl,  for  instance,  the  product  will  be  the  same  methyl-benzene,  on  whichever 
link  we  effect  the  substitution. 

Bot  as  soon  as  we  substitute  two  of  the  hydrogen-atoms  by  two  methyls  it  is  no  longer 
indifferent  where  the  substitution  takes  place.     Three  different  positions  ai-e  then  possible : 
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In  the  first  instance  the  two  carbon-atoms  upon  which  the  substitution  takes  place  are 
neighbours,  in  the  second  they  are  separated  by  another  ea,rbon-atoni,  and  in  the  third  by  two*  If 
the  methyl  be  placed  on  either  of  the  two  remaining  carbon-atoms  one  of  these  relations  will  be 
repeated;  therefore  there  are  only  three  different  positions  in  which  two  substitutes  can  be  placed  on 


BENZENE  DERIVATIVES 
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a  benzene.  The  first  is  said  to  be  an  oriluh-position^  the  second  a  metorposition,  and  the  third  a  paron 
position.     Instead  of  writing  these  in  foil  they  are  generally  abbreviated  to  o-,  m-,  p-. 

Lately  it  has  become  perhaps  more  usual  to  number  the  carbon-atoms  from  one  to  six,  as  shown 
in  the  figures  above,  and  the  expediency  of  this  is  particularly  noticeable  in  more  complex  com- 
ponnds.  Ortho-position  would  then  be  designated  1 :  2,  2  :  3,  3  :  4,  4  :  5,  5  :  6,  or  6:1;  meta-posi- 
tion  would  be  1 :  3,  2  :  4,  3  :  5,  4  :  6,  or  1  :  5  ;  similarly  para-position  would  be  1  :  4,  2  :  5,  or  3  :  6. 

If  three  hydrogen-atoms  in  benzene  are  replaced  by  the  same  substituents,  there  are  only  three 
different  positions  in  which  they  can  be  placed. 

For  the  purpose  of  illustration  we  may  again  make  use  of  our  old  acquaintance,  methyl : 
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Fig.  231 


The  first  of  these  positions  (1  :  3  :  5)  is  termed  symmetrical ;  the  second  (1  :  3  :  4)  asymmstricai  ; 
and  the  third  (1:2:3)  vicinal.     Commonly  the  initials  only  (s,  a,  v)  are  used. 

By  combining  the  two  systems  all  sorts  of  positions  may  be  accurately  described;  but  the  figure 
system  is  much  simpler  and  is  getting  more  prevalent. 

After  these  preliminary  remarks  we  can  go  on  describing  a  few  of  the  more  interesting  sub- 
stitution products.  Substitutions  being  nothing  more  than  a  joining  of  radicals,  we  will  for  the 
sake  of  classification  consider  these  compounds  as  combinations  of  radicals. 


A.    Oombinations  with  single  bonds 

1  Benzene  radicals  (phenyl,  fig.  173,  p.  34)  and  paraffin-radicals 

2 

3 

4 

5 

6 
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„     ethylene-radicals 
„     paraffin-  and  ethylene-radicals 
„    acetylene-radicals 
„    pentaphene-radicals 
„     naphthalene-  and  paraffin-radicals  (p.  31) 
mutually 


(p.  10) 
(p.  33) 
(p.  33) 
(p.  84) 
(p.  28) 


8  Naphthalenes  mutually 

B.    Oombinations  with  double  bonds 

1  Bi-valent  benzene  radicals  (phenylene,  fig.  174,  p.  34)  and  paraffin-radicals 

2  „  „  „  „  „  n   indene-        „ 

3  „  „  „  „  „  „   naphthalene-radicals 
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(p.  80) 


„   naphthalene- and  paraffin-radicals 
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Tk  feflgiriag  May  mrwe  m  la^nnff  ■  of  tfck  a— Imation:  '^ 


Wm.7» 


Thtue  ftre  cooMdered  Donnai  oompoiuids  because  die  panffinnfadicid  is  derired  finom  a  narmal 
paraffixu    Wben  derired  fmn  an  isomeric  paraffin  thejr  sie  termed  aoocvdingly 

Fio.  335 


Uo-yroffjU  {vide  Sg.  82,  p.  11)  benxene,  oomene,  C^Hxa ;  b.p.  153® 
b»     OHE  BENZENE  AND  TWO  PABAFFDTS 

Two  meih/yli.    There  are  three  possible  positions,  and  they  are  all  known : 


Fio.  237 
O 


Fio.  238 
9 


-W 


cj-H^-TS) 


1 : 9  or  o-XyltDt,  OsHio ;  b.p.  143® ;  hM  been 
uied  eittroallj  in  imftllpoi,  erTiipeUyi,  Ac 


1 : 8  or  m-Xylene,  0«Hio       1 : 4  or  i^Xylene,  C^Hm  ;  b.p.  136® 
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Because  they  have  the  same  empirical  formula  as  ethyl-benzene,  CgH,o,  they  are  said  to  be  isomers 
of  that  compound. 

Methyl  amd  ethyl.    The  three  possible  isomers  of  this  compound  have  been  prepared.     It  is 
sufiBcient  to  illustrate  one  of  them : 

Fio.  289 

Q 


1 : 2  or  o-Methyl-ethyl-benaene,  o-ethyl-toluene,  CoHja ;  b.p.  168** 

This  compound  is  an  isomer  of  propyl  and  iso-propyl-benzene  in  the  same  sense  as  the  preceding 
ones  were  isomers  of  ethyl-benzene. 


Fio.  240.~Msthtl  akd  Isopboptl 
9 


oAim-A^ 


Fio.  241. — Methyl  and  Iso-butyl 


-^ 


p-Methyl-iso-propyUbenzene  (oymene), 
vide  fig.  142.  p.  29,  C10H14 ;  b.p.  176*» 


i 


Methyl-m-iso-butyl-benzene,  O^iHi^ ; 
not  yet  prepared 


C.   ONE  BENZENE  AND  THREE  PARAFPJNS 

Three  methyls.     Here,  again,  three  combinations  are  possible,  and  have  all  been  prepared : 


Hesitylene,  1 : 8 : 5  or  s-tri-methyl-    Pseudo-OQinene,  1 : 8 : 4  or  a-trimethyl-  HemellitheDe,  1 : 2 : 8  or  v-trimethyl- 
beniene,  O^Hxa ;  b.p.  164^  benzene,  CJSi^ ;  b.p.  169**  benzene,  C^H^, ;  b.p.  172^ 
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These  are,  again,  on  account  of  their  empirical  formulse,  O^Hj^,  said  to  be  isomers  of  ethyl-toluene, 
fig.  239,  propyl-benzene,  fig.  234,  and  iso-propyl-benzene,  fig.  235. 

As  benzene  can  exchange  every  one  of  its  hydrogen-atoms  for  paraffin-radicals,  there  are  still  a 
great  number  of  normal  and  isomeric  compounds  that  need  not  be  mentioned  here,  except  one,  viz. 
mellUetiey  that  being  interesting  on  account  of  its  formation  from  crotonylene  (fig.  212,  p.  39) 
through  polymerisation,  exactly  in  the  same  way  as  benzene  was  formed  from  acetylene  (viie  p.  32). 


Fio.  246 


Fio.  246 


Ttuee  molecules  of  crotonylene 


Triple  bonds  broken 


Hcxa-metbyl-benzene,  mellitene,  CiaH^s ;  m.p.  164^ 


Bmzenes  and  methane : 


d.      DI-PHENYL-PARAFFIKS 
Fio.  248 


Di-phenyl-methane,  CigHxa ;  m.p.  26^ 
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B&names  and,  eOiane : 

Fio.  249 


Fio.  250 


Asymmetrio  di-pbenyl-ethane,  C14H14  ;  b.p.  268^  Symmetrio  di-pbenyl-eihane,  di-benzyl,  Ci^H^^ ;  m.p.  51^*5 

e.      TRI-PHENYL-PARAFFmS 
Fio.  251 


Benzenes  amd  methane : 


Tri-phenyl-methane,  C^yH^e ;  m.p.  92^ 

Mother  substance  of  an  extensive  series  of  dyes :    Utter-'ohnondroil-cfreen^  rosanilin,  fuoksin^ 
methyl-violets,  methyUgreen,  spirit-blue,  aurin  eostn,  Ac. 

There  is  cdso  a  combination  of  ethane  with  four  benzenes,  tetraphenyl  ethane^  the  structure  of  which 
i£  in  perfect  analogy  to  the  others. 

2.    Phenyl-etliylenes 


a.      ONE   BENZENE   AND  ETHYLENE 
Fio.  253 
Q 


Fio.  254 


4 

0^1 


Vinyl-  (fig.  164,  p.  33)  benzene,  phenyl- 
ethylene,  styrolene,  s^rrene,  cinnam- 
ene,  CeH« ;  h.p.  146^  ;  occurs  in 
storax  {Styrax  off.) 


Phenyl-propylene  (fig.  165,  p.  33), 
C.H,o ;  b.p.  I660 


Phenyl-allyl  (fig.  167,  p.  33), 
C^io;  b.p.  165** 
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6.       TWO    BENZENES   AND   ETHYIaENE 
FiQ.  255 


Btilbeae,  toluylcoe,  di-phenyl-ethylene,  Ci4Hi3  ;  m.p.  120**;  moUiGr  Bubfltanco  of  iXie  cotton  dyea 

3.    Benzenes,  paraffins,  and  ettiylenes 
TURPENTINE   OILS 

TERPENES   AND    CAMFHENES 

A  paraffin  residue,  frequently  found  to  sreplaca  a  hydrogen-atom  in  benzene,  or  rather  in  toluene 
(fig.  232,  p.  44),  is  iso-propyl  (figs.  32  and  34,  p.  Il)j0r  one  of  its  immediate  derivatives.  We  have 
already  referred  to  two  such  substitution-products  (cymene,  fig,  142,  p.  29,  and  limonene,  or, 
according  to  later  researches,  terpioenej  fig.  144^  p.  29) ;  many  similar  hydrocarbons  are  present, 
either  as  such  or  as  derivatives,  in  turpentine  and  other  ethereal  oila  and  in  camphors,  or  are 
laboratory  products.  The  general  features  of  their  stmc tares  are  pretty  well  agreed  upon,  but  of 
the  details  so  much  diversity  of  opinion  has  existed  that  there  is  scarcely  another  class  of  organic 
compounds  of  which  such  confusion  has  been  made  as  of  the  turpentine  oils;  it  is  only  recent  in- 
vestigations (Ber,  xxiv.j  xxvi.,  and  xxvii.)  that  have  throv^^i  a  definite  light  upon  some  of  them.  It 
may,  therefore^  perhaps  be  interesting  to  look  into  the  matter  a  little  more  fully  than  the  strict 
purpose  of  this  treatise  othermse  would  warrant,  and  we  shall  to  some  extent  do  so  again  when  we 
afterwards  have  to  discuss  their  derivatives. 

The  tuq^entine  oik  may  be  divided  into  two  classes,  terpenes  and  camphenes,  both  of  the 
empirical  tbrntula  CnjH,g,  and  both  derivable  from  hexa-hydrated  cymene  by  abstracting  one  or  two 
pairs  of  hydinjgen -atoms,  either  from  the  ring,  or  from  the  side-chain,  or  from  both,  creating  either 
double  bonds,  as  before  explained,  or  a  new  kind  of  bonds,  described  later  on.  If  all  hydrogen-atoms 
are  removed  in  pairs  from  iieujkbounng  carboo-atoms,  terpenes  are  formed ;  but  if  one  of  the  pairs 
is  removed  from  carbon-atoms  in  para^positimut,  camphenes  are  formed.  In  order  to  distinguish  the 
various  carbou-atoms  and  bonds,  they  are  numbered  as  under : 

PiQ.  257 

? 


i 

A 

L^i 

'S 

«^A!^ 

^ 

< 

t1 

{ 

T        i 

f    i 

i 

t         t 

1 

Cymene-hewi-hydriae,  CioHao :  b.p.  171^-=173^ 

For  tho  purpose  of  designatiDg  iho  position  of  a  double  bond^  the  Greek  oapitftl  A  is  employed^  followed  by  the  numertkl 
of  the  bond  or  boods,  bb  indicated  in  the  figure  above,  and  in  the  case  of  a  double  bond  connecting  the  fiide-chain  with  the 
ring,  the  numeral  of  the  ring-carbon  ia  followedi  in  parentheseii,  by  the  numeral  of  the  carbon  in  the  side^chain  ;  the  bond 
conaeoting  carbon-atoma  in  para>,  or  any  other,  poBition,  for  the  designation  of  whioh  no  proposal  has  been  madei  may, 
fur  our  pur]>a§e,  bo  iudioatod  bj  the  numeral  of  the  oarbon-atomn  thus  oomK^cted  plact^d  in  form  of  a  fraotioa. 
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Terpenes 

In  fonnation  of  terpeoes  one  or  two  pairs  of  lijdrogen-atoins  are  removed  from  neiglibouriiig 
carboji-atoiiis :  one  pair  is  always  removed  from  carbon-atoms  in  the  ring ;  when  two  pairs  are 
removed,  both  are,  in  most  cases,  abstracted  from  ring-carbons ;  but  in  one  case,  at  least^  one  ia 
abstracted  from  the  ring  and  the  other  from  neighbouring  carbon-atoms,  one  of  which  is  in  the  ring, 
the  other  in  the  side-chain. 

When  we  abstract  one  pair  of  hydrogen-atoma  from  cymene  hexa-hydride,  a  tetra-hydride  is 
Ibrmed ;  by  jremoving  each  time  a  different  pair  of  hydrogen-atoms,  six  tetra-hydrides  may  be  formed^ 
each  of  which,  however,  will  always  correspond  to  one  of  the  others.  We  wiU,  for  instance, 
ilJuatrate  the  two  compounds  formed  when  we  remove  a  pair  of  hydrogens  from  carbons  1  and  2, 
and  from  carbons  1  and  6. 

Fia,  258  Fia.  259 

f 


44+. 

A^  Cyniene-tetra-hvdride 


A*  CymeDe-tetra-hydride 


Afi  long  as  ther«i  ia  no  di^oriminatiau  between  troota  and  backs  of  these  two  figures,  they  are  endently  ideotical,  the 
MMon  from  the  back  of  the  paper  being  exnotly  the  same  im  the  other  from  the  opposite  direction.  Bat  guppooing  the 
fffo  Sgtsros  are  moving  towards  ihe  obeerveri  fronts  and  backs  have  to  be  recognised,  and  then  at  once  a  difference  is 
tppueot,  the  double  bond  being  in  one  ^gure  on  the  right-hand  aide,  in  the  other  on  the  left.  Now,  it  ia  a  fact  that 
imongBt  terpenea  and  camphencs  two  compounds  have  nearly  always  been  fonnd  to  have  the  same  chemical  behaviour,  but 
to  differ  in  some  such  physical  property  aa  the  boiling  or  melting  point;  priucipallj,  howcTer,  in  their  action  on  polarised 
light,  one  turning  it  in  one  direction,  the  other  in  the  oppoeite  direction,  for  which  reason  they  are  termed  dextro-  and 
bto-eompoiiiidfl  of  the  terpene  in  quoBtion,  The  cauae  of  this  dl^ercnce  will  be  more  fully  disouased  afterwards  (p,  463) ; 
for  the  pi«««ni,  the  above  explanation  will  auffico  to  make  it  intelligible  that  there  may  be  a  difference,  though  we  cannot, 
Tith  oar  dia^mnfi,  indicate  it  better  than  by  the  two  &gurea  above.  Just  aa  theae  two.  A'  and  A*,  correspond,  so  do  A^  and 
A\  A»  and  A*.     There  are,  therefore,  three  eymene-tetra-hydridea,  each  with  a  corresponding  compound,  viz. 


FiQ.  260 


CYMENE-TETR  A-m'  DRIDES 
Fio.  261 


Fio.  262 


A*  corrcsp.  to  A** 


A*  correap.  to  A° 


A'  correap.  to  A* 


We  shall  now  see  which  componnda  have  been  assigned  to  them  respectively. 

A^  and  A®,  fig.  260:  Carvo-menthene,  Cj^,Hig,  b.p.  174°'5. 

d' and   A\  fig*   262:   Menthene,  OiqHjqJ   dextro-compound,   b.p.  167°'5;   laavo-compoond, 

The  qorfcctness  of  these  stractnres  has  been  placed  beyond  reasonable  doubt  {Ber.  xxvi.  p.  825). 

A*  aod  A*,  fig.  261 :  StmctnreB  have  been  suggested  as  those  of  menthene  {Ber,  xxi«  p.  459,  and  xxv.  p.  i44)»  but  that 
wimwiliiiiii  can  now  scarcely  be  supported;    no  other,  at  present,  known  compound  has  been  represented  by  fig.  261* 

ICJiffiMiieDtbene  and  menthene  do  not  occur  in  nature ;  they  are  laboratory  products. 
)      When  we  remove  two  pairs  of  hydrogen-atoms  from  cymene-hexa-hydride,  di-hydridea  are  generally 
produced ;  bnt  intermediate  Enka,  tri-JiydrkieSy  are  formed  by  removing  one  of  these  pairs,  partly 
from  the  ring  and  partly  from  the  side-chain,  i.e.  from  carbon-atoms  i  and  8 ;  or  by  removing  two 
fajiiogens  from  oTte  carbon-atom  in  the  ring : 
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CYMENE-TRI-HYDRIDES 


Flo.  263 


Fig.  2U 


4- 


^1  ♦  *  1*1)  A*  *  ' 

A»'<^*>,  fig.  26S:    Terpinolene,  C^Q'B^^,  b,p.   ISS^-ISd",  has  no   action    on   polarised  li^ht 
(inactive). 

The  above  structure  has,  with  great  probability  of  correctness,  been  assigned  to  the  componnd  known  by  this  namo 
{Ber,  xxvii.  p,  448).    Earlier  researches  {Ber,  xxi.  p.  172,  and  xsiv.  p.  1575)  gave  it  the  structure  of  fig.  265. 

d*  • '-,  fig,  2G4  :  Sylvestrene,  C|,,Hjg,  b.p.  IZS'^-ITG®  (Ber,  xxi,  p.  172),  occurs  in  Scandinavian 
and  Russian  turpentine. 

The  struotore  ^'  *  *  has  also  been  suggestedf  hat,  for  reasons  stated  on  p.  456,  neither  ia  very  probable. 


CYMENE-DI-HYDRJDES 


are  formed,  as  stated,  by  removing  two  pairs  of  hydrogen-atoms,  each  from  two  different  but 
neighbouring  pairs  of  carbon-atoms  in  the  ring.  Five  different  arrangeraents  of  the  double  bonds 
are  posf*ible  besides  a  corresponding  structure  to  each  of  the  first  four  of  the  following: 

Fifl.  265  Fto.  266  Fio.  207  Fio.  268  Fio.  269 


jq: 


i 


'  eorr.  to  A* 


A*  •  *  corr.  to  A*  • «        A*  *  *  corr.  to  A-  •  * 


■fff- 


A'^  •  ■*  corr.  to  A=>  ■ » 


A^'^andA^'^,  fig,  265:  Limonene,  CjpH^^;  dextro-limonene  (atren^?,  carvene^  hesrperidenfi 
b.p.  175°-176**;  Isevo-limoneiie,  same  b.p. 

The  former  occurs  in  a  great  many  ethereal  oils ;  the  latter  is  found  in  some  kinds  of  tmrpentme  oil. 

Di-pentene  {ianctive  llmontnw^  cin&ne^  cii^epuiene,  di-isoprene,    iso-ferebentene^   caoutchin,  di^m 
raknjlene),  C^^U^^,  b.p.  180"-182^  f 

It  occurs  in  Scandinavian  and  llussian  oils  of  turpentine,  but  has  also  been  prepared  by  mixing  equal  piirta  of  the  two 
limonenes,  and  is  therefore  generally  looked  upon  as  consisting  of  an  equal  number  of  dextro-  and  bifvo-linionene  moleoules, 
and  has  consequently  no  action  on  polarised  light,  the  two  limonenes  nentraUsing  eaeh  other.  Its  structure  has  been  oon* 
clusively  proved  k»  be  A'  ■  *  or  A'  ■ "  {Ber.  xxvii.  p.  450). 

The  same  structure  was  forniorly  attributed  to  terpinoleno,  lig.  203  {Bcr.  xxi,  p.  172),  and  also  to  iaoterpene  {fig.  267) 
(/ourrt.  d*  rus9.  ch.  0.  xv.  p.  471).  To  limonene  the  Btriictures.  figs.  2(i6«  207,  268,  and  269,  have  at  various  times  also  been 
given,  as  explained  below.  h 

^1  •  -i  or  A'  -  ^  tig.  266,  is  ascribed  by  one  of  the  atitlioritiea  {Ber,  xxi.  p.  169}  to  limonene,  bat  that  interpretation  mus^fl 
now  be  abandoned,  and  there  ia  no  othtir  known  terpene  to  take  its  place.  ^B 

A''*  or  A^'**j  fig.    267:   Iso-terpene,    0,^jH,^   (/?<}r.   xxi.    p.    171);   the   dextro-oomi)ound, 

b.p.  178'*'3,  and  the  laDvo-comfJoundj  b.p.  175". 

The  two  iso-terpcnes  are  by  some  authorities  {Ann.  ocxvi.  p.  236)  supposed  to  be  the  optically  active  modifications  of 
Urpinolene,  as  represented  by  tig.  265 ;  but  if  tig,  263  is  the  true  representation  of  this  compound— and  there  is  scarcely 
room  for  doubt— and  if  the  theories  to  be  afterwards  (p.  462  iJto.)  submitted  are  correct,  the  Btrueture  of  terpinolene  does 
not  admit  of  any  active  moditieationa.    So-called  lao-terebentenes  are  probably  identical  to  iso-terpenea.    The  same  structnro 
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A*  >  *  or  ^^'*  was  formerly  Ascribed  to  Umonenc,  fig.  3I>5  {Ber.  xxIy.  p.  15G5),  and  has  deo  been  prognosticated  as  ibut  of  an, 
as  jet,  hypothetical  lerpinene  (lig.  20S)  of  a  rather  higher  b.p,  (Ber.  xxvil.  p.  453), 

A***  or  A'"*,  fig,  268:  Terpinene,  C,(jH^g,  b,p.  174**  (Ber,  xxvii.  p.  453),  optically  inactive, 

Tblf  etnictare  has  been  ascribed  also  to  limonene  {Ber,  xx.  p.  4112)^  whilst  on  the  other  hand  an  altogether  di^erent  ona 
(A  i  ^li  fig,  275)  has  bean  saggested  for  terpinene. 

A-**t  fig.  2C9,  has  been  varioufilj  made  to  represent  pinene  {Ber.  vi.  p.  430)  and  dipeniene  {Ber.  xxi.  p.  lOd),  but  the 
eoiwtitationa  of  those  compounds,  aa  ropresented  by  figs.  271  and  265  respectively,  are  more  probable,  and  therefore  no 
eoiDpotmd  at  present  corresponds  to  £g.  260. 

OamplieiLes  (Pinanes) 

T^rpt-nps,  it  will  be  remembered,  were  formed  from  cyiiieue-hexa-hydride  by  removing  hydrogens  in  pairs  from  ncigh- 
hmrin^  carbon-atoms ;  in  the  formation  of  camphenea,  one  of  the  pairs  to  be  removed  is  atLached  to  two  carbon-atoms  in 
pars-positionB,  creating  by  their  removal  a  diagonal  bond,  characteristic  of  the  class.  In  representing  this  bond  pictorially, 
we  am  obliged  to  draw  the  two  respective  earbon-atoma  together  a  little,  inside  the  regulnr  heiiigon,  in  order  to  preserve  the 
lengths  of  the  valencies.  For  all  known  compounds  belonging  to  this  class  only  one  double  bond  besides  the  diagonal 
bond  has  been  soggestedi  and  thus  they  may  be  subdivided  into  two  groups,  according  as  the  double  bond  is  inside  or  outside 
thenng« 

a,    CAl^IPHE^ES   WITH    TOE   DOUBLE    BOND   INSIDE   TOE   RJ^NG 

Ouly  three  different   arrangements  are  possible  when  the  hydrogen-atoms  are  removed   from 
different  carbon-atonvs : 


Pig.  270 


Fio.  271 


Pio.  972 


aI**  corresp.  to  A^**  At-*  oorresp.  to  A  t-*  aI<^  corresp.  to  aS- ^ 

Al-^  and  A*-*,  fig.  270:  Caoiphene,  0^011,^^  (Bei\  xx'iv,  p.  1555,  and  xxv.  p.  1G9);  a  dextro- 
(tn.p.  48'^-54'*),a  laevo-  {terecamphene,  m.p,  45''-48''),  and  an  inactive  form  (m.p.  47°)  are  known. 


The  same  structnre  has  by  another  authority  iJoum,  d.  ntsa*  ch.  G,  xv.  p,  471)  been  assumed  to  represent  pinene 
(%in);  on  the  other  hand,  camphenc's  oonBtltution  has  been  interpreted  also  in  another  way  {vide  fig.  273). 

A*-*  and  A*^,  tig.  271:  Pinene,  terehentine  {Anti,  ccxxxis.  p.  49,  Ber*  xxi.  p.  469,  xxv. 
p.  1112)  exists  in  the  three  optically  different  forms  as  dextro- pinene,  ausiralene,  b.p.  156°,  kcvo- 
poene,  ierebeidene^  b.p.  ISo'^-laS"*,  and  inactive  pinene,  b.p.  155'*-156°, 

Til*  two  former  are  the  chief  constituents  of  different  oils  of  turpentine.  Other  structurea  suggested  for  pinene  tat 
<ln^969.27(^,  and  272,  besides  several  more^  including  some  with  open  chains  that  need  not  be  illustrated  here  {Ber.  xl.  pp.  152 
acid  1696^  ixiv.  p.  2188,  Joum,  d.  russ,  c/i>  G,  i.  p.  lilo). 

At**  and  A*-\  fig.  272.  This  structure  has  been  given  to  pinene  (Ber.  xxiv.  p.  1539)  in 
|llHifafiHi.o  to  tig.  27  ly  fonnerly  suggested  by  the  "same  authority  (Arm,  ccxxxix.  p.  49). 

ficHOewhat  relat^^d  to  this  group  is  a  structure  Fio.  273 

CQggwt^d  for  camphene  (v{d£  tig.  270),  in  which  * 

Uie  iao-prapyl-radical  is  bound  to  the  ring  by  two 
of  its  valencies. 

It  is  interesting  as  a  connecting  link  between 
Uiis  group  and  the  following  one,  in  which  iso- 
prrjpyl  is  converted  into  propenyl  nr  allyl.  For  a 
nttrect  interpretation  of  tbis  and  other  structures 
With  diagonal  bonds,  see  p.  53  and  figs.  695  and 
5M,p.l44^  At  At 

1.1 
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h.    CAJIPHENES   WITH  THE  DOUBLE  BOND   ODTSIDE  THE  RING 

We  know  bat  three  compoonds  for  which  stracturea  of  this  kind  have  been  suggested : 
Fm.  274  Fm.  275  Fig.  276 

T 


Ai    I 

PheUimdrene.  C,„H„  ;  b.p.  171-172« 


■^l 


A** 


(Bci 


.  p.  175) 


Terpinene*  CjoHi«  ;  b.p.  179-181'' 
{Ber,  xxi.  p.  175,  xiiv*  p.  1577) ; 
see  alfio  text  to  fig.  2G8 


Laaietie,  OioHia ;  b.p.  173** 
(Ber.  XXI.  p.  17K) 


Oil  of  htrpenti'ne.  The  Fronck  oil  conaista  almost  entirely  of  Isevo-pioenB^  whioli  also  ocoura  in  Venice  tnrpentiDe 
and  Canada  balsam.  Dextro-pinene  ia  contained  in  American  and  Scotch  oils  and  sylveatrono  (see  p.  48),  in  conjimotion 
viih  di-pentene  in  Scandinavian  and  Eussian  oils  of  iurpontine,  obtained  from  the  roots  of  Pinus  sylvesirts. 

Terebene  ia  oil  of  turpentine  distilled  with  5-per-ceat.  concentrated  Bulphurio  acid^  waabed  with  dllnted  solatlon  of 
sodinm  oarbonate,  treated  with  chloride  of  calcium,  and  again  distilled,  being  converted  cbleEj  into  dipentene*  having  an 
odour  of  ihjme  and  terplncol  with  a  clash  of  hyacinths  (vide  fig*  4SQ,  p.  98).  Used  as  a  disinfectant  and  antiseptic,  and 
for  inhalation  in  bronchitis  and  winter-eongh. 

Dextm-liTrumene  ia  a  coiiBtitTient  of  the  oils  of  orangerind^  of  dill,  lemon,  bergamot,  oarawaj,  and  of  many  other  oils. 

Letvo-Umonene^  together  with  lievo-pineno^  is  present  in  the  oil  of  fir  conea. 

VipenUfie  ia  fonnd  in  the  ethereal  oil  of  the  camphor  tree.  All  terpenes  are  converted  into  dipentene  through  the 
motion  of  sulphuric  acid,  and  into  cymene  bj  iodine.  Piullatidrctic  is  present  in  the  ethereal  oil  of  Phellandrum  aqtiaticum, 
elemi  and  encalyptna  oils. 

All  the  other  terpenea  are  laboratory  products* 

Eetinol^  resinol,  or  rosinol  is  a  liquid  from  destructive  distiUation  of  rcsin^  oonaisting  of  hydrocarbona  of  varlona  constitn- 
tions.  It  IS  used  for  blenorrhcea,  and  ia  an  excellent  solvent  for  iodol,  aristol,  camphor,  chryaophanio  acid,  cocaine^  codeine, 
stTychnioc,  carbolic  acid,  creosote,  and  phosphorus. 

Catramin  is  turpentine  derived  from  Abi^s  canadensis  hahamica.  Uaed  for  tuberculoais  and  lupus  as  saboat&neoaa 
injection,  and  as  embrocation  ;  also  internally,  and  as  T&ponr  for  inhalation* 

SESaUI-,   DI-,   AND   P0LY-TERPENE3 

Terpenea  and  atmphenes  may  be  considered  formed  from  two  molecules  of  iso-prene,  C^H^^ 
by  polt/m^frisation^  or  spcnitaneom  fraTwformaiion^  in  a  similar  way  as  we  have  seen  benzene  formed 
from  three  molectdes  of  acetylene,  p.  32  -,  the  strnctnre  of  isoprene  is,  however,  not  sufficiently 
knoTvn,  and  the  process  can  therefore  not  be  illustrated;  bnt  fig.  278  is  a  suggested  structtire  of  a 
eesqui-terpene, 

Fio.  278  This  spontaneous  transform  at  ion  is  not  limited 

to  two  molecules  of  isoprene ;  three,  four,  or  more 
luolecules  may  unite,  and  the  produce  is  t^ermed 
«csgia''(Ci,HgJ,  di^{C^^R^^)^  or  poly-terpenes 
(CanH.n),  Colophen  ia  a  di-terpene ;  caoutchouc 
and  gutta-percha,  poly-terpeneg.  Indiarubber  m 
said  to  have  formed  spontaneously  from  isoprene 
{CKm  &  D.  xl.  p.  870);  and  as  turpentine  may 
be  converted  into  that  compound,  a  possibility  is 
opened  for  making  indiarubber  from  turpentine* 


6       o       o 

Cftdinene,  O15H34,  b.p.  274°  (Ann,  coxxxix.  p. 


I 
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THB  DIAGONAL  BOND 

We  meet  with  this  mode  of  binding  for  the  first  time  in  the  terpenes,  and  it  requires  therefore 
a  few  words  of  explanation. 

The  hexagon  is  by  this  bond,  as  it  were,  cut  in  halves. 


Fio.  279 
9 


TT 


It  will  be  seen  that  the  benzene-ring  has  changed  into  two  interlocked  rings  of  four  carbon- 
atoms  each,  of  which  two  are  common  to  both  rings.  If  we  stretch  out  the  valencies  of  each  ring 
in  order  to  get  symmetrical  figfures  we  obtain  this  structure : 


Fia.  280 


Fio.  281 
9 


which  may,  perhaps,  better  be 
drawn  thus : 


Terpinene  and  laurene,  for  instance,  would  then  have  these  forms : 

Fia.  282  Fio.  288 
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Laurene 


showing  plainly  that  these  compounds  are  condensed  tetra-methylenes  (vide  fig.  120,  p.  25),  and  no 
longer  benzene  derivatives. 

The  idea  of  the  diagonal  bond  has  found  so  much  favour  with  some  chemists  that  they  have 
applied  it  to  the  benzene  itself,  making  of  all  the  double  bonds  diagonal  ones — 
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Fig.  2U 


ill  accordance  witb  whicli  cymene  (fig.   142,   p.  29)  would  assume  such  form  (vide   Bsr,    xxv. 
p.  nil); 


Fm.  285 


This  is  called  CIauB*s  riocr,  the  other  one  being  Kekul(§*s,  named  aft^r  their  propoimders. 
Several  others  have  been  proposed,  with  cross  bindings  in  all  directions  j  but  Kekul6*b  formula  is  the 
one  by  which  most  reactions  can  be  explained  without  too  much  strain.  Some  properties  of 
benzene-compounds  (refractive  power  and  specitic  volume)  lead  to  tlie  conclusion  that  tlime  double 
bonds  exist,  but  other  properties  (heat  of  combustion)  prove  that  there  are  only  single  bonds 
present. 

To  add  to  our  trouble  the  positions  1  :  2  and  1  :  6  are,  in  point  of  factj  identical ;  there  is  no 
doubt  about  that ;  but  it  is  difficult  to  see  why  they  are  so  when  they  look  bo  different — 


Fia.  280 


Position  1 ;  2 


Fig.  287 


Position  1 : 6 


being  in  tlie  first  instance  bound  by  single,  in  the  second  by  double  linkage. 

Kekule  has  tried  to  solve  the  problem  by  assuming  a  theory,  now  generally  accepted,  that  the 
atoms  are  not  stationary,  but  continually  in  motion. 

Though  not  ex^actly  KekulS's  notion,  the  following  explanation  may  serve  as  a  popular  form  for 
the  idea. 

The  second  linkages  in  the  benxene  ring  m*e  moving  Uke  pendulums^  striking  alternately  their 
neighbours  to  the  right  and  to  the  letl.  Consequently  the  ring  will  have  alternately  one  of  these 
two  forms: 

Vtr,,  2HS  Fio.  289 
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Then,  of  course,  there  will  be  no  difference  as  regards  the  positions  1  :  2  and  1  :  6,  and  it  will 
make  no  difference  in  which  of  these  positions  we  draw  the  double  bonds.  There  are  several 
instances  of  such  re-arrangements  of  the  bonds  in  compounds  which  we  are  going  to  consider 
by-and-by. 

On  their  way  from  one  side  to  the  other  there  will  be  a  moment  when  all  second  linkages  will 
point  towards  the  centre. 

Fio.  290 


In  this  way  everyone  gets  his  due,  should  thank  the  gods,  and  rest  content. 

The  latest  views  on  this  subject  cannot  be  discussed  here,  but  will  be  found  on  p.  482. 


4.    Benzenes  and  Acetylenes 

a.    ONE  BENZENE  AND  ACETYLENE 
Fig.  291 


Phenyl-acetylene,  CgHe ;  b.p.  140' 


h.    TWO  BENZENES  AND  ACETYLENE 
Fig.  292 


Tolane,  diphenyl-acetylene,  O14H10 ;  m.p.  60** 
i5  formed  from  stilbene  (fig.  255,  p.  48)  hy  abstraction  of  two  hydrogen-atoms. 
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C.    TWO  BENZENES  AND  DI-ACETYLENE 
Fio.  293 


Di-phenyl-di-aoetylene,  OxeHjo ;  m.p.  97** 

5.    Benzene  and  Fentamethylene 

Fio.  294 


Phenyl-pentamethylene,  O11H24 ;  hypothetioaL    Theoretioal  deriyatiTes :  antipyrin,  oxyearbamll,  fto. 


6.    Benzene,  paraffin,  and  naphthalene 

Fio.  295 


Benzyl-naphthalene,  OxtH^^  ;  m.p.  58^-6.    Theoretioal  derlTatives :  narootine,  hydrastine 
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7.   Benzene  and  derivatives  mutually 


TWO  BENZENES! 
Fio.  296 


Di-phenyl,  phenyl-benzene,  CxaHxo ;  m.p.  71^ 

i.    TWO  CYMENES  (fig.  240,  p.  45) 
Fio.  297 


Di-Cymene,  CaoHse ;  not  yet  prepared.    DerivatiYes :  aristol  and  oarvaozol 

C.    TWO  METHYL-m-ISO-BUTYL-BENZENES  (fig.  241,  p.  45) 
Fio.  298 


Di-meihyl-di-ffi-iso-botyl-di-benzene,  O^ft'H.^o  l  not  yet  prepared.    Deriyathe:  eazophene 
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d.    THREE  BENZENKS 


e.    FOUR  BENZENES 
Fm.  300 


Fio.  299 


Di-phenyl-benzene,  CisHx4;  m.p.  205^ 


Tri-phen^-benzene,  C,4Hie ;  m.p.  170° 


8.    Naphthalenes  mutually 
Two  naphthalenes  may  be  anited  in  different  ways.     Here  are  three  of  them : 


Pio.  302 


Fio.  801 


a-a-di-naphthalene,  C20HX4 ;  m.p.  154°  ; 
theoretical  deriTativeB :  qainine,  cmchonine ;  vide  p.  410 


o-/3.di.naphthalene,  CjoHi^ ;  nup.  76* 


Fio.  303 


/3-/3-di-naphthalene,  CsoHi4 ;  m.p.  187° 
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B.    Oombinations  witli  double  bonds 

1.    Di-valent  benzene-radicals  (phenylene)  and  paraffin -radicals 


a.    TWO  PHENYLENES  AND  METHANE 
Fig.  304 


Flaorene,  di-phenylene-methane,  C13H10  ;  m.p.  112** 
is  present  in  coal-tar,  crystallises  in  plates  with  a  beautiful  violet  fluorescence. 

b.    TWO  PHENYLENES  AND  TWO  METHANES 
Fio.  305 


Anthracene  di-hydride,  Oi^Hia  ;  m.p.  107® 

may  also  be  regarded  as  three  condensed  benzene-nuclei,  of  which  the  one  in  intermediate  position 
is  hydrated,  i.e.  two  hydrogen-atoms  added. 


.    C.    TWO   PHENYLENES   AND   ETHANE 

The  three  radicals  combine  in  this  manner : 


Phenylene        ethane        phenylene 

less  foar 

hydrogen  atoms 

(acetylene) 


Fio.  307 


Anthracene,  C14H10  ;  ni.p.  213° ;  colourless 
plates  with  magnificent  blae  flaorescence ; 
mother- sabstance  of  many  important 
dyes — alizarin,  purpurin,  rufol,  &c 
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or  represented  by  the  diagonal  bond  Ro.  308 


Anthracene  is  generally  represented  as  a  compound  consisting  of  three  condensed  benzeno-nuclei. 

Fio.  809 


This  is,  however,  misleading,  as  it  is  really  two  phenylenes  united  through  the  agency  of  ethane, 
or  perhaps  rather  acetylene.  The  formation  of  anthracene  from  benzene  and  ethylene  direct 
indicates  its  constitution  ;  it  may  also  be  looked  upon  as  derived  from  asymmetrical  di-phenyl-ethane 
by  removal  of  four  hydrogen-atoms  (vide  fig.  249,  p.  47). 

2.    Benzene  and  indene 

Pig.  810 


Fluoranthene,  idiyl,  OxgHi^ ;  m.p.  109° 

3.    Benzene  and  naphthalene 

Fio.  311 


Pyrene,  OitHx© ;  m.p.  liS** 


\ 


FUTURE  NOMENCLATURE 


61 


4.    Benzene,  naphthalene,  and  paraflaji 

¥iQ.  312 


Di-metliyl-plienjlen©*implit!ialene»  0ibHi4  ;  hjpothetlc&l*    TbeoTetical  deiivativoB ;  morphine,  oodeloe,  Ac. 


The  Nomenclature  of  the  Future 

Thongh  this  question  is  still  pending  it  may  perhaps  interest  the  reader  to  know  something  of  it. 

The  nomenclature  of  hydrocarbons  with  open  chain  may  be  considered  settled  in  its  main  feature ; 
the  proposal  laid  before  the  Congress  at  Geneva  is  merely  an  enlargement  of  a  system  which ^ 
origmaliy  proposed  by  the  late  Professor  A.  W.  Hofmaon,  has  slowly  but  surely  been  gaining  more 
and  more  ground.  It  is  founded  on  the  principle  whicb  it  is  intended  to  apply  to  the  whole 
nomenclature,  that  a  systematic  name  should  in  every  instance  indicate  the  structural  formula  and 
the  character  of  tlie  respective  compomids. 

Accordingly  it  was  proposed  that  all  hydrocarbons  should  b©  known  by  the  number  of  the 
carbon-atoms  by  which  the  straight  chain  in  the  structure  of  the  respective  compounds  is  repre- 
sented by  the  law  of  atomic  linking,  the  number  being  expressed  by  the  Gr^ek  designations  of 
the  numerals  j  in  the  presence  of  side-chaing  where  several  interpretations  are  possible,  that  by 
which  the  longest  straight  chain  can  be  formed  is  bo  be  chosen  ;  for  instancej  the  structure  of  pseudo- 
pentane  may  be  looked  upon  in  two  different  ways^  as  represented  either  by  fig*  56  or  by  fig»  57, 
p,  14 :  the  first  of  these  is  represented  by  a  straight  chain  of  four  carbon-atoms,  and  is  therefor© 
to  be  chosen  in  preference  to  the  other,  the  straight  chain  of  which  consists  of  three  carbon-atoms 
only. 

The  saturated  componnds  are  to  be  distingaislied  by  the  suffix  -aiw,  those  with  double  bonds 
by  ~ene,  with  triple  bonds  by  -ine,  and  tbose  with  mixed  double  and  triple  bonds  by  -e?ime,  but 
probably  not  considering  eoch  bonds  in  side-chains. 

When  we,  however,  come  to  the  application  of  these  excellent  rules,  w©  start  with  four  exceptions: 
methane,  ethane,  propane,  and  butane,  with  their  suffixes -e??.^  and-ine  (and-enme  in  the  case  of  butane), 
will  retain  their  old  nameSj  but  the  rest  of  the  hydrocarbons  will  strictly  follow  the  rules;  pentane, 
pentene,  pentine,  pentenine,  hexane,  hexene,  hexine,  hexenine,  &c. 

The  carbon-atoms  are  to  be  distinguished  by  their  ordinal  number  in  the  straight  part  of  the 
chain,  commencing  in  asymmetrical  structures  from  the  end  most  proximate  the  asymmetrical 
caufle ;  in  case  the  asymmetry  wholly  or  partly  arises  from  side-chains^  the  numbering  is  always 
regulated  by  them,  and  if  two  of  them  are  symmetrically  placed  but  of  different  structures,  that 
end  is  to  be  chosen  which  is  nearest  the  simpler  of  the  two,  and  in  case  of  simultaneous  presence 
of  a  double  and  a  triple  bond  in  straight  chains,  without  side-chains,  the  numbering  is  to  commence 
from  the  end  nearest  to  the  highest  bond. 

The  po  Jlions  of  double  and  triple  bonds  are  to  be  indicated  by  numeral  ot  the  lowest  numbered 
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of  the  two  carbon- atoms  connected  by  such  bond,  and  the  number  of  bonds  in  a  chain  is  indicated 
by  prefixing  the  teriiiinations  '•e}ie^  and  -hie  by  di-^  in-,  &c. ;  e,g.  diene^  cttt?ie,  tneTie,  &c. 

The  positions  of  side^chains  are  to  be  indicated  by  the  nnmberof  the  carbon-atom  to  which  they 
are  attached,  and  in  the  ease  of  two  side-chains  being  attached  to  the  same  carbon-atom,  the  number 
of  the  simpler  is  to  be  indexed. 

The  matual  order  of  carbon-atoms  in  side-chains  is  indicated  by  indexing  numerals,  e.j. 
2*5  2^5  2^,  &c.,  commencing  with  the  atom  attached  to  the  main  chain. 

Side-chains  are  looked  upon  as  mdicals  of  hydrocarbons ;  those  formed  from  saturated  hydro- 
carbons retain  their  present  designation  as  mtthyly  cthjl^  &c.. ;  those  from  unsaturated  hydrocarbons 
change  the  snffixes  -ene  and  -iTW  into  -mitjl  and  Hnyl  j  thus  alJyl  becomes  2  i^^opew/y^ ;  propenyl,  1 
prop€7iyl;  *  acetenyl,  ethinyl ;  and  propargyl,  2  propinylj  Sic. 

When  side-chains  are  present  in  side-chains  the  suffix  -yl  is  changed  into  the  letter  o :  method 
etfu}^  &c. 

Some  examples  will  illustrate  these  rules. 


Old  Ndtnencluiure 

Di*methyl-ethyl-m ethane  (ligs.  56,  57,  p.  14) 
Tetra-raethyl*methane  (fig.  60,  p.  14) 
Iso-bexaiie  (tig.  64^  -p.  15) 
Methyl-di-ethyl-methane  (fig.  66,  p.  15) 
Tetra-methyl-ethane  (fig,  6B,  p.  16) 
Tri-methyl-ethyl-methane  (fig.  70,  p.  16) 
Amylene  (fig.  182,  p.  35) 
Iso-propyl- ethylene  (figs,  188,  189,  p.  36) 
a-methyl-ethyl-ethylene  (fig.  190,  p.  36) 
/3-         .,  „  (%.  191,p.  36) 

Tri-methyl-ethylene  (lag.  102,  p.  36) 
Piperylene  {fig.  200,  p.  38) 
Acetylene  (tig.  206,  p.  39) 
Crotonylene  (fig.  212,  p.  39) 
Valerylene  (fig.  215,  p.  10) 
Di-methyl-tetra-aeetylene  (fig.  222,  p.  41) 
Valylene  (fig-  223,  p,  41) 
T>i-allylene  (fig,  224,  p,  41) 


New  NoTnendaiure 

2  ,  methyl-butane 

2' .  2  .  di-niethyl-propane 

2  .  methyl-pentane 

3  ,  methyl-pentane 

2.3.  di-methyl-bntane 
2' ,  2  .  di-methyl-butane 

1  .  pentene 

2  .methyl  3  .  butene  (fig,  188) 
2  .  pente"ne  (fig.  82,  p.  20) 

2  ,  methyl  1  ,  butene 
2  .  methyl  2  .  butene 

1.4.  pentdiene 
ethine 

2  .  butine 
2  .  pen  tine 

2.4.6,8.  decatetrine 
3.1.  pentenine 
5,1,  hexenine 


Although  the  snfiixe;^  -nne,  -enc^  -inc  may  suit  French  chemists,  there  are,  from  an  English  point 
of  view,  several  well-founded  objections  to  their  adoption,  and  they  will  probably  have  to  be 
modified.  The  German  chemists  are  still  using  them  in  the  form  proposed  by  Hofmann  as  -an^  -«», 
and  -m. 

The  nomenclature  of  hydrocarbons  with  closed  chain  as  proposed  by  the  French  committee  met 

with  BO  many  objections  that  the  discussion  was  postponed  to  a  future  opportunity, 

*  Li  order  to  distia^ish  propyl  from  iso-propyl,  propenjl  from  iso-propenyl,  &q.,  the  role  of  forming  the  loDgest  poBsible 
fham  muat  not  be  applied  to  Bide-ehains :  iso-propyl  will  then  become  metho-ethyl ;  iso-propenyl.  ni^tJuiethiinylt  Ac. 
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Derivatives  of  Hydrocarbons 

All  componnds  hitherto  considered  were  composed  of  carbon  and  hydrogen  only ;  hence  their 
name  hydrocarbons. 

Commencing  with  methane  we  have  seen  paraffins,  defines,  acetylenes,  cyclo-hydrocarbons,  con- 
secutively derived  from  this  the  least  complex  of  hydrocarbons  by  the  simple  process  of  removing 
hydrogen-atoms  in  pairs. 

As  methane  is,  as  it  were,  the  foundation-stone  of  the  hydrocarbons,  so  these  in  turn  are  the 
foundation  upon  which  a  wonderful  fabric  is  built  by  introducing  elements  into  the  binding  cement 
of  these  hydrocarbons. 

The  most  important  of  these  introductions  are  the  elements  chlorine,  bromine,  iodine,  oxygen, 
sulphur,  and  nitrogen.     We  shall  first  consider 

The  Oxygen  Derivatives 

Reaction  of  Hydrogen  Peroxide  upon  Hydrocarbons 

Oxygen  :  Index,    »  ♦  •      Chemical  symbol,  0 

The  oxygen  atom  has  two  valencies,  and  combines  therefore  either  with  one  dyad  atom  or  with 
two  monad  atoms,  or  can  satisfy  two  free  valencies  in  a  compound. 

Like  other  atoms  it  cannot  exist  in  the  free  state,  but  must  combine,  and,  in  the  absence  of  any- 
thing better,  will  do  so  with  a  similar  one  forming  a  molecule  of  oxygen : 

Fio.  318 


Its  combination  with  two  hydrogen-atoms  is  water : 

Fio.  814 

Water 

If  we  remove  one  hydrogen-atom  from  water  we  have  a  radical  termed  hydroxyl. 

Fio.  816 


Hydroxy! 
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If  we  remove  one  hydrogen-atom  from  each  of  two  water-molecoles 

Fi».  316 
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the  bydroxylfi,  incapable  of  independent  existence  with  their  yalendes  free,  unite  forming  a  com- 
pound  termed 

Fio.  317 

o-o 
Peroxide  of  hydrogen,  or  a  moleenle  of  hydrozyl 

Oxygen  combines  with  all  the  other  elements  except  fluorine.  When  the  act  of  combining  is 
accompanied  by  emission  of  heat  and  light  it  is  called  combustion.  At  the  moment  of  combustion 
of  hydrogen  or  hydrogen-compounds  peroxide  of  hydrogen  is  always  formed,  and  in  all  probability 
this  precedes  the  formation  of  water  invariably ;  but,  at  the  same  instant,  the  peroxide  is  reacted 
upon  by  hydrogen-atoms  or  other  free  valencies  present  (Ch.  N.  Ix.  p.  15 ;  Ber.  xviii.  p.  1881), 
and  there  are,  therefore,  two  incidences  in  combustion  (oxidation)  which  may  be  illustrated  thus : 

One  molecule  of  oxygen  and  one  of  hydrogen  split  up  and  form  one  molecule  of  peroxide  of 
hydrogen. 

Fio.  318  Fio.  819 
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Another  molecule  of  hydrogen  reacts  upon  the  peroxide  of  hydrogen  forming  two  molecules  of 
water: 

Fio.  320  Fio.  831 


If  in  the  latter  case  one  of  the  atoms  in  the  hydrogen  molecule  is  substituted  by  a  hydrocarbon 
radical,  the  process  will  be  the  same,  only  we  get  one  of  the  hydroxyls  attached  to  a  hydrocarbon 
radical  instead  of  to  a  hydrogen-atom : 


Fio.  822  Fio.  328 
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In  this  way  we  can  react  upon  all  the  hydrocarbons  we  have  made  acquaintance  with  hi  the 
preceding  pages,  introducing  one  or  more  hydroxyls  into  each.  The  class  of  compounds  when  thus 
formed  from  open  chains  is  in  the  language  of  chemists  called  ALCOHOLS,  and  that  from  closed  chains, 
PHENOLS. 
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AIooboI'B  and  phenora  indea 

PIBST    OBOUP 

ALCOHOLS 

Ab  there  are  numerons  hydrocarbons,  it  follows  that  there  must  be  many  more  alcohols,  becaase 
not  only  can  a  varying  number  of  hydroxyls  be  introduced  into  a  molecule  of  hydrocarbon,  but 
the  same  number  may  be  placed  in  a  variety  of  positions  in  that  same  hydrocarbon  (isomers),  their 
chemical  behaviour  characterising  them  as  members  of  the  same  class. 

The  number  and  position  of  hydroxyls  in  the  molecule  are  used  as  the  readiest  means  of 
classification. 

According  to  the  number  of  hydroxyls,  the  alcohols  are  divided  into  classes,  with  ooe,  two,  three, 
Ac.,  hydroxyls : 

a.  Monnicid  alcohols  with  one  hydroxyl,  e.g. 

Fia.  325 
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Ordizuury  alcohol,  spirits  of  wine ;  from  ethane  (fig.  16,  p.  8) 
i.  Di-acid  alcohols  with  two  hydroxyls,  e.g. 
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Glycol,  ethylene-alcohol ;  from  ethane  (fig.  16,  p.  8)  or  ethylene  (fig.  179  p.  85} 
e.  Trinieid  aJeohols  with  three  hydroxyls,  e.g. 
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Glycerol,  glycerin ;  from  propane  (fig.  18,  p.  8) 
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d.  Tetronocid  alcohols  with  four  hydroxyls,  e.g. 

Fio.  828 
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Erythrol,  erythrite;  from  butane  (fig.  21,  p.  9) 


e,  PeniHicid  alcohols  with  five  hydroxyls,  e.g. 

Fio.  329 
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Adonitol ;  from  pentane  (fig.  23,  p.  9) 


/.  Hex-^icid  alcohols  with  six  hydroxyls,  e.g. 
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Mannitol,  mannite ;  from  hexane  (fig.  45,  p.  12) 

g.  Hept-adi  alcohols  with  seven  hydroxyls,  e.g. 

Fio.  881 
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Perseitol ;  from  heptane  (fig.  46,  p.  12) 

Oct-acid  alcohols,  man noctite  and  glucooctite  and  also  a  non-acid  alcohol  glucononite 
have  recently  been  prepared  {Ann.  cclxx.  pp.  98-107 ;  Ber.  xxiii.  p.  2235). 

These  classes  are  also  termed  mon-atomic,  di-atomic,  &c. ;  as,  however,  mon-acid  &c.  conveys  a 
definite  meaning  which  the  other  does  not,  the  latter  designation  is  preferred  by  many.  '  Atomic ' 
and  *  acid '  in  this  combination  are  not  expressions  for  identical  ideas,  as  we  shall  see  when  we  come 
to  consider  the  acids,  and  should  therefore  not  be  confounded. 

Each  of  the  classes  is,  according  to  the  position  of  hydroxyls,  subdivided  into  three  other 
classes. 
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1.  Primary  alcohobj  in  which  the  carbon-atom  in  the  hydroxy  1-link  is  in  direct  connection  with 
no  more  than  one  other  carbon-atom,  thus : 


Fio.  332 
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2.  Seeondcury  alcohols^  in  which  the  carbon-atom  is  in  direct  connection  with  two  other  carbon- 
atoms: 

Fio.  334 
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3.  Tertiary  alcohoUj  in  which  the  carbon-atom  in  the  hydroxy  1-link  is  in  direct  connection  with 
three  other  carbon-atoms : 

Fio.  335 
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llie  chemical  behaviour  of  the  three  classes  differs,  and  from  their  reactions  conclusions  may  be 
drawn  as  to  the  positions  of  the  hydroxy  Is. 

We  shall  now  consider  a  few  of  the  better  known  or  more  instructive  members  of  the  alcohol 
dass. 


A.    Mon-acid  Alcoliols 

1.    ALCOHOLS  FROM  PARAFFINS 

From  methane  (fig,  14,  p.  7)  is  derived  methyl-alcohol  or  wood  spirits : 

Fig.  336 
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Kethyl-Aloohol,  oarbinol,  or  wood  spirits,  OH^O ;  b.p.  66^-8 
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From  ethwne  (fig.  16,  p.  8) 
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Ethyl-aloobol,  ordinary  alcohol,  spirits  of  wine,  C2H0O ;  b.p-  78**-3 


From  propane  (fig.  18,  p.  8)  two  alcohols  are  derived^  one  primary  and  one  secondary : 
Fio.  338  Fig.  339 


Primary  propyl-alcohol,  C^Ufi ;  b.p.  97**'4 ; 
occurs  in  raw  spirit 


Secondary  propyl-alcohol,  CsHgO ; 
b.p,  82°-8 


From  butane  (fig.  21,  p.  9)  four  alcohols  are  derived.  They  are  all  known,  but  only  one  of 
them  has  been  introduced  into  materia  medica,  viz.  tri-methyl-carbinol,  derived  from  tri-methyl- 
raethane  (fig.  53,  p.  13), 

Fig.  340 
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THmethylcarbinol,  O^HxqO  ;  m.p.  25° ;  tertiary  alcohol ;  a  sedative 

From  normal  pentane  and  its  two  isomers,  iscnpentane  and  tebra-meihyl-methAme  (figs.  55,  57, 
60,  p.  14),  eight  different  alcohols  are  possible,  and  all  are  now  actually  known.  As  they  are  rather 
instructive  we  shall  give  their  pictorial  representation  here. 

From  the  normal  pentane  three  difierent  alcohols  may  be  derived,  one  primary  and  two  secondary : 
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Normal  amyl-  (pentyl-)  alcohol,  0.^Hx90 ;  b.p.  137° ;  primary  alcohol ;  occors  hi  fasel  oil 
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Methyl-propyl-carbinol,  OsHiaO ;  b.p.  lid** ; 
secondary  alcohol 


Di-ethyl-carbinol,  CaHjsO;  b.p.  116^*5; 
secondary  alcohol 


From  pseudo-peTUane  (fig.  57,  p.  14),  four  alcohols  are  possible  and  known : 
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bo-bntyl-carbinol,  inactive  (iso-)  amyl-alcohol,  CsH^sO  ;  b.p.  131^ ;  primary  alcohol ;  chief  constitaent  of  fusel  oil ; 
poisonous ;  causes  the  toxic  after-effects  of  intoxication  by  brandy 
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Biethyl-iso-propyl-carbinol,  CsHiaO ;  b.p.  111>113° ;  secondary  alcohol 


Fio.  846 
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Active  amyl-alcohol,  C5H19O ;  b.p.  128° ;  primary  alcohol ;  turns  the  plane  of  polailsation  to  the  left 
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Fio.  347 
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or,  hydroxyl  changing  position 
-o     with  one  of  the  methyl 
the  end  carbon : 
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Amylene-hydrate,  di-methyl-ethyl-carbinol,  CsHiaO  ;  b.p.  102^*5  ;  tertiaiy  alcohol ; 
hypnotic,  between  paraldehyde  and  chloral 


The  eighth  of  possible  pentyl-alcohols,  according  to  our  tieory,  has  recently  been  prepared 
(Oh.  Ztg,  1891,  p.  15).  Theoretically  it  is  formed  from  tetra-methyl-methane,  and  its  atructare  is 
thas  illustrated : 


Fig.  849 
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Tetra-methyl-oarbmol,  CsHiaO ;  m.p.  48-50^ ;  primary  alcohol 

From  heptane  is  derived 
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Primary  heptyl-alcohol,  C7H10O ;  b.p.  176® 


Not  much  need  be  said  about  the  rest  of  mon-acid  paraffin  alcohols.  Cetyl  alcohol  or  aethal, 
CiqHj^O,  supposed  to  be  a  normal  hexadecyl  alcohol,  is  in  combination  with  palmitic  acid  (as  ether, 
vide  p.  232),  the  chief  constituent  of  spermaceti.  All  normal  alcohols  up  to  twelve  atoms  of  carbon 
are  faiown  ;  but  as  to  their  isomers,  theory  and  facts  are  sadly  at  variance.  Out  of  3,133  possible 
isomers,  only  sixty  are  known,  and  the  more  we  might  expect,  the  less  there  appear  to  be.  The 
highest  homologue  is  tarchonyl  alcohol,  CgoHipjO,  but  between  this  and  dodecyl  alcohol  only  eight 
alcohols  are  actually  known  out  of  eight  to  ten  billions  theoretically  possible. 
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2.    AliOOHOIiS  FROM  OLBFINBS 

are  formed  in  the  same  way  as  from  paraffins,  but  comparatively  few  are  actually  known.    The  first 
member  is  formed  from  ethylene  (fig.  1 79,  p.  35) : 
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Vinyl-alcohol,  C9H4O ;  primary  alcohol ;  occurs  as  an  imparity  in  ether  {Ber,  zzil.  p. 
From  propyleiie  (fig.  180,  p.  35)  is  derived 
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Allyl-aloohol,  propenyl-alcohol  CnHeO ;  b.p.  96^*6 ;  primary  alcohol 

Prom  pseudo-imtylene  (fig,  185,  p.  36) 

Fig.  353 
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Crotyl-alcohol,  C^H^O ;  b.p.  117® ;  primary  alcohol 


And  as  samples  of  secondary  and  tertiary  alcohols  : 
From  normal  amylene  (fig.  187,  p.  36) 

Fio.  354 
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Vinyl-ethyl-carbinoli  C5H10O  ;  b.p.  114**  {Beilst  i.  p.  261) ;  secondary  alcohol 

Fio.  355 
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Di-methyl-allyl-carbinol ;  CeH^aO;  b.p.  119°'5;  tertiary  alcohol 


74 


OXYGEN-COMPOUNDS 


3.    ALCOHOLS  FROM  DI-BTHYLENBS 

A  few  alcohols  belonging  to  this  series  are  known. 

Prom  di'rn£thyIr^uHnyJriso^opyl^rnethane  (fig.  140,  p.  29)  is  derived 
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Geraniol,  O^oHisO ;  b.p.  232° ;  primary  alcohol ;  the  fragrant  fluid  oonstitoent  (elsoptene)  of  Indian  oil  of  geraniam 

When  the  hydroxyl  and  a  hydrogen  at  the  end  of  the  chain  and  both  hydrogen-atoms  on  the 
sixth  carbon-atom  (from  the  alcoholic  end)  are  removed  in  form  of  water,  H^O,  and  H,,  the  compound 
is  transformed  into  cymene,  with  a  dosed  chain  (comp.  figs.  140-142,  p.  29). 


Cymene 
From  ddr-iso-propyl-hufine  (fig.  143,  p.  29)  is  derived 
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Bhodinol,  CxoH^sO  ;  primary  alcohol ;  eliBoptene  of  attar  of  roses 

When  hydroxyl  is  removed  from  one  end  of  the  chain,  and  a  hydrogen-atom  from  the  other,  the 
cyclo-hydrocarbon  KmoneTie  is  formed  (comp.  figs.  143,  144,  p.  29). 
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Limonene 


Instances  of  secondary  and  teitiary  alcohols  are 
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Di-allyl-oarbinol,  OtHxsO  ;  b.p.  151^ ;  secondary  aloohol 

Fio.  861 
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Methyl-di-allyl-oarbinol,  CsHx^O ;  b.p.  158^*4 ;  tertiary  aloohol 
No  alcohols  derived  from  tri-  and  tetra-ethylenes  have  been  prepared. 


4.  ALCOHOLS  FROM  ACETYLENE 

The  only,  as  yet,  actually  known  alcohol  from  the  acetylene  series  is  propargylnolcolwl ;  from 
allylme  (fig.  207,  p.  39) 

Fig.  362 
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Propargyl-aloohol,  C3H4O  ;  b.p.  114® ;  primary  aloohol 
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B.    Di-acid  Alcoliols 

When  two  hydrogen-atoms  in  a  hydrocarbon  with  open  chain  are  substituted  by  hydroxyls,  di- 
acid  alcohols  are  formed.  The  two  hydrogen-atoms  must  be  from  different  carbon-atoms,  because 
two  hydroxyls  cannot,  as  a  rule,  be  joined  to  the  same  carbon-atom  except  when  they  are,  as  it  were, 
counterbalanced  by  strong  negative  atoms  joined  either  to  the  same  or  a  neighbouring  carbon-atom. 
For  this  reason  a  methylene-glycol 

Fio.  868 


Methylene-glycol ;  hypothetioal 

is  not  known  to  exist  in  free  state,  though*  there  are  compounds  which  must  be  regarded  as  its 
derivatives  {e.g.  methylal,  fig.  481,  p.  114). 

As  there    are   two   hydroxyls  in   these  compounds  they  are  either  di-primary,  or  primary- 
secondary,  or  di-secondary,  &c. 

1.    ALCOHOLS  FROM  PARAFFINS:    GLYCOLS 
The  first  glycol  must  therefore  be  formed  fix)m  ethane  (fig.  16,  p.  8) 
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Bthylene-glycol,  CsHeOa ;  b.p.  197° ;  di-primary  alcohol 


According  to  this  representation  the  hydroxyls  are  joined  to  ethane  by  substittiUon.     It  may, 
however,  be  construed  as  an  addition  of  hydroxyls  to  ethylene  (fig.  179,  p.  35)  j 
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and  because  it  is  prepared  from  compounds  obtained  in  this  way  from  ethylene  it  is  termed  ethylene 
glycol,  and  all  the  other  glycols  similarly.     The  nomenclature  in  this  case  and  in  many  others  is 
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singalarly  inconsistent  and  confusing.     With  the  name  of  ethylene  is  connected  the  idea  of  a 
doable  bond ;  but  puch  bond  does  not  exist  in  ethylene-glycol,  nor  in  any  of  the  compounds  from 
which  it  is  directly  prepared. 
From  propane  are  derived 


Fio.  866 
9 


Fio.  367 


},f 


G— 


o-Propylene-glyool,  OsHsOa;  b.p.  188*'; 
primarj-seconflUury  idoohol 
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/i-Propylene-glycol,  OgHeOa ;  b.p.  216*^ 
di-primary  alcohol 


From  hutavs : 
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•.Butylene-glycol.  C^HioOa  ;  b.p.  191® ;    iS-Butylene-glyool,  C4HioOa  ;  b.p.  203°-6 ;     Di-methyl-ethylene-glyool,  C^HioOj ; 
primary-secondary  aJoohol  primary-secondary  alcohol  b.p.  183° ;  di-secondary  alcohol 


Iso-butylene-glycol,  04HioOa ;  b.p.  176® ;  primary-tertiary  alcohol 

Finally  an  instance  of  a  di-tertiary  glycol  from  Uin'Ormeihyl-eihcme  (fig.  68,  p.  16),  an  isomer  of 
hexane : 
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Pinacone,  CeHx40a ;  m.p.  85® ;  di-tertiary  alcohol 
All  di-tertiary  glycols  are  collectively  termed  pinacones  from  this  compound. 
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2.    ALCOHOLS  FBOM  OLBSTNES 
From  butylene  (fig.  181,  p.  35)  is  formed 
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BuUne-glyool,  Cja,fi^ ;  b.p.  199** ;  primary-seeendary  alcohol 


3.    ALCOHOLS  FBOM  DI-BTHYLBNBS 

Prom  diroUyl  (fig.  201,  p.  38)  : 


Fig.  374 
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Acro-pinaooDe,  CeHioOa ;  b.p.  160® ;  di-seoondaiy  alcohol 


This  compound  is  not  a  pinacone  (di-tertiary  glycol),  in  spite  of  its  name. 

Di-acid  alcohols  from  other  poly-ethylenee  or  acetylenes  have  not  been  prepared. 


0.    Tri-acid  Alcohols,  or  Glycerols 

These  alcohols  are  hydrocarbons  in  which  three  hydrogen-atoms  have  been  replaced  by 
hydroxyls.  As  only  one  of  them  can  be  placed  on  each  carbon,  the  first  alcohol  we  meet  with  must 
be  formed  from  ^/ropane  (fig.  18,  p.  8) : 
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Qlycerin,  glycerol,  CsHaOa ;  m.p.  17-20° ;  b.p.  290® 

Glycerin  has  lately  been  used  in  treating  hepatic  cholic  (Ch.  &  D.   xli.  p.  762). 

It  requires  a  temperature  below  —40°  to  solidify  glycerin  under  ordinary  circumstances ;  but  the 
crystals,  once  formed,  melt  at  17-20**. 

Under  certain  conditions,  not  exactly  known  {e.g,  during  transport),  glycerin  does  not  require 
so  low  a  temperature  to  solidify. 


TRI-,  TETRA-,  AND  PENTA-ACID  ALCOHOLS  FROM  PARAFFINS 


A  few  only  of  this  class  are  known,  e.g. 
From  buiams  (fig.  21,  p.  9) : 
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Bntyl-glycerin,  C4H10O3 ;  b.p.  under  27  mm.  pressore,  172* 
From  heocane  (fig.  62,  p.  15)  : 
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Hezyl-g^lyoerin,  CoH^^Os  ;  b.p.  under  10  mm.  pressure,  181* 
No  tri-acid  alcohol  formed  from  ethylenes  or  acetylenes  is  known. 


D.    Tetracid  Alcoliols,  or  Brytlirola 


Only  one  alcohol,  formed  from  biUane  (fig.  21,  p.  9),  is  known: 

Fig.  378 
9999 
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Erythrite,  erythrol,  C4H10O4 ;  m.p.  126* 


E.    Fentacid  Alcoliols 

Four  alcohols  are  known,  and  are  derived  firom  pentane  (fig.  23,  p.  9) : 

Fio.  879 
9       9 


4h-Hh-0 


660 
Adonitol,  0^,0^ ;  m.p.  102* 


so 
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Arahiiol^  its  isomer,  is  a  lahoratx)ry  product ;  xiflitol  and  rhamnitol,  likewi^ ;  adoniiol  was  lately 

(Ber.  xxvi.  p.  533)  discovered  in  Adonis  vei-naiis ;  consequently  the  first  pentacid  found  pre- 
pared by  nature.  The  isomerisraB  of  the  three  compounds  are  stereometrical  (comp,  p.  463),  and 
the  figure  represents  adonitol. 


F.    Hexacid  Alcoi^ols 

There  are  three  alcohols  fonnd  in  nature  :  Tnannifol  (three  optical  isomers),  dnlcitol^  and  $orbiioL 
They  are  all  three  formed  from  normal  hexane  : 

Fi<3.  380 


O         O         Q         O  O  Q 

O      O       O      O       1       i» 
i\ «h— ^> ^^'^^ **" 


o-  •       f       f f    '   f •"^^ 

O       O        0        D        6        6 
MaDuitolp  mMLnite,  C^^^^fi^ ;  m.p.  1B6^ 


Tlieir  differences  are  stereometTical . 

Marmite  is  widely  distributed  in  nature,  and  is  found  especiallj  in  the  dried  juice  of  the  manna- 
ash  (Manna  ojfimnalm),  in  celery,  sugar  cane,  rye  bread,  &c*  Dulcitol  or  dulcite  occurs  in  manna  of 
lladagascar,  in  varieties  of  rnetamtptjrum^  scrophulana^  euojiymus^  rhinantns^  &c.  Sorbitol  or  sorbite 
is  found  in  mountain-ash  berries  and  in  the  jnice  of  pears,  apples,  and  medlars. 

The  nrauna  that  came  ponriiig  down  on  the  Israelites  in  the  desert  was  not  this  mannite,  but 
probably  an  edible  lichenj  SpIuffrothalUa  esadsnta  (Beilst,  i,  p.  280). 

There  are  several  isomers  possible,  e.g. : 
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T 


Fig.  583 
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13*- 


Sfcereo-isomers  of  each  are  possible,  but  only  the  above  mentioned  are  known. 


Qr.    Heptacid  Alcohols 

The  only  alcohols  knowTi  are  mannoheptitol  or  perseitol,  prepared  from  the  fruits  and  leaves 
of  haunis  j^ersea  (structure,  vide  fig.  331,  p,  68),  and  glucoheptitol,  a  lalx^ratory  product. 


ALCOHOL  RADICALS 

When  we  remove  thatj  for  the  alcohols,  characfceristic  group,  hydroxyl,  compounds  remain,  most 
of  which  are  identical  with  those  obtained  by  removing  hydrogen-atoms  from  hydrocarbons  (vids 
p,  10),  i.e.  groups  whose  atoms  have  a  sort  of  liking  or  affinity  for  each  other,  so  that  they  will  rather 
leave  the  rest  of  the  compoond  than  part  company. 

Thus  we  have  by  the  removal  of  hydroxyl  from 


Fi0.  8S4 


Iia,  385 


Jh.0.  886 


and  from 


Melhj] -alcohol 


Methyl 


Ethyl  alcohol 


Ethyl 


corresponding  to  those  derived  from  hydrocarbons. 

The  mono-valent  alcohol  radicals  are  termed  alkyls^  and  the  di-valent  alhylsnes.  The  free 
nlancies  of  the  latter  are  of  course  distributed  on  difererd  carbon-atoms,  because  two  hydrosyla  are 
tmer  placed  on  the  same  carbon-atom  in  the  free  alcohols  (as  explained  on  p,  76).  They  are  therefore 
different  from  the  di-valent  hydrocarbon  radicals  methylidene,  ethylidene,  &c.  (p,  11),  which  have 
their  two  free  valencies  placed  on  the  sams  carbon  atom. 

If  we  do  not  remove  the  whole  of  the  hydroxyl^  but  only  ita  hydrogen-atom,  a  group  containing 
aiygen,  and  with  one  free  valency,  remains,  e,g. 


Pro.  888 


Fm.  889 


Methoxyl 


Ethoxyl 


wd  are  termed  jnethoxyl^  ethmmjl^  &o.,  which,  combined  with  other  groups,  is  in  nomenclature  ab- 
breviated to  methoxy-^  eihoxy-^  &c. 

If,  on  the  other  hand,  we  remove  a  hydrogen-atom  from  the  opposite  end  of  the  chaia,  the 
pemaiiider  is  termed  hydroxy-  or  oxy^methyl,  oxy-ethyl^  &o.,  or  generally  hydroxy-  or  oxy-alkyls,  with 
«»  free  valency  (mono-valent  radicals) 


Fio.  3t>0 
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Hydroiy-methyl 


H 


P^-O 


Hydioxy-ethyl 


*^"gli  the  designation  oxy-methyl  is  sometimes  also  used  instead  of  methoxy  &c. 
It  is  neoeesary,  again,  to  impress  on  the  mind  that  these  are  only  theoretical  experiments  mad© 

Q 
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for  the  sake  of  convenience.  Such  radicals  do  not  and  cannot  exist  in  the  free  state  with  their  im- 
i  engaged  valencies,  nor  can  we  practically  introdnce,  for  instance,  methoxyl  or  ethoxyl  by  exchange 
into  other  compounds  by  abstracting  water  (inde  p.  113)  unless  where  a  hydroxyl  pre-existH.  But 
iheoreiicailij  we  can  do  many  things  that  at  present  are  prmiically  impossible.  Thus,  for  the  sake 
of  showing  the  dev^elopment  of  one  compound  from  another,  it  is  very  convenient  to  say  that  we  in- 
troduce a  methoxyl  or  ethoxyl,  when  the  intermediate  compound  containing  the  needed  hydroxyl  is 
f  only  theoretically,  not  actually,  known.  It  avoids  the  necessity  of  representing  a  hypothetical  in- 
termediate product  that  as  yet  exists  only  in  imagination ;  for  example,  when  we  say  that  w© 
introduce  a  meta-methoxyl  into  anol  (fig*  416,  p.  lOi}),  in  order  to  show  the  derivation  of  eugenol 
(fig,  602,  p.  119),  it  must  be  understood  that  we  skip  the  intermediate  phenol  with  a  hydroxyl  in 
metapofiition,  because  it  is  not  actually  known. 

The  opposite  table  presents  a  summary  of  most  of  the  radicals  from  hydrocarbons  and  alcohols 
with  which  we  have  to  be  made  acquaint^^d  ;  ethylene  and  its  derivatives,  though  not  radicals  in  the 
common  meaning  (as  they  ai-e  independent  molecules  known  in  the  free  state),  are  often  spoken  of 
as  radicals  on  account  of  their  double  bonds,  with  which  they  can  join  two  free  valencies  in  other 
compounds  without  substitution;  they  are  not  specified  here,  having  already  been  mentioned  in  full. 


Hydroxy  Is  may  also  enter  the  aliphatic  hydrocarlxjns  in  their  combination  with  cyclo-hydro* 
carbons. 

According  to  the  number  and  position  of  hydroxyis  the  alcohols  are  classified  just  as  before  in 
moB-acid,  di-acid,  Ac,,  and  each  again  into  primary,  secondary,  and  tertiary  alcohols  {mde  pp. 
67-69),  We  will  give  the  sti-ucturea  of  some,  enumerating  them  in  the  same  order  as  we 
described  the  hydrocarbons  (^mds  pp.  24  &c,  and  42  &c,). 


Alcoliols  from  Gombined  Aliphatic  and 
Oyclo-hydrocajrbons 

Alcohols  from  combinations  of  tri-  and  tetra*methylene  have  not  yet  been  prepared,  though 
wae  derivatives  of  such  alcohols,  viz.  aldehydes  and  acids,  are  known. 


L    AliOOHOIiS  FROM  PE:t^TA~METHYLENB^S  COMBINATION  WITH 

PABAJPPIFS 


One  alcohol  is  known  from  penta-methylene's  {vide  fig.  122,  p.  26)  combination  with  methane 
and  ethane : 

Pio.  392 


Meilijl'penta'methyiene-zneth^l-oarbmol,  C^Hj^O;  b.p.  ISl'' ;  moa-aoid,  secondary;  has  aa  odour  like  meathol 

o  2 
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n.    AliOOHOLS  PEOM  HEXA-MBTHYLBNE'S  COMBINATION   WITH 

PARAFFINS 

Ethane  united  to  hexa-methylene  (vide  fig.  124,  p.  26)  together  with  methane  forms  an 
alcohol. 

Fio.  898 


Ortho-methyl-heza-methjlene-meihyl-earbinol,  C^K^fi ;  b.p.  200° ;  mon-aoid,  secondary ;  menthoMike  odoar 
Note  the  similarity  in  stractore  and  physical  properties  between  this  and  the  preceding  compound. 

ni.    BENZENE-AIiOOHOLS 
A.    Aloohols  from  Benzene's  Oombinations  with  Paraffins 


1.   ONE  BENZENE  WITH  ONE  PARAFFIN 

a.  Mon-acid  alcohols. 

Metfume*8,  ethane*8j  propane*8j  &c.,  combinations  with  benzene  (vide  figs.  232, 233,  and  234,  p.  44) 

form  alcohols. 

Fia.  896 
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Benzyl-alcohol,  CtHbO  ;  b.p.  206°-6 ;     Primary  styrolyl-alcohol,  benzyl-oarbinol,        Phenyl-propyl-alcohol,  OJR^^O ; 
mon-acid,  primary  (benzyl,  vide      CsH^qO  ;  b.p.  212° ;  mon-acid,  primary  b.p.  285° ;  mon-aoid,  primary 

fig.  176,  p.  84) 
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Isomers. 


Seeondaiy  styrolyl-alcohol,  methyl-phenyl-oarbinol, 
CaHjoO ;  b.p.  202® ;  mon-aoid,  secondary 


Fio.  898 
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Ethyl-phenyl-carbinol,  0»Hx,O;  b.p.  212*') 
mon-aoid,  secondary 


Fio.  899 


Di-methyl-phenyl-carbinol,  C^HiaO ;  mon-acid,  tertiary,  hypoth. 


h.  Di-acid  alcohols. 


Siyrolene-alcobol,  phenyl-glycol,  OsHioOa ;  m.p.  67® ;  di-acid,  primary  secondary  {vide  fig.  288,  p.  44) 
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e.  Tri-acid  alcohols. 

Fig.  401 

9 


Q-H»   ■■    %    -O 


Styoerol,  phenyl-glyoerol,  OeHisOg ;  gam-like  mass ;  decomposes  on  heating ;  tri-aoid,  primary  di-seoondazy 

{vide  fig.  284,  p.  44) 


Tetra-,  penta-,  &c.,  acid  alcohols  are  nnknown. 


2.      ONE  BENZENE  WITH  TWO  PARAFFINS 


a.     Mon-acid  alcohols. 
Instances  of  this  sort  of  alcohols  are 


Fio.  403 
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o-Tolyl-carbinol,  C^HioO ;  m.p.  54° ;  mon-aoid,  primary ;        p-Gomio-aloohol,  CioHi^O ;  b.p.  246^*6 ;  mon-aoid, 
m-  and  |7-compoundB  are  also  known  {vide  figs.  236,  primary  (its  hydrocarbon,  cymene,  vide  fig.  240, 

237,  23S,  p.  44)  p.  46) 
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b.  Di-acid  alcohoU. 


Fzo.  404 


Oziho>poBiiion  phtalyl-aloohol,  OJ^i^Ot ;  ni.p.  64^-5.    Pan-position  tolylene-glyool,  C^^^fl^ ;  m.p.  113^. 

Di-acid,  di-primary  {vide  figB.  286,  288,  p.  44) 


3.   ONE  BENZENE  WITH  THBEE  PARAFFINS 

a.  Mon-acid  alcohols. 
From  megUylene  (fig.  242,  p.  45) 


BCesitjlio  alcohol,  G^HiaO;  b.p.  220^;  mon-add,  primary 


h.  Di-acid  alcohols. 

From  mesityleTie  (fig.  242,  p.  45) 


Fio.  406 


Ifesitene-alodho],  mesltyleiie-glycol,  O^Sii^O^ ;  b.p.  190^,  20  mm.  pressure ;  di-acid,  di-pnmary 
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From  paetuJUHCumene  (fig.  248,  p.  45) 

Fio.  407 


PMQdo>«iimj1eiM-«looliol«  O^iaO. ;  nupw  77^  (97^  5 


f);  fi-Mld,  di-pnmmry 


4«      TWO  BEKZKHBS  AHD  ▲  PASAFFIH 


a,  Mon-aoid  alcohols. 

Fr\>m  (ii-|)^iiyl-m4*IAaM  (rick  fig.  S48,  p.  46) 


9 


mi- 


i 


TVs^,YVH^>5^^|iik  yJMoy:->wMt?v.tifcT%iai1L  C^JEi[^0 : 


«rik» 
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b.  Di-acid  alcohols. 

From  sym.  di-phenyt^thatie  (vide  fig.  250,  p.  47) 


Hydrobenzoin,  Gi4Hx40a ;  m.p.  134^ ;  di-aoid,  di-seoondary 

An  isomeric  compound,  iso-hyd/robenzoiny  which  melts  at  119^,  also  exists.  Possibly  it  is  an 
isomerism,  which  may  be  indicated  by  turning  downwards  one  of  the  hydrozyls  in  the  figure  above. 
There  are  a  great  many  similar  (physical,  in  contradistinction  to  chemical)  isomerisms,  which  will 
be  explained  later  on  (p.  463  Ac. ;  comp.  also  p.  8). 

From  dirj>henyl-ethane  (fig.  250,  p.  47) 


Aoeto-phenone-pinaoone,  Oi^B-ifi^ ;  m.p.  120° ;  di-scid,  di-tertiary 

As  to  the  name  piruicone  see  p.  77.    The  compound  may  be  regarded  as  pinacone  in  which  two 
methyls  are  substituted  by  twp  phenyls. 

5.   THREE  BENZENES  AND  A  PABAFFIN 

From  trirphenyl-methcme  (fig.  251,  p.  47)  is  derived 

Fxo.  412 
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Tri-phenyl-oarbinol,  CiaHxeO ;  m.p.  159^ ;  mon-aoid,  tertiary 
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B.    Alcohols  from  Benzenes  CombinatioiLs  with  Olefliies 


A  mon^acid  alcohol  is  derived  from  ^enyl^opylene  (fig*  2533  P*  ^'^) 


o — IH-€ 


Btyrone,  cinnanik  ftloobol,  phenyl -anyl  (propylene)  alcohol,  OeHioO ;  m.p.  33** 

oc€DrB  in  storax 


mon-aoid,  pnm&ry 


Alcohols  belonging  to  this  class  have  the  general  formula  G^B^^n.fi*     Mention  should  therefore 

be  made  here  of  an  alcohol  that  possesses  such  empirical  formula,  although  its  structure  is  not  known 
(and  yet  chenosts  have  been  acquainted  with  it  ever  since  the  year  1788),  viz.  ckoiestemif  its  homo- 
logues  and  isomers.  It  is  widely  spread  in  nature,  occurs  in  blood,  bile,  brain,  nerv^es,  spleen,  and 
generally  in  the  cells  of  the  living  organism  ;  it  is  found  in  cod^liver  oil,  milk,  eggs,  &c. ;  gall-stones 
consist  almost  entirely  of  it ;  lanolin,  or  wool-fat,  is  almost  exclusively  cholesterins,  either  in  the 
free  state  or  as  ethers  united  with  stearic  acid.  It  is  a  mon-acid  alcohol,  nearly  related  to  the 
terpenes  and  camphors,  perhaps  also  to  the  acids  of  the  bile,  glycocholic  and  taurocholic  acid*  From 
the  molecular  refraction  the  conclusion  is  drawn  that  there  are  four  double  bonds,  and  chemically 
it  behaves  like  tertiary  alcohols.  The  nltimate  analysis  and  the  determination  of  moleculai 
weight  (by  Eaouit*s  method)  give  numbers  closely  approximating  those  of  Cjj^jH^jOH  (Monatsh.  xi. 
pp.  61-70), 

Isomers:  phijlodernii  in  seeds,  and  generally  in  the  vegetable  kingdom;  imchoUsierin  — 
in  wool-fat ;  fnTaehohsierin  in  a  fungus ;  canhsteriii  in  the  yellow  lupin ;  and  dancosierin  in  ■ 
carrots. 

A  higher  homologue,  C^U^fiR  (Monatsh.  ix.  p.  421),  and  another,  Cj^H^^OH  (/.  Oh.  Sac,  Iviii, 
p.  757),  have  also  been  obtained. 

Of  the  remaining  alcohols  formed  from  combinations  of  the  aliphatic  and  cyclo-series  there  are 
but  few,  and  no  occasion  for  mentioning  more  than  the  following  (two  benzenes  connected  through 
eihyl  by  four  of  its  valencies,  or  through  two  methyls  by  two  valencies  of  each,  in  which  case  it  may 
be  oonsidered  three  interlocked  benzene  rings). 


Hydroiy-anthraDOl,  Ci^HjoOa ;  m.p.  not  ascertained ;  di-acid,  di* tertiary 
From  anthracene  di-hyd/raie  i 


Hydtanthruiol,  0„H,,0 ;  m.p.  76° ;  mon-soid,  sewndarj 
SECOND  GROUP 

PHENOLS 

When  hydroxyl  substitates  one  or  more  hydrogen  atoms  in  the  bejisene-muder^s^  the  resulting 
compounds  behave  in  many  ways  differently  from  alcohols,  and  are  therefore  given  a  special 
name,  phenols.  They  are  allied  to  tei-tiary  alcohols,  as  they  behave  like  them  towards  oxygen, 
but  differ  from  them  in  most  of  their  other  characteristic  qualities.  We  will  discuss  the  entering  of 
hydroxy!  int^o  benzene  and  its  derivatives,  in  the  same  order  as  the  latter  have  been  described 
bofore  under  Hydbocakbons. 
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0.    Tri-aoid  Phenols 

There  are  three  of  them  corresponding  to  the  positions  1:2:3  (vicinal,  mde  p.  43),  1:8:5 
(symmetrical),  and  1:3:4  (asymmetrical). 

Fio.  421 


Fyrogallio  aoid,  pyrogallol,  CeHeO, ;  m.p.  115® ;  antiseptio ; 
Tery  poisonous;  absorbs  oxygen  powerfolly;  formerly 
maoh  used  in  photography  as  a  deyeloper 


Phlorogluoin  (-ol),  CeHeOs;  m.p.  217®;  colours  Ijgnin  red, 
and  is  therefore  used  as  a  test  of  wood-pulp  in  paper, 
also  in  medicine  as  an  antiseptic  and  antipyretic 


Hydrozy-quinol,  oxy-hydro-quinone,  OeHeO, ;  m.p.  140® 

Phloroglncin  seems  capable  of  assuming  two  forms  according  to  the  character  of  the  sabstance 
with  which  it  comes  in  contact.  The  second  form  is  a  re-arrangement  of  the  oxygen-  and  hydrogen- 
atoms,  including  the  double  bonds,  and  is  represented  thus : 

Fio.  424 


Desmoiropio  form  of  phloroglacin ;  contains  three  ketones  {vide  p.  188)  instead  of  three  hydrozyls 

Such  re-arrangement  is  termed  desmotropism  when  a  change  in  the  bonds  is  involved ;  if  not,  it 
is  termed  tauhmerismy  which  is,  however,  frequently  used  in  both  cases. 
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D.    Tetr-acid  Phenols 

Fio.  425 


Tetra-hydroxy.benzene,  C«H«04 ;  m.p.  148-220* 

B.    Pent-acid  Phenols 

Fzo.  426 


Quercite,  CeHisOs ;  m.p.  225® 
derived  from  hydrated  benzene  (benzene-hexa-hydride,  fig.  124,  p.  26),  and  is,  therefore,  strictly  not 
a  phenol,  but  a  hydrated  phenol.    Finite  seems  to  belong  to  this  class,  but  the  difference  in  stractnre 
is  not  sufficiently  understood. 

F.    Hex-acid  Phenols 

Fio.  427 


Heza-hydrozy-benzene,  GeHeOe ;  decomposes  by  heating  without  melting 
Inosite,  phaseo-mannite,  sennite^  mcUezite,  dambose^  ^fiifi^i  ^'P*  210°,  is  hexa-hydrozy-ben- 
zene-hexa-hyi'ide,  or  quercite  in  which  all  six  hydrogens  have  been  replaced  by  hydroxyls.     It  is 
found  in  the  muscles  of  the  heart,  in  the  lungs,  ^e  milt,  the  liver,  the  kidneys,  the  brain,  and  in  the 
urine ;  also  in  plants. 
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n.    Toluene-plienols 

From  toluene  (fig.  232,  p.  44)  several  important  phenols  are  derived: 


Three  are  possible : 
Fig.  428 


A.    Mon-acid  Phenols 


Fxo.  429 


Ortho-cresol,  GtHsO  ;  m.p.  30® 


Meta-cresol,  CfHsO ;  b.p.  203'' 


Para-oresol,  CtHsO  ;  m.p.  36® 


0-  and  2?-Cresol  is  found  in  the  urine  of  horses,  2>^resol  also  in  the  human  urine  during  some 
diseases.  They  are  all  found,  together  with  carbolic  acid,  in  coal-tar,  from  which  they  are  produced 
by  distillation. 

The  better  sorts  of  what  is  called  crude  cwrbolic  ddd  (soluble  in  a  solution  of  caustic  soda)  contain 
scarcely  any  carbolic  acid,  but  are  mixtures  of  cresols,  the  carbolic  acid  having  been  already  distilled 
off  on  account  of  its  higher  value. 

The  crude  cresols  are  little  used  as  such,  because  they  are  but  slightly  soluble  in  water,  and  have 
a  higher  specific  gravity.  There  are  in  use  the  so-called  '  carbolic  lime '  (crude  cresols  mixed  with 
^e)  and  '  carbolic  powder '  (cresols  mixed  with  clay).  • 

On  the  other  hand,  after  having  been  brought  into  a  soluble  form,  they  are  largely  employed  as 
disinfectants. 


Modem  Disinfectants 

Of  these  there  are  a  good  many  preparations  that  naturally  divide  themselves  into  two  classes: 
I»  those  which  contain  hydrocarbons  and  other  tar  compounds,  and  therefore  form  a  milky  fluid 
'^hen  mixed  with  water ;  and  2,  those  free  from  these  admixtures,  and  which  are  therefore  entirely 
soluble  in  water.     Some  of  the  preparations  most  in  use  are — 


OXYGEN-COMPOUNDS 


lat  class: 


2nd  class : 


Sapokarbol      17,      lAtil&s 
Fluids  Jeyes*  Bismfeciani^j 
Brockmann^s         OresoUn^^ 
Pea/rson's   OreoUuf  Izal 

Arirruiniis  Greolin  ,         * 


Saprol 


Mixtures  of  resinous  soap  with  cresols,  hydrocarbons, 
and  pyridine-bases,  originating  from  the  coal-tar. 
The  creaols  remain  dissolved  in  the  dilute  resinous 
soap,  but  the  hydrocarbons  separate  and  make  the 
liquid  milky 

Thenol  sul phonic  acid  (fig.  1046,  p*  292),  in  which  the 
tar  compounds  are  soluble,  but  are  separated  by 
diluting  with  water 

{ Crude  cresols  and  pyridine-bases  mixed  with  hydn>- 
carbons  from  petroleum  factories^  by  which  the  sp.  g. 
is  lowered  so  much  as  to  make  the  mixture  float  on 
water 


SapoJcarhol  00.  LmoL  rh^~\  o  i  x^        i*         i    •  i!_     /•        a  j 

^T*  '    *-      '  [bolution  of  cresols  in  soap  free  from  tar  corapounds. 


Solveol 
Solutol 
Kredn 
Pixol 


f  A  concentrated  solution  of  cresol,  cresotic,  or  salicylio 
1     acid  (fig.  823,  p.  215)  (fig.  838,  p.  223) 
A  solution  of  cresols  in  sodium  cresate  (fig.  838,  p.  223) 
( A  solution  of  cresols  in  sodium  creeoxyUacetate  (a  com- 
1      bi  nation  of  ere  sol  and  sodium-acetate) 
Wood-tar  dissolved  in  alkaline  potash  soap 


Six  are 


B.    Di-acid  Toluane-phenolB 
e,  and  four  of  them  actually  known*     Only  two  need  illustrating  here. 

9 


1:8:4. 


Homo-pjrocaleclim,  homo-oateohoK  OtHsOj  ; 
rn.p.  51° 


1:8:5. 


Orcin*  orcinol»  OtH,0,; 


Asbolin,  an  alcoholic  distillate  from  lampblack,  recommended  for  tuberculosis,  consists  of  pyn> 
catechin  (fig.  418,  p,  92)  and  homo-pyTocatechin  (PA.  0.  xxxiii.  p.  527). 

Orcin  is  prepared  from  the  various  species  of  variolaria  (Lichen  orcina),  lecanora.  and  rocella, 
from  which  latter  also  archil  (orseille)  is  prepared.  From  another  variolaria  (amongst  other  lichens) 
litmus  is  obtained. 

The  two  other  phenols  are  1:2:4  cresorcinol  and  1 :2 : 5  toluquinol  or  toluhydro- 
qttinone. 

From  ethyl-benzene  (fig.  233,  p.  44),  propyl-henzcsne  (fig.  234,  p.  44),  from  xylene  (figs.  236, 
237,  and  238,  p.  44),  mesiiyl&ne  (fig.  242,  p.  45),  and  p»eitdchcumene  (fig.  243,  p.  45)  diverse 
phenols  are  known  but  need  not  be  considered,  as  their  structures  are  analogous  to  the  preceding 
ones,  and  none  of  them  is  of  much  importance.  More  interest  to  us  have  those  which  may  be  re- 
garded as — 
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m.    Oymene-  and  Terpene-plieiiols 

From  cymffM  (fig.  240,  p.  45)  direct  two  phenols  are  derived : 

Fio.  488  Fia.  484 

Q 


<f\^J^ 


O^V 


Oarvaorol,  ortho-eymophenol,  OioHi^O ;  b.p.  237® 


Thymol,  meta-oymophenol,  OioH^O ;  m.p.  50° 


Carvaorol  is  found  in  Thymvs  serpyUum^  Saturqahortensisy  Origanum  hirsutum,  &c. ;  thymol  in 
Thymus  serpyUian,  Manarda  punctata,  and  Carum-ajowam,,  an  Indian  plant.  Thymol  has  long  been 
known  to  the  Hindoos  by  the  name  of  Ajwan-korphyl.  Both  carvacrol  and  thymol  are  antiseptics, 
more  powerfxd  than  carbolic  acid,  and  not  poisonous.  Used  as  antipyretics,  and  in  rheumatism, 
typhus,  whooping  cough,  bronchitis,  &c. 

Antiseptin  (Badlauer)  is  a  thymol  preparation  (a  mixture  of  sulphate  of  zinc,  iodide  of  zinc, 
thymol,  and  boric  add),  Ph.  0.  xxxii.  p.  500 ;  Ph.  Ztg.  1891,  No.  63,  p.  494. 

From  methylr-ru'dfo^iiyl  benzene  (fig.  241,  p.  45) 


Iso-bntyl-o-oresol,  OuHi«0;  b.p.  285*^ 
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By  hydrating  (adding  hydrogen*atoms  to  the  doable  bonds  inside)  the  benzene-ring,  hydroxyla_ 

will  form  Beveral  important  compounda 


Fm.  4S7 


D^|-*0 


-^ 


>s> 


Texpineol,  GioHi«0 ;  b.p.  915 


Terpine-hydrate^  di-peutenjlene-glycolt 
CxoHaoOa;  m.p.  116° 


Menthol,  CioHaoO  (?  BeiUUm,  p, 
260) ;  m.p.  42 '^^  Borne  authori- 
ties place  hydros? I  in  o -position 
to  methyl ;  in  the  former  case  it 
ia  hexa*hydrated  thymol,  in  the 
latter  hexarhydrated  carvacrol 

Terpineot  is  formed  together  with  dipentene  (vids  p,  49)  when  oil  of  turpentine  is  boiled  vrith 
sulphuric  acid  for  the  preparation  of  terebene.     It  haa  a  pleasant  smell  of  hyacintha. 

Terpiue- hydrate,  a  di-acid  phenol,  ib  formed  when  a  mixture  of  French  or  American  oil  of 
turpentine,  alcohol,  and  nitric  acid  are  allowed  to  stand  for  some  days.     Used  as  an  expectorant. 

Menthol  occurs  in  oil  of  peppermint  together  with  a  terpene.  It  ia  employed  as  an  anaesthetic 
and  as  a  disinfectant.  Formed  into  cones  or  pencils  it  is  used  externally  for  neuralgia  and  megrim, 
and  internally  for  vomiting  of  pregnancy.  Oil  of  peppermint  containing  but  little  terpene  is 
solid  at  the  ordinary  temperature.  Such  oil  comes  from  China  and  Japati;  where  it  is  known  as 
Po-ho-yo. 

Another  compound,  which  must  be  looked  upon  as  a  derivative  from  cymene,  is  Borneo  camphor^ 
b&rmol,  Ci^HjgO;  m.p,  206^ 

Its  structure  has  been  much  discussed  and  is  not  yet  settled ;  not  any  of  the  proposed  constitu- 
tions explain  in  a  satisfactory  way  all  the  reactions  that  camphor  ia  capable  of.  I  will  give  some 
of  the  structures  proposed  by  different  authors. 


I 


Flo.  439 


Fio.  440 


3— <>— O 


A         A 


Beilat,  iii.  p.  262  Boscoe  and  Schorl emjuer,  v.  p.  429  I.  Norman  ColUe,  Bar.  xxv,  p,  1114 

Bomeol,  OioHigO ;  m.p.  206° ;  dextro-rotatory ;  a  bevo-rotatory  borneol  la  found  in  the  rhiaome  ot  valeciao 
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The  first  is  Kekul6*8  benzene  ring;  the  second  is  the  diagonal  bond,  which  symmetrically 
stretched  out  would  be  a  di-tetra-methylene  compound  (vide  p.  53)  ;  the  third  is  a  phenylene  form 
binding  the  isopropyl  (or  rather  propylene,  fig.  180,  p.  35)  by  two  valencies. 

Borneol,  or  Borneo  camphor,  occurs  in  the  pith  cavities  of  Dryohalanops  camphora,  a  tree  in 
Borneo.  It  can  be  prepared  from  ordinary  camphor  by  heating  an  alcoholic  solution  with  sodium, 
and  is  retransformed  into  ordinary  camphor  by  the  action  of  dilute  nitric  acid. 

Borneol  is  said  to  act  upon  frogs  and  rabbits  like  curare. 

There  are  two  modifications,  one  dextro-  the  other  tevo-rotatory. 

An  isomer  is  known:  eucalyptol,  one  of  the  constituents  of  the  oils  of  eucalyptusy  cajeptdy 
rosemary,  and  wormseed  (Semina  cynce), 

Eucalyptol  is  supposed  to  have  this  structure  (Ber.  xxiv.  p.  1568). 


Fig.  442 


6       6       6  . 

Eucalyptol,  cineol,  cajeputol,  CiqHisO;  b.p.  176^;  antiseptic,  antipjtretic;  externally  for  rheumatism,  neuralgia,  &c. 


We  meet  here  for  the  first  time  oicygen  connecting  two  carbon-atoms,  and  how  the  oxygen-atom 
came  into  that  position  requires  some  explanation.  If  we  look  back  upon  terpine-hydrate  (fig.  437, 
p.  98)  we  shall  find  two  hydroxyls  inside  the  ring  (drawn  a  little  irregularly  for  the  sake  of 
space);  now  when  two  hydroxyls,  under  favourable  circumstances,  come  sufficiently  near  each 
other  they  have  a  strong  inclination  to  form  water. 


Fig.  443 


Two  hydroxyls 


water 


oxygen 


In  the  case  of  terpine-hydrate  we  have  such  an  instance  of  favourable  circumstances  (and  we 
^"i  meet  many  more  hereafter),  where  one  of  the  hydroxyls  passes  away  in  the  form  of  water, 
^sfang  with  it  for  that  purpose  a  hydrogen-atom  from  the  other  hydroxyl,  the  oxygen-atom  of 
^iich  is  left  behind  to  comfort  the  bereaved  carbon-atom  by  giving  it  the  disengaged  hand : 


H  2 
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Via.  444  Fia.  445 


A'  o**-$h»*e 


Seen  in  this  light  we  may  look  upon  eucalyptol  as  formed  from  terpine-hydrate  by  removing  a 
molecule  of  water. 

Eucalyptol  is  one  of  the  constituents  of  eucalyptus  oil,  which  latter,  however,  must  contain 
other  and  even  more  powerful  germicides,  because  the  vapour  of  eucalyptol  takes  twice  as  long  to 
kill  the  bacilli  of  anthrax  as  the  vapour  of  the  oil  itself  doejs. 

The  influenza  scare  brought  the  eucalyptus  oil  well  to  the  front,  and  as  a  consequence  the 
market  has  been  supplied  with  oil  of  the  most  varying  quality,  good,  bad,  and  indifferent :  there 
are  about  150  varieties  of  the  eucalyptus  tree,  some  of  which  yield  an  oil  unfit  for  medicinal 
use. 

This  oil  is  sometimes  called  eucalyptol^  euGolypiia,  or  eucalyptic  extract.  Mixtures  in  which 
eucalyptus  oil  is  a  constituent,  sometimes  only  to  a  small  extent,  have  appeared  in  the  market  under 
the  names  of  eucalyptol^  eucalyptol  essence^  sanitas  eucalyptnis  oil^  and  eUiMlyptera,  while  the  name 
eucalyptia  appears  again,  but  this  time  as  a  hair-wash,  eucalyptine  and  eucalyptosiiie  as  dentifrices 
(The  Med.  Mag.  February  1893,  p.  748). 


IV.    Benzene-etliyleiie-plieiiols 

There  is  but  one  phenol  of  this  class  to  be  mentioned  derived  from  phenyl-propylene  (fig.  253, 

p.  47): 

Fia.  446 

Q 


^1 


Anol,  allyl-pbenol,  G^HioO :  m.p.  93° ;  decomposes  easily,  eyen  in  an  atmosphere 
of  oarbonie  acid,  when  heated 
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MoBt  text-books  give  tMs  structure,  according  to  which  it  is  not  allyl-phenol  but  propenyU 
phenol  (comp.  tigs.  253,  254,  p.  47).  Beikt,  1888,  ii*  p»  550^  designates  it  as  an  allyl-pbenol,  and 
accordingly  gives  its  structure  thus  :  HO— CgH^  — CH^  — CH^CH.^.  E.  &  8.  v.  p.  106  also  call  it 
allyl-pbenoL  But  accoixlipig  to  its  formation  from  p-methoxy-phenyl-crotonic  (strictly  methacrylic) 
acid  through  anethol  {mis  fig.  496,  p.  117)j  its  structure  as  represented  above  must  be  the  correct 
one.  The  true  allyl-phenol  is  not  known  at  present,  but  several  of  its  derivatives  are,  e.g,  the 
methyl-ether,  eugenol,  and  all  its  derivatives. 


V.    Anthracene-plienols 


From  anthracene  (fig,  307,  p.  59)  is  derived  a  di-acid  phenol : 

Fia.  447 


Bafol,  i^-di-hydroxyanthrttteae^  Ci^Hi^Oa  ]  m,p,  197** 

Both  hydroxyls  are  here  in  a-positiou  (comp.  fig,  307,  p.  59).  When  one  is  placed  in 
^position,  the  compound  ia  called  chrysasiol,  or  a-di-hydroxy-anfchracene  j  m.p.  184*".  The 
deognations  of  chrysazol  as  an  a-  and  of  rufol  as  a  ^-compound  are  rather  misleading. 

A  question  must  force  itself  upon  an  att-eiitive  reader  ;  even  if  we  conclude  from  ttie  elementary 
analysis  that  two  oxygen-atoras  are  present,  and  that  from  the  behaviour  of  the  compound  they  are 
IB  the  form  of  hydroxyls,  how  do  we  know  their  exact  position  in  a  molecule,  which  on  account  of 
its  minuteness  escapes  our  sight,  though  aided  by  the  most  powerful  magnifying  instruments? 

The  occasion  being  convenient,  it  can  be  explained  in  a  manner  not  difficult  to  understand. 

There  are  two  ways,  the  synthetical  and  the  analytical.  The  first  is  the  best  and  most 
conclusive.  We  form  the  new  compound  by  joining  others  whose  structures  are  already  well  known. 
That  is  how  we  theoredcally  go  along  constructing  interesting  chemical  bodies,  exactly  what  we 
have  been  doing  here  all  the  time ;  but  practically  it  is  one  of  the  most  difficult  tasks  in  chemistry, 
and  those  who  discover  new  methods  in  this  line  become  celebrities. 

The  other  way  is  to  split  up  the  compound,  and  then  having  ascertained  tlie  products  of  the 
diememberment  we  see  if  we  can  reconstruct  the  original  compound  by  putting  them  together— on 
paper  of  course.  This  is  the  method  always  used  in  the  first  instance,  and  if  it  succeeds,  the  struc- 
ture may  be  considered,  sometimes,  verified,  in  other  cases  most  probable. 

An  illustrated  example  will  make  this  easily  understood.  Suppose  we  have  in  some  way  or 
Olfaer  obtained  the  compound  rulbl,  we  left  just  before  this  digression,  and  from  its  behaviour  we 
oonclnde  that  we  have  before  us  an  anthracene  with  two  hydroxyls  and  wish  to  ascertain  their 
pofiition ;  then  we  split  it  up :  it  may  be  done  by  various  processes,  but  by  one  of  these  we  are  able 
to  divide  it  at  one  and  the  same  time  into  two  different  compounds. 
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By  the  diamemberment  about  a  moiety  of  the  molecules  will  split  up  in  sucli  a  way  thiit  the 
carboB-atom  marked  *  a  '  will  go  with  the  left^-haod  benzene  and  *  b  '  will  go  to  the  other.  In  the 
other  moiety  *  a '  will  go  to  the  right  and  '  ^  '  to  the  left.  After  providing  all  the  free  valencies 
thus  created,  with  hydrogen-atoms,  we  obtain  these  two  molecoles ; 


Fia.  449 


Two  molecules  of  orthooresol  (fig.  428,  p.  95) 


and  from  the  eecond  way  of  division  these  molecules : 

Fia.  450 


Two  molecales  o!  m  eta- ere  sol  (fig.  429 »  p.  95) 


Both  are  easily  distinguisliable^Hane  a  solid,  the  other  a  liquid.  No  other  position  of  the  two 
hydroxy  1b  coold  give  these  two  compounds ;  consequently  rufol  must  have  the  structure  we  have 
given  it.  I  have  adaptt*d  the  actual  investigations  to  suit  our  knowledge  at  this  stage  of  the 
treatise.  The  conclusions  as  to  the  i)ositions  of  the  hydroxy  Is  are  actually  drawn  from  research  es  on 
the  action  of  caustic  pota>^h  on  anthrarufin  (fig.  604,  p.  147).  Two  different  acids  resulted  from  this 
action,  viz.  salicylic  and  meta-hydroxy*benzoic  acid  (pp.  215,  216).  The  structures  of  these  two  acids 
ai'e  represented  by  the  two  figures  above  419,  450,  when  the  methyls  are  exchanged  for  carboxyls. 
From  the  formation  of  these  acids,  and  from  the  formation  of  anthrarufin,  from  m-hydroxy-benzoic 
acid  we  iriay  with  ceitainty  conclude  tliat  the  hydroxyls  in  anthrarutin  are  placed  in  a-position  as 
represented  in  tig.  447,  the  reasoning  being  the  same  as  set  forth  above  ;  but  anthrarufiu  is  derived 
from  rufol  by  transtbrming  the  two  carbon-atomsj  a  and  h  into  carbonyls  ;  consequently  the  two 
hydroxyls  in  rufol  must  have  the  same  position  as  in  anthrarufin,  i,e.  a-positions. 
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VI.    Naphthalene-plieiiols,  NapMhols 


A.    Mon-acid  Naphthols 


Three  of  the  phenols  derived  from  nofphthalene  (fig.  150,  p.  31)  are 


Fio.  451 


Fio.  452 


t-naphthol,  GioHgO ;  m.p.  94° ;  antiseptic ; 
ifl  reoommended  as  more  powerful  than 
/3-naphthol,  and  seven  hundred  times  less 
poiBonoas  than  meronrio  bi-iodide 


iB-naphthol,  GioHgO ;  m.p.  122° ;  much  osed  externally 
in  skin  diseases— eczema,  psoriasis,  scabies,  &o.  In- 
ternally toxic.  The  iB-naphthol  is  always  meant  when 
the  a-preparation  is  not  expressly  stated.  A  combina- 
tion with  bismath  (as  phenolate)  has  been  used  with 
satisfactory  results  in  cholera  cases 


Both  are  largely  employed  in  the  dye  industry 


Fzo.  458 


Di.methyl-naphthol,  O^JBl^^O  ;  m.p  185° 
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B.    Di-acid  Naphthols 

Ten  di-acid  naphthols  differing  in  the  positions  of  the  two  hydnngrls  are  theoretically  possible 
and  also  known.    The  only  ones  to  be  specially  mentioned  are 

Fio.  iU 


2 :  ^  {vide  fig.  150,  p.  81)  di-hvdroxy-naphthalene,  GioHsO, ;  in.p.  186^ ;  has  been  used 
in  small  doses  as  a  roborant 


1 : 2-di-hydrozj-naphthalene,  naphtho-qninol,  CxoHsOa ;  m.p.  60^ 


vn.    Di-phenols 


From  di-phenyl  (fig,  296,  p.  57)  several  di-phenols  are  derived,  with  hydroxyls  in  different 
positions. 

Fig.  456  Fxa.  457 


G«*-# 


a.  (or  <h)  di-phenol,  OxaHxoOa ;  m.p.  188^ 


y'(p-)  di-phenol,  CiaHxoO, ;  m.p.  870® 


DI-PHENOLS 
From  dircymme  (fig.  297,  p.  57)  there  are  two  isomers: 
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Bi-thymol,  0%A%0^ ;  m.p.  165® 


6        O        6 
Di-oanraorol,  CaoH,,0, ;  m.p.  154® 


From  <2t-7ii6iAy^^t-m-{80&i%2-€U-&anj8rdn6  (fig.  298,  p.  57)  a  phenol  is  derivable,  which  has  not 
yet  been  prepared;  a  further  derivative  (europhene,  fig.  973,  p.  270)  is,  however,  known. 

The  stractnre  of  the  phenol,  which  we  will  name  europhenol  to  avoid  a  long  systematical 
designation,  would  be 


Fia.  460 


Q^-i\ iV 


^OT^ 


0-4^ IK— IH-O 


Europhenol,  0%JEL^fi^ 
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Viii.    Phenol-alcoliols 

When  hydroxyls  enter  into  both  the  benzene  nnclens  and  its  side-chainB  compounds  are  formed, 
which,  at  the  same  time,  have  the  properties  of  a  phenol  and  of  an  alcohol,  and  are  therefore  termed 
phenol-alcohols. 

There  are  a  great  many  deriyatiyes  firom  such  compounds,  but  comparatively  few  of  the  phenol- 
alcohols  themselves  are  actually  known.     It  is  sufficient  to  illustrate  the  undermentioned. 

Prom  ortho-cresol  (fig.  428,  p.  95)  is  derived 


Baligenin,  salioylio  alcohol,  oriho-hydrozy-bensyl  alcohol,  OtHsO, ;  m.p.  82^;  di-aoid;  is  contained  in  a  glnooside, 

Balicin  (fig.  685,  p.  160) 


From  parorcresol  (fig.  430,  p.  95) 
Fig.  462 
? 


Para-hydroxy-benzyl  alcohol,  OrHsOa 
m.p.  110*' 


Fia.  468 
9 


Mv 


Protocatechnie  alcohol,  di-hydroxy-benzyl  alcohol ;  hypothetical 
is  not  yet  prepared,  bat  some  derivatiyes  (alcohol  and  alde- 
hydes, fig.  661,  p.  136,fig.  510,  p.  128,  figs.  562,  563,  pp.  136, 137) 
are  known 
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IX.    Antliracene-plienol-alcoliols 

From  cmthraeene  (fig.  307,  p.  59) 


#— o 


Anthrftrobin,  deeozy-alizarin,  Oi^H^oOa ;  m.p.  908® ;  tri-aoid ;  used  in  skin  diseases  as  a  substitute  for 
ohxyBaroWn  and  pyrogaUol ;  not  poisonoas 


Quinizarin-hydrate  is  a  similar,  bnt  tetraoid,  compound  with  two  alcoholic  and  two  phenolic 
hydroxyls  (1 : 4). 


X.    Tri-plieiiol-alcoliols 


IVi^henyl^metham  (vide  fig.  251,  p.  47)  or  MrphenyUcarbiriol  (fig.  412,  p.  89)  has  a  couple 
of  phenol  alcohols : 

Fxo.  465  Fig.  466 

? 


o--# 


o— ^ 


#— © 


Phenyl-di-phenol-oarbinol,  benzanrin,  OieHieOa ;  m.p.  100^ 
red  crystals 


Tri-phenol-earbinol,  O^HxeO^ 
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The  latter  compound  is  not  stable,  and  has  not  been  isolated  because  one  of  the  para-hydroxyls 
will  exchange  places  with  one  of  the  ortho-hydrogen  atoms  in  order  to  get  near  enough  to  the 
methane-hydroxyl  (intermolecular  change ;  vide  p.  40).  This  performance  accomplished,  the  two 
hydroxyls  form  water  in  the  manner  just  described,  and  the  result  is  a  dye': 


Aorin,  CiJ^i^Q^ ;  m.p.  above  220^ ;  beaatifal  dark  red  orystals  with  a  green  metallio  glance 


That  an  intermolecular  change  must  take  place  seems  evident  fix)m  the  structure,  the  more  so 
as  it  is  generally  admitted  that  a  fully  analogous  process  is  performed  in  the  formation  of  malachite- 
green  (p.  360).  Yet  nearly  all  text-books  teach  that  the  oxygen-atom  is  in  para-position,  joining 
it  to  the  valency  in  methane  by  a  stroke  of  the  pen. 

If  a  methyl-group  is  placed  in  meta-position  on  the  intermediate  phenyl  in  the  aurin-structore 
above,  we  get 


Rosolio  aoid,  rosaorin,  methyl-aurin,  CaoHieO,  ;  decomposes  on  heating  above  270°  without  melting,  mby  red  orystals  with 
metallio  glance.  Its  alooholio  solution  is  tamed  red  bj  the  smallest  traoe  of  oaostic  soda,  and  is  therefore  a  yaloable  indi- 
cator in  alkalimetry 
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AL0OHOLATB8  AND  PHBNOLATES 

The  hydrogen-atom  in  the  hydroxy!  of  alcohols  and  phenols  can  be  substituted  by  metals,  and 
the  above  names  are  then  conferred  upon  such  compounds. 

The  only  one  at  present  of  interest  to  us,  besides  one  or  two  already  mentioned,  is 


Sodiom-ethylate,  Bidhardson's  oanstio,  GsHsONa ;  used  for  oauterising  in  lupoa 

The  sign  — E3  represents  a  monad  metal  (in  this  case  sodiom),  and  *— ^--  means  a  dyad.    The  text  will  always 
indicate  which  metal  is  intended  to  be  thus  represented. 


Future  Nomenclature 

The  alcohols  are  distinguished  by  suffixing  the  syllable  -oZ  to  the  hydrocarbon  from  which  it  is 
derived.  Two,  three,  or  more  hydroxyls  are  indicated  by  inserting  di-,  tri-,  tetra-,  &c.,  before  the 
end  syllable  -o2,  e.g. 

Old  Nomenclature  New  Nomenclature 

Methyl-alcohol  (fig.  336,  p.  69)  =  Methanol 

Ethyl-alcohol  (fig.  337,  p.  70)  =  Ethanol 

Glycerin  (fig.  375,  p.  78)  =  Propanetriol 

Iso-butylene-glycol  (fig.  371,  p.  77)  =  2  .  Methyl-  1  :  2  propanediol 

Acro-pinacone  (fig.  374,  p.  78)  =  1:5  Hezdiene  3  :  4  diol 

Mannite  (fig.  380,  p.  80)  =  Hexanehexol 

Cydo-alcohols  and  phenols  will  have  to  wait  until  the  nomenclature  of  their  hydrocarbons  has 
been  settled. 

Alcohol-radicals  formed  by  the  removal  of  hydroxyls  are  identical  to  corresponding  hydrocarbon- 
radicals  (p.  81)  and  receive  their  names  as  explained  on  p.  62  ;  but  those  alcohol-radicals  which 
have  been  formed  by  removing  any  other  hydrogen  than  that  of  the  hydroxyl  receive  the  suffix  -ylol 
added  to  the  corresponding  hydrocarbon's  name :  hydroxy-methyl  becomes  methylol ;  hydroxy-ethyl, 
eihylcly  Sui.  The  radicals  formed  by  removal  of  the  alcoholic  hydlroxyrs  hydrogen  (figs.  388  and  389, 
p.  81)  will  have  to  be  looked  upon  as  ether-formations  (p.  124),  and  named  accorcUngly :  metham^ 
osty,  ethane-ooDy^  &c.,  instead  of  metoxyl,  ethoxyU  &c. 


Part    III. 

Oxygen  Compouiids 

ETHERS 


ETHERS 


113 


Ethers 

A.    Aliphatic  Ethers 

1.    Ethers  from  Mon-acid  Alcohols 

Our  first  method  of  forming  new  compounds  was  to  place  two  already  known  bodies  side  by 
side,  and  abstract  a  couple  of  hydrogen-atoms  from  them.  The  formation  of  paraffins  in  this  way 
will  be  fresh  in  our  memory  (p.  8  seq.).  In  like  manner  we  can,  from  alcohols,  form  new  com- 
pounds ;  bat  now,  when  oxygen  takes  part  in  the  operation,  we  abstract  more  than  hydrogen — we 
draw  water  from  them,  and  the  result  is  an  ether. 

As  a  primary  experiment  we  take  the  first  alcohol  we  made  by  introducing  a  hydroxyl  into 
methane,  methylnalcohol  (fig.  336,  p.  69),  place  two  molecules  side  by  side,  and  abstract  water : 


Fio.  470 


Fio.  471 


+"'.  /"^ 


Two  moleonles  methyl-aloohol  -  water 


or  ethyl  alcohol : 


FzG.  472 


ff-. 


/ 


■        One  moL  meihyl-eiher,  a  gas  (b.p.  -  2V*),  and  water,  HgO 


Fza.  473 

+H4 


•O 


Two  moleonlea  ethyl-alcohol  —  water 


One  molecule  ethyl-ether,  solphnric  ether,  or 
simply  ether,  G^H^oO  (b.p.  34^*9),  and  water,  HgO 


It  is  not  necessary  that  the  two  molecules  of  alcohol  should  be  of  the  same  sort ;  we  can  take  a 
molecule  of  methyl-  and  a  molecule  of  ethyl-alcohol  and  perform  the  same  operation. 
Fio.  474  Fzo.  475 


/ 


H 


O — 9- 


One  molecnle  methyl-aloohol  -¥  one  molecule  ethyl-alcohol 

The  former  are  termed  simple  ethers,  the  latter  mixed  ethers 


One  molecule  methyl-ethyl-ether,  CsH^O  (b.p.  11°), 
used  as  an  anaBsthetic  in  lieu  of  chloroform 
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Simple  and  mixed  ethers  firom  nnsatarated  alcohols  are  also  knowu,  e.g.  from  aUyl-aleohol 
(fig.  352,  p.  73). 

Fio.  476 


LJ  j  ,  [  LJ 


*o 


Alljl-eiher  (a  simple  ether),  CcHioO  ;  b.p.  82^ 
and  from  vinyl-  (fig.  351,  p.  78)  and  ethyl-alcohol 


oLJ  . 


Fio.  477 


Yinyl-eihyl-eiher  (a  mixed  ether),  G^HsO ;  b.p.  85^-5 

Theoretically  we  look  upon  an  ether  as  an  alcohol-radical  joined  to  an  ozygen-oomponnd ;  thus 
we  consider  methyl-ether  as  composed  of  methyl  and  methoxyl  (vide  p.  81),  and  ethyl-ether  as  an 
ethyl  joined  to  ethoxyl,  Ac.  We  do  that,  as  already  mentioned,  for  convenience'  sake,  becanse  these 
oxy-gronps  frequently  occur  as  if  they  were  joined  to  an  alcohol  or  phenol-radical. 

2.    Ethers  from  Di-acid  Alcohols 

I)i-acid  alcohols  (vide  p.  67)  can  also  form  ethers,  and,  having  two  hydroxyls,  can  form  two 
N^rioM,  according  as  one  or  both  of  them  are  joined  to  alcohols. 

Methylene-glycol  does  not  exist,  for  the  reason,  already  set  forth  (p.  76),  that  two  hydroxyls  on 
tlie  same  carbon-atom  will  immediately  form  water. 

Fio.  478  Flo.  479 


? 


-f 


Methylene-glycol ;  hypothetical  Aldehyde  and  water 

J3ut  if  we  could,  at  the  moment  when  methylene-glycol  should  be  formed,  place  two  alcohols  to 
frike  the  two  hydroxyls  under  treatment,  like  two  policemen  taking  two  brawlers  in  charge,  two 
iriolecules  of  water  would  be  separated,  and  the  structure  capable  of  existence. 

Fro.  480  Fio.  481 


4"\  -H^^  /"h 


o-  m    o      O'  9  "O 


Moihyl-alcohol  Methylene-glycol  Methyl-alcohol        Methylene-di-methyl-ether  (methylal),  CsH^O, ; 

b.p.  42^ ;  hypnotic ;  recommended  in  deliriam 
tremens;  for  inhalation  and  Rubcataneous 
injection;  mixed  with  chloroform  as  an 
aniBsthetic ;  antidote  to  strychnine 
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In  the  same  way  is  formed  methylene-di-ethyl-ether,  and  also  several  ethylene-ethers, 
where  the  hydroxyls  are  not  in  combination  with  the  same  carbon-atom. 

Alcohols  fix>m  ethylidene  (fig.  36,  p.  11),  where  the  hydroxyls  are  placed  on  the  same  carbon- 
atom,  have  not  been  prepared  in  the  pure  state ;  still  it  is  not  improbable  that  they  exist  in  aqueous 
Bolution.  Anyhow,  ethers  may  be  formed  from  them  in  the  same  fashion  as  they  were  formed  from 
methylene  glycol : 

Fi0.  482  Fio.  483 

Q  9 


4x 

Ueth7l.4JoohoI 


?        9 


/■ 


—     o 


-o 


Ethylidene-gljcol 


Another  is 


Ethyl-aloohol 

Fio.  484 
Q 


6  6 

Methyl-etbyl-acetal,  OaH^sO. ;  b.p.  85^ 


Acetal,  di-ethyl-acetal,  CeH^^Oa  ;  b.p.  104° ;  hypnotio 

Ethers  being  alcohols  from  which  water  is  abstracted,  there  is  another  formation  (intramolecular) 
of  ether  from  glycoUcbUohoUy  one  molecule  of  water  being  eliminated  from  one  molecule  of  glycol. 


Fia.  486 


I 


Fia.  486 


o-^  m  "O 


or 


Fio.  487 
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Ethylene-glycol  (wde  p.  76)    =    Ethylene-oxide,  CaH^O ;  b.p.  13«-6 

Compounds  similarly  constituted  are  termed  alkylene-oxides. 

This  is  a  sort  of  intra-molecular  ring  formation,  which  is  further  developed  when  two  molecules 
of  ethylene-glycol  join,  in  consequence  of  the  separation  of  two  molecules  of  water. 

Fio.  488  Fio.  489 

Q        Q 


^ 


I 


^" 


Two  moleoales  ethylene-glycol  •     Di-ethylene-oxide,  C^HgOa ;  b.p.  102^ 

Here  is  the  first  example  of  a  cyclo-compound  in  which  an  oxygen-atom  takes  the  place  of  a 


carbon-atom 


I  2 


Hi 
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3.    Ethers  of  Tii-acid  Alcoliols 

Glycerin  (fig.  375,  p.  78)  also  forms  ethers  when  joined  by  one,  two,  or  three  alcohols  umler 
elimination  of  water,  as  usual  in  ether  formation,  or  by  the  joining  of  two  molecnles  of  glyoerin ;  or, 
lastly,  by  elimination  of  water  from  one  molecule,  analogous  to  the  formation  of  ethvlene-oiide 
(vide  figs.  486,  487). 

The  first  sort  of  ether  need  not  be  illustrated,  as  it  is  merely  a  repetition  of  what  we  have  juEt 
discussed. 

The  two  last  ether-formations  will  appear  thus : 

Fxa.  490 

Q  Q 


0        6       6  6        6        6 

Di-gl/oenn,  pyroglycerm  {Caution.— By  this  name  is  generaUy  anderatood  nitro -glycerin) ,  OoHi^O, 

b,p.  *^2Q°^  otider  10  mm.  pressure 
¥to,  491  Fio.  493 


On«  molecule  phenol 


Ooe  molecule 
metbyl-aloobol 


Gljoide-alcoliol,  O^jHaO^  ;  b.p.  163°;  unfteB  the  properties  of  ethylend  oxide  and  &n  alcohol} 
Jig  derivatives  are  termed  glycides 


B,    Oyclo- ethers 

Phenols  also  form  with  their  hydroxyls  in  this  way  compounda  which  must  be  considered  ethers. 
According  to  the  number  of  their  hydroxyls  they  may  be  classified  as — 

1.  Phenyl-ethers,  formed  from  moii*acid  phenols  and  alcohols,  or  another  phenol. 

2.  Phenol -ethers,  formed  from  poly-acid  phenols  and  alcoholsj  or  phenols. 
8.  Phenyl -alcohol-ether  Sj  when,  in  addition,  an  alcohol  is  present  in  phenyl -ethers, 
4.  Phenol-alcohol -ether  8,  when  an  alcohol  is  present  in  the  phenol-ethers. 

1-    Phenyl-ethers 

a.      FORMED   FROM    MON-AOID   PHENOLS   AND   ALCOHuLS 

From  pliettol  and  mslhjl-akolLol : 
Fio.  493 
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From  phenol  and  ethyUaleohol : 


Fig.  496 

Pheneiol,  phenetoll,  ethyl-phenyl-ether^  ethozy-phenyl,  C«HioO ;  b.p.  173* 
From  cMol  (fig.  446,  p.  100)  and  methyUalcohol : 


Anethol,  paraUyl-anisoIl,  OioH^sO;  m.p.  21* 

occurs  as  the  stearoptene  of  oleum  anid  and  ol.  foenicuU,  and  is  also  one  of  the  constitnents  of  the 
essential  oil  of  FifmpineUa  cuiisum.    Is  now  mach  nsed  in  preference  to  oil  of  anise. 


b,      FORMED  FBOM  TWO  MON-ACID  PHENOLS 


Fia.  497 


Fzo.  498 


)l-moleoiile8 


Phenjl-ether,  OuH^oO ;  iiLp.  1 
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2.    Phenol-ethers 

a.      FORMED  FROM   DI-ACIO   PHENOLS  Ain>   ALC0H0L3 

From  catechol  (fig.  418,  p.  92)  and  methyl-akoholi 


Ooaiaool,  oatechol-mono-methyl-ether,  CrH^Os ;  when  perfeothr  pare  fonns  crystals ;  m.p.  28^*5 ;  Kp.  908^  {OompL 
Rend.  116,  p.  197) ;  used  in  phthisis ;  relieves  the  cough,  tJleyiates  the  expectoration,  lessens  the  seoreiioii,  and 
improves  the  state  of  health  generally,  bat  is  often  not  well  borne  by  Uie  stomach 

Commercial  gnaiacol  contains  only  about  35  per  cent,  of  the  pore  compound;  the  rest  is  mostly 
phenol. 

From  hydroquinone  (fig.  420,  p.  92)  and  methyl-alcohol : 


Fig.  500 
9 


'*^«tfiflr,0TH.Ot;  iiLp.63« 


OYOLO-ETHERS 
From  TionKHpyrocateehin  (fig.  431,  p.  96)  and  methyl-alcohol : 
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Greosol,  homooateohol-mono-meihyl-ether,  OgHioOs ;  b.p.  220^ 


Creasote,  or  creosote,  distilled  fix>m  wood-tar,  is  chiefly  a  mixture  of  guaiacol  and  creosol, 
while  creosote  from  coal-tar  is  mainly  phenol  mixed  with  the  three  cresols  (figs.  428-430,  p.  95). 

Further,  firom  the  hypothetical  true  aUylrph&nol  (p.  100)  by  introduction  of  methoxyl  (the 
intermediate  phenol,  hydroxy-cdlyl-phenol  with  a  hydroxyl  in  meta-position,  is  also  unknown) : 


Fia.  502 


1^^ 


0—<H- O 


Eugenol,  O^^^fi^ ;  b.p.  247^*5 ;  is  the  ohief  oonstitaent  of  oil  of  doves,  also  found  in  many 
other  oils ;  antiseptic  and  antipyretio,  bat  Inferior  as  a  febrifuge 


The  double  bond  can  be  made  to  shift  its  place,  the  side-chain  turning  firom  an  allyl  (vide  fig.  167, 
p.  33)  into  a  propenyl  radical  {vide  fig.  165,  p.  33)  by  heating  eugenol  with  an  alcoholic  solution  of 
caustic  potash. 


1 
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Fia.  608 
9 


Iso-eogenol,  Gjo^jaOa ;  b.p.  aboat  260®  (Ber.  toy.  p.  2870) ;  may  also  be  considered  a  deriTatiTe  of  anol  (fig.  446,  p.  100) 
by  introdaotion  of  a  meihoxyl  in  imposition ;  it  is  extensively  nsed  in  the  preparation  of  artificial  Yamllia 


If  we  abstract  two  hydrogen-atoms  firom  eagenol  in  this  way  (as  to  the  re-arrangements  of  the 
doable  bonds,  vide  p.  54) 


Fio.  504 


Fio.  506 
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we  obtain 


Safrol,  Oi^xoOi ;  b.p.  252® ;  the  chief  constituent  (90  per  cent)  of 
sassafras  oil ;  acts  therapeutically  like  menthol 


By  introducing  two  methoxyls  into  this  compound  another  constituent  of  ethereal  oils  is  ob- 
tained : 
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Apiol,  OiaHi404;  m,p.  30® 

From  the  seeds  of  Aj^wn  pe^(mlinvm.  Used  in  febris  remittens  and  dysmenorrhoea.  Should 
not  be  confounded  with  apiolum  Mride  fluid.  gaUic.),  which  is  an  alcoholic  extract  from  the  seeds. 

Saf  r  ol  and  apiol  are  oonyerfced  into  isoHxmipounds  (allyl  into  propenyl),  analogous  to  eugenol,  by 
heating  with  a  solntion  of  caustic  potash. 


6.      FORMED  FROM  TRI-ACID  PHENOLS  AND  ALCOHOLS 

From  (hydryoaoy-^hydroqwnane  (fig.  423,  p.  93)  and  methyl-alcohol: 

Fia.  £»07 


(Hjdr)ozj-hjdroqmiioiie-meih7l-eiher,  CrHsOa 
It  has  not  been  prepared  yet,  but  the  ethyl-ether  and  several  derivatives  have. 


e.     FROM  AMTHRACENE-PHENOL-ALCOHOL  MUTUALLY 

From  the  ocHnlmuition  <^two  molecules  of  h  methylated  and  hydroxylaied  hydranihranol  (fig.  416, 
p.  91)  is  fcxmed — 
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Ohrysarobin,  OaoHaeOr ;  m.p.  170^ ;  yellow  crystals 

Valuable  remedy  for  psoriasis,  herpes  tonsurans,  eczema,  &c.     A  parasiticide  generally. 

Commercial  chrysarobin  is  the  medullary  matter  of  Andira  a/rcuroba,  and  is  also  known  as 
araroba,  and  Goa  powder.  Pure  chrysarobin  is  extracted  from  the  commercial  product  by 
benzene  at  boiling  point. 

As  regards  the  positions  of  hydroxyls  and  methyls  see  chrysophanic  acid,  p.  148 


3.    Phenyl-alcohol-ethers 

FORBiED  FROM  PHBNOL-ETHEBS   (with  One  hydroxyl)  AND  ALCOHOLS 

From  hydroquirume-methyl-ether  and  methyl-alcohol  (may  also  be  regarded  as  derived  from  paror' 
hydroQoy-benzyUalcohol)  (fig.  462,  p.  106) : 

FzG.  509 


Anisic  alcohol,  para-hydrozy-benzyl-methyl-ether,  CeHioO, ;  m.p.  25^ 
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4.    Fhenol-alooliol-ethers 
FORMED  FROM  PHENOL-ETHERS  (with  moTe  than  One  hydroxyl)  AND  AL00H0L8 
Prom  cfi'eosol  (fig.  501,  p.  119)  by  converting  methyl  into  methyl  alcohol^  or  derivable  from 

Exo.  610 


hornO'-pyroccUediin  (fig.  481,  p.  96) : 


Vanillio  alcohol,  0«HioO, ;  m.p.  115^;  by  oxidation  is  formed  vanillin,  the  sabstanoe  that  givoB  flavour  and 

fragrance  to  vanilla  (vide  fig.  562,  p.  186) 

From  iso-eugmol  by  converting  propenyl  into  propenyl-alcohol  (fig.  852,  p.  78) : 

Fio.  611 


f^ 
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Go]iifei;^-aloohol,  CioHisO. ;  m.p.  74° ;  oocors  in  the  sap  of  oonifene  in  combination  with  sogar  as  coniferin 
(a  glnooeide,  wde  fig.  636,  p.  160),  from  which  artificial  Taoillin  is  prepared  (vide  p.  137) 
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Future  Nomenolature 

The  proposed  nomenclatnre  of  ethers  is,  to  place  ^  oaoy '  between  the  name  of  the  two  hydro- 
carbons connected  through  the  oxygen,  e.g. 

Old  Nomenclature  New  Nomendatuure 

Methyl-ether  (fig.  471,  p.  118)  =  Methane-ozy-methane 

Methyl-ethyl-ether  (fig.  475,  p.  113)  =  Ethane-ozy-methane 
Vinyl-ethyl-ether  (fig.  477,  p.  114     =  Ethane-ozy-ethene 

No  role  informs  us  which  hydrocarbon  should  take  precedence;  but  in  the  example  illustrating 
the  nomenclature,  the  Congress  has  placed  the  longest  chain  first  What  is  to  become  of  ethers 
from  poly-acid  alcohols  is  not  stated,  nor  are  we  guided  in  the  choice  of  a  name  for  acetals,  alkylene- 
oxides  and  glycides ;  perhaps  they  are  included  in  lee  composSs  d  fanctwn  eampleKee  on  which  a 
discussion  pliu  approfondie  is  left  to  some  coming  Congress. 


Paet  IV. 
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Beaction  of  Hydrogen  Peroxide  upon  Alcohols 
ALDEHYDES  AND  KETONES 


FORMATION" 

By  the  reaction  of  h7drogeii-i>eroxide  on  hydrocarbons,  alcohols  were  formed  (p.  66) ;  but  its 
energy  is  not  exhausted :  it  can  react  further  on  those  same  alcohols. 

Though  the  operation  is  always  the  same,  there  is  a  difference  in  the  result  of  its  action 
according  as  the  alcohol  is  a  primary,  secondary,  or  tertiary  one  (vide  p.  69).  From  primary 
alcohols  the  resulting  compound  is  termed  an  aldehyde;  &om  secondary  alcohols,  ketones;  and 
tertiary  alcohols  are  split  up  into  compounds  of  different  composition,  a  ketone,  and  an  acid,  with, 
collectively,  as  many  carbon-atoms  as  tibe  original  alcohol  possessed  altogether. 

We  will  give  an  instance  of  each. 

If  we  let  hydrogen-i)eroxide  react  upon  primary  ethyl-alcohol  (fig.  337,  p.  70),  its  action  may 
be  thus  illustrated : 


Fia.  512 


Fia.  513 


Fio.  5U 
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o- 
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or 


£thyl-aloohol  and  hydrogen-peroxide        — 


Aldehyde  +  water 


Aldehyde  +  water 


The  difference  in  the  drawing  of  the  two  aldehydes  is  merely  the  hydrogen-leg  of  the  second 
carbon-atom  in  the  last  representation  being  stretched  out  in  a  horizontal  direction ;  for  several 
reasons  it  is  generally  more  convenient  so  ;  but  I  shall  sometimes  have  to  use  the  first  figure,  too,  in 
demonstrating  the  progress  of  sundry  reactions. 

If  we  now  take  a  secondary  alcohol,  e.g.  secondary  propyl-alcohol  (fig.  339,  p.  70),  the  reaction 
will  take  place  in  this  way  : 

Fio.  515  Fio.  516 
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Seeondaiy  propyl-  +  Hydrogen- 
alcohol  peroxide 


Di-methyl-ketone  +  water 
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The  Ulustration  is  a  sort  of  perspective  drawing,  and  in  order  to  avoid  that  as  much  as  possible 
I  prefer  representing  the  oxygen-atom  in  a  position  analogous  to  that  of  aldehyde,  consequently 
thus: 

Fio.  617 


L^ 


Di-methyl-ketone 

This  is  perfectly  justifiable,  and  a  little  consideration  will  show  that  it  is  in  thorough  aocoid 
with  our  theory. 

We  have  already  several  times  (vide  p.  8)  mentioned  that,  according  to  almost  oonclosLve 
evidence  of  all  known  facts,  each  of  the  carbon-atom's  four  valencies  is  of  equal  value,  and  that  no 
chemical  difference  results  from  the  way  we  arrange  the  Unkings  around  a  carbon-atom.  It  is  a 
matter  of  taste,  or  convenience,  which  carbon-atom  we  prefer  to  consider  ending  the  chain,  as  &r 
as  chemical  properties  are  concerned ;  the  remaining  part  of  the  chain  must  be  looked  upon  as  a 
side-chain. 

In  the  secondary  propyl-alcohol  we  may  regard  as  an  end-link  that  carbon-atom  to  which  the 
hydrozyl  is  joined,  and  which  has  then  on  the  other  three  sides  respectively  a  methyl,  a  methyl,  and 
a  hydrogen-atom.     We  can  arrange  the  three  linkings  in  this  way : 


t 
9 


Fta.  618 
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Beoondary  propyl-aloohol 
By  now  removing  the  two  hydrogen-atoms  as  indicated,  the  ketone  will  have  this  form : 

Fio.  619 
O 

Ml IH-O 


Di-methyl-ketone 

and  stretching  out  the  pendulous  methyl-leg  to  a  horizontal  position,  a  perfectly  legitimate  operation, 
we  have  the  figure  as  represented  above. 

Fio.  620 


Di-meihyl-keione 
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I  have  gone  so  fiilly  into  tbe  explanation  of  this  seeming  sleight  of  hand,  because  we  shall  con- 
Btantly  meet  with  ketones  formed  in  the  same  way,  and  I  do  not  like  my  readers  to  think  that  I  am 
unduly  trying  the  patience  of '  the  long  suffering '  paper. 

We  may  now  proceed  to  the  third  case,  hydrogen-peroxide's  reaction  on  tertiary  alcohols.  For 
that  purpose  we  take  the  tertiary  amylene-hydrate  (fig.  848,  p.  72). 


Fio.  621 


h+h 


Amylene-hydrate 

As  the  hydroxyPs  carbon-atom  is  surrounded  on  all  other  sides  by  carbon-atoms,  neither 
aldehyde  nor  ketone  can  be  formed,  because  the  former  requires  for  its  formation  two,  and  the 
latter  one,  removable  hydrogen-atoms  directly  connected  with  the  hydroxylio-carbon-atom. 

In  order  to  get  a  free  valency  to  satisfy  the  cravings  of  the  oxygen-atom,  after  hydrogen- 
peroxide  has  deprived  it  of  its  hydrogen,  it  has  no  other  expedient  but  to  sever  its  connection  with 
the  part  of  the  chain  next  to  the  hydroxyl. 

Hydrogen-peroxide  now  reacts  also  on  the  part  split  off,  takes  away  one  of  its  hydrogens,  and 
another  hydrogen-peroxide  splits  up  into  three  parts  :  a  hydrogen,  an  oxygen-atom,  and  a  hydroxyl. 
The  two  latter  occupy  the  vacancies.  The  process  rendered  in  words  seems  rather  complicated,  but 
an  illustration  will  show  how  simple  it  really  is. 


Fio.  522 


Fia.  623 


Water 


Fio.  524 


fl 


Legs  outstretched : 


Di-methyl-ketoDe 
Fio.  525 


O"  9     Q 
Water 


V 


Aoetio  acid 
Fio.  526 


O-H^ 


(>-♦- 


6  6 

Di-methyl-ketone 


6 

Acetic  acid 

K 
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It  will  readily  be  seen  that  hydrogen-peroxide  reacts  exactly  in  the  same  way  on  all  three  aorta 
of  alcohol ;  that  the  results  turn  oet  to  be  of  different  characters  is  entirely  doe  to  the  presence  and 
number  of  hydrogen-atoins  attached  to  the  carbon-atom  attacked,  or  to  their  absence.     In  all  casea 


Fig.  527 


the  figure    x^^    (carbonyl)  is    formed;    io  aldehydes  it  ia  accompanied  by  one  hydrogen-atom 


Fio.  529 


J  in  ketones  by  none 


.\^  if- 


we  can,  therefore,  always  recognifl©  an  aldehyde 


Fro.  628 

by  the  former  figure,  and  a  ketone  by  the  latter. 

An  aldehyde  can  never  be  formed  from  the  benzene-nucleus  itself;  as  three  of  the  carbon-atom's 
valencies  in  aldehyde  are  taken  up  by  the  oxygen  and  hydrogen,  there  is  only  one  valency  leffc  freo 
for  joining  other  atoms  in  a  chain ;  that  chain  must,  therefore,  by  necessity,  be  an  open  one,  and  the 
aldehyde-carbon  must  always  form  the  end-link  in  the  chain. 

A  ketone-link,  on  the  other  hand,  having  two  valencies  free,  can  form  a  link  in  both  open  and 
closed  chains,  but  can  never  form  an  end-link 


I 

I 
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SPEOIFIOATION 
ALDEHTDES 


Fio.  530 


Lidex. 


or 


Fio.  531 


J^w^^ 


Chemical  symbol^  OHO 


1,    Aliptiatic  Aldehydes 


a.    Aldehydes  from  Paraffins 

Though  every  primary  alcohol  is  capable  of  forming  an  aldehyde,  not  many  have  been  prepared. 
The  first  of  these  is  formed  from  methyl' alcohol  (fig.  336,  p.  t>9). 


Fm.  532 
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MethjUftldehyde,  formic  aldehyde,  formald&bydo*  OH^O ;  a  gas  ;  antiseptic^  more  powerfal  thai  corrosive 
Bfiblimate  {CompL  E&nd.  cut.  p.  1278) ;  it  is  remarkable  aa  the  compound  from  which  a  cabohjdrato 
(sugar  groQpt  vide  p.  153)  was  first  ejDthetically  prepared 

Methyl-aldehyde  is  strongly  inclined  to  polymerise  (vide  p.  32),  6o  much  3  that  it  Jxaa 
hitherto  been  impossible  to  prepare  the  pure  aldehyde.  To  make  this  polymerieatiouiroce&s  better 
understood,  we  shall  have  to  resort  to  the  perspective  drawing  of  the  aldehydes.     Ifve  look  upon 
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&e  formation  of  methyl-aldehyde  as  derived  from  methyl-alcohol  by  abstracting  that  hydrogen 
which  is  opposite  the  hydroxy!,  we  have  a  figure  which  perhaps  is  more  correct,  but  less 
penpicnous  because  perspective. 


Fio.  584 

o-   4   o 
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Now  as   to  the  polymerisation,  three  of   these   join  and  form   a  ring-shaped  compound, 
paraformic  aldehyde: 


Fio.  586 
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Fio.  587 


Thre^  moleeales  methyl-aldehyde  Paraformic  aldehyde,  tri-oxy-methylene,  CsH«Oa ;  m.p.  153-172® 

Formalin  is  a  40  per  cent,  aqueous  solution  of  formaldehyde. 

Formalith  is  kieselguhr  impregnated  with  formalin. 

The  next  aldehyde  is  formed  fipom  ethyl-alcohol  (fig.  337,  p.  70), 

Fio.  58S 


^^^  aldehyde,  aldehyde,  C9H4O ;  b.p.  21° ;  inhaled  produces  cramp  in  the  throat ;  antlpatrescent ;  oaed  in 

die  mannfaotare  of  aldehyde  green 

It  is  a  by-product  obtained  in  large  quantities  in  the  manufeu^ture  of  spirit.  It  left  to  itself,  it 
changes  into  a  polymerised  compound,  paraldehyde,  but  not  so  readily  as  methyl-aldehyde. 
The  process,  however,  is  analogous,  and  may  be  illustrated  thus : 


Fio.  539 
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Fio.  540 


<:^ 


Three  molecules  aldehyde 


Paraldehyde,  C^HiaO. ;  m.p.  10-12<» ;  b.p.  125*' ;  hypnotic,  anti- 
dote to  strychnine,  diuretic,  used  internally  and  hypodermically 

E  2 
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If  the  same  three  molecules  of  aldehyde  were  pat  together  in  a  slightly  different  way, 
would  form  benzene. 

Via.  641  Fie.  643 


Ay 


hr 


5-" 
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This  is  theory ;  the  slightly  different  way  has  yet  to  be  discovered ;  but  it  is  not  impossible 
nature  knows  something  about  it. 

Amongst  the  other  aldehydes  from  mon-acid  alcohols  may  be  mentioned  butyr-aldehy de 


Fio.  548 


I       i      6 
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Normal  butyr-aldehyde,  C^HgO ;  b.p.  73* 
Fia.  544 
Prom  heptyUalcohol  (fig.  350,  p.  72)  : 

5. 


um. 


6     \  6 
(Enanthol,  C7H14O ;  b.p.  152-166® 

From  di'Ocid  alcolwk,  di-aldehydes  are  in  the  same  way  derivable ;  for  instanoe,  firom  ethy 
glycol  (fig.  364,  p.  76). 

Fio.  545 


^^ 


Glyoxal,  oxal-aldehyde,  CaHsOa  ;  deliqaescent  mass 

b.    Aldehydes  from  Ethylenes 

From  aUyUalcohol  (vide  fig.  352,  p.  73)  is  derived 

FiQ.  546 


Acrolein,  allyl-  or  $Letji-9AM 
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AcToleSn  is  also  (and  practically)  formed  from  glycerin  (fig.  375,  p.  78)  by  water  abstraction. 


Fio.  647 
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in  —  two  D 
From  orofylrakohol  (fig.  853,  p.  78) : 


Glyoerin  —  two  molecules  of  water 


Acrolein  +  two  molecules  of  water 


Fio.  549 
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CJroton-aldehyde,  0^0 ;  b.p.  104<* 

Croton-aldeliyde  may  also  be  formed  from  two  molecules  of  aldehyde,  which  first  polymerise, 
forming  an  intermediate  compound  aldol,  and  then  lose  a  molecule  of  water 


Fio.  651 
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Fio.  550 
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Via.  663 
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6       0  6       6 

Two  moleonles  aldehyde 


4tf-4^ 


»    Aldol,  iS-hydroxy-batyr-aldehyde  less  one  mol.  Croton-aldehyde 

water,  syrupy  liquid ;  b.p.  90-106®;  20  mm. 


Singly-linked  compounds  containing  hydroxyl  besides  the  aldehyde-group  are  collectively 
termed  aldols  (contracted  from  aldehyde-alcohol).  When  each  carbon-atom,  except  the  aldehyde 
index,  is  provided  with  a  hydroxyl,  the  compound  is  termed  a  carbohydrate. 


From  geramiol  {vide  fig.  356,  p.  71) : 


Fio.  553 
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Geramal,  GioHi«0  (PK  C.  xxzii.  p.  221 ;  Ber.  xxiv.  p.  205) ;  constituent  of  oil  of  orange  peel,  of  citronella, 

lemon,  <fto. 
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2.    Aldehydes  from  Oyclo-compoiiiids 

Benzene  itself  cannot  form  an  aldehyde  (vide  p.  130). 

A  few  aldehydes  derived  from  benzene-alcohols  have  a  claim  on  onr  attention. 


a.    Aldehydes  from  Benzene  and  ParafiOn 
From  beneyl  alcohol  (fig.  894,  p.  84)  an  important  aldehyde  is  derived — oil  of  bitter  almonds. 

Fxa.  554 


Benioio  aldehyde,  bens-aldehyde,  oil  of  bitter  almonds,  CTHeO ;  b.p.  179^ ;  is  prepaied  on  a  large 

from  tolaene  (fig.  232,  p.  44) 


b.    Aldehydes  from  Benzene  and  Oleflne 

From  iti/ronej  dnnamic  alcohol  (fig.  413,  p.  90) : 


Fig.  555 


Cinnamio  aldehyde,  phenyl-acrolein,  Ci^H^O ;  b.p.  247'' ;  is  the  chief  eonsiitoent  of  oil  of  dnnamon 
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3.    Alcohol-aldeliydes 

The  aldehydes  just  discassed  were  formed  from  mon-acid  alcohols,  or  benzene  alcohols,  but  poly- 
acid  alcohols  and  phenol  alcohols  can  form  aldehydes  as  well ;  with  their  alcoholic  hydroxyls  they 
possess,  however,  at  the  same  time,  the  character  of  an  alcohol,  or  phenol,  and  an  aldehyde.  We 
have  already  seen  the  formation  of  one  of  the  alcohol-aldehydes,  aldol  (fig.  550,  p.  133),  and  we 
shall  see  more  of  them  collected  into  one  group,  the  carbohydrates  (p.  151).  There  is  now 
only  one  more  to  mention:  glycollic  aldehyde,  derived  from  ethylene  glycol  (fig.  364,  p.  76)  : 

Fki.  556 
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Glycollio  aldehyde,  CJB^O^,  syrapy  liquid 

It  has  not  been  isolated  yet,  and  is  known  only  in  aqueous  solution.     It  has  the  property  so 
characteristic  of  aldehydes,  that  of  polymerising  (Ber.  xxv.  p.  2549). 

Fia.  557  Fia.  558 
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Two  moleonles  glyoollio  aldehyde 


O        0 
Erythrose  O^HsO^ 


Erythrose  is  a  tetrose,  a  carbohydrate. 

For  those  alcohol-aldehydes  which  are  known  as  carbohydrates  vide  p.  151. 


4.    Phenol-aldeliydes 

From,  saligenin  (fig.  461,  p.  106) : 


Fio.  559 


Balioylio  aldehyde,  CfHeOa ;  b.p.  196^ 
is  contained  in  the  flowers  of  the  different  varieties  of  Spiraea. 
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i-rxci  VAiJM.  ^xJi/A  '£^,  '>j4»,  p.  122y  w*  c^ckc  &  p&enTl-aIdeliTde*ether : 


^zA  fzfjOL  ynAf^MledMe  alookol  (fig.  463,  p.  106j  &  pkenol-aldekyde  : 


.  5ii 
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0 


O^^zm-^Tv^. 


From  tamHic  aUohfA  (fig.  510,  p.  123)  by  axidadoD,  or  from  frotocaietkuraUijehyde  (above)  and 
ff'^ifojl  a)Ao}%/A  in  meta-position  is  fonned  a  phenol-aldehyde-ether: 

FiG.  563 


VaniliiD,  metbjl-protocatechoio  aldehjde,  CcH,0, ;  m.p.  80^ 
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Vanilla  owes  its  aroma  to  vanillin,  the  crystalline  coating  on  the  fruit  of  the  vanilla.  It  is  now 
made  artificially'on  a  large  scale  from  the  cambium  sap  of  firs  and  pines  (vide  coniferyl  alcohol,  fig. 
511,  p.  128),  or  from  iso-eugenol  (fig.  503,  p.  120).  It  may  also  be  prepared  from  wood-tar  (vide 
gaaiacol,  fig.  499,  p.  118). 

The  preparation  of  artificial  vanillin  from  coniferyl  alcohol  is  based  upon  the  curious  behaviour 
of  all  benzene-compounds,  with  an  aliphatic  radical  as  side-chain,  no  matter  what  this  radical  may 
be,  whether  a  long  or  a  short  chain,  a  saturated  or  unsaturated  radical ;  on  oxidation  the  whole 
chain  is  pulled  to  pieces  right  down  to  the  last  carbon-atom,  which,  however,  remains  with  the 
benzene-ring.  The  chain  is  converted  into  acet-aldehydes,  acetic  or  carbonic  acid ;  the  carbon-atom 
remaining  with  the  benzene-ring  is  transformed  into  carboxyl  or  aldehyde  according  to  the  force  of 
oxidation.  In  the  case  of  coniferyl-alcohol  the  allyl-radical  is  burnt  down,  as  it  were,  to  formic 
aldehyde. 

Vanillin  is  besides  found  in  the  beet  sugar,  asparagus,  Siam  benzoin,  and  asafoetida  in  small 
quantities. 

If  we  join  methyl-alcohol  to  the  para-  and  not  to  the  meta-hydroxyl  in  protocatechu-aldehyde 
we  obtain 

Pio.  663 


Iso-yanillin,  OsHeOs ;  m.p.  115° ;  a  recently  patented  compound  (Ph.  C.  xxzii.  p.  78) 

When  we  abstract  two  hydrogen-atoms  from  methyl  and  hydroxyl  in  vanillin  or  iso-vanillin, 
exactly  as  we  performed  the  operation  on  eugenol  in  order  to  obtain  safrol  (vide  fig.  504,  p.  120), 
the  result  is  a  compound  termed  piperonal. 


Fia.  564 


Piperonal,  protocatechn-aldehyde-methylene-ether,  CsHqOs  ;  m.p.  37° ;  occurs  in  the  seeds  of  Piper  nigrum ;  antiseptic  and 
antipyretic ;  anaells  strongly  from  coumaiin  (Tonquin  bean),  and  is  therefore  used  in  the  perfumery  trade  as  heliotropin 
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KETONES 


Via.  666 


Index, 


-p»:^ 


Garbonyl 


Ketones  may  be  formed  from  alcohols,  benzene-alcohols,  phenols,  and  phenol-alocdiols  (vid$ 
p.  130). 


1.    Ketones  from  Alcohols 

A  ketone  must  have  at  least  three  carbon-atoms,  and  the  alcohol  from  which  it  is  to  be  formed 
must  be  a  secondary  alcohol ;  consequently  the  first  ketone  we  meet  with  is  derived  from  seetmddxry 
irropylraicohol  (fig.  339,  p.  70). 

TiQ.  566 
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Acetone,  di-methyl-ketone,  CsH«0 ;  b.p.  66®-6 

Unlike  aldehydes  the  ketones  do  not  polymerise,  but  their  most  remarkable  property  is  an 
inclination  to  condenaey  i.e.  two  or  more  molecules  join,  with  elimiTicUion  of  water  forming  a  new 
compound. 

Thus  two  molecules  of  acetone  condense  forming  mesityl-oxide : 


Fio.  667 


Fia.  568 
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Two  molecoles  of  acetone 


IXI^ 


Mesityl-oxide,  iao-propylidene-ketone,  C«HxoO ; 
b.p.  130^ ;  peppennini-amell 


By  eliminating  hydrogen  instead  of  water  we  (theoretically)  form  quinone  {vide  fig.  584, 
p.  142),  also,  perhaps,  one  of  Nature's  inscrutable  ways  which  we  have  not  yet  suooeeded  in 
imitating. 


KETONES 


189 


Fio.  669 


Via.  670 


Two  moleoulea  of  acetone  Qainone,  CeH^Oa ;  m.p.  116® 

If  three  molecnles  of  acetone  join,  and  two  molecales  of  water  are  eliminated,  we  obtain  a 
compound  termed  phorone 

Fio.  671  Fio.  572 

I       '  !        ^    _L.         J_ 
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Phorone,  acetophorone,  G^Hx^O ;  m.p.  28®  * 


4r        >lr  >lr         4r 

Three  molecules  of  acetone 

By  elimination  of  three  molecules  of  water  we  obtain  mesitylene  (vide  fig.  242,  p.  45) 
Fw.  678  Fio.  674 


Three  molecales  of  acetone  Mesitylene 

Assisted  by  this  remarkable  property  of  the  ketones,  it  has  been  possible  synthetically  to  baild 
up  a  number  of  cyclo-derivatives. 

Mixed  ketones  are  those  which  ha\re  a  different  number  of  carbon-atoms  on  each  side  of  the 
carbonyl. 

From  methylrethyJncarbinol :  Fio.  676 

!  <^  I 


o  6 

Methyl-ethyl-ketone,  G^HgO  ;  b.p.  81® 


>  Some  text-books  give  to  phorone  the  stmoture  (CHa)aC»CH-C(GHa)  =  G.H-GO~GHa,  bat  having  regard  to  its 
formation  from  a  oompoand,  nitrosotriacetonamine,  the  above  structare  appears  more  probable  (vide  B,  d  S.  I.  p.  673,  and 
Beilst,  i.  p.  822  ;  also  Ber.  xiv.  p.  862). 
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Di-ketones  are  formed  from  di-acid  alcohols. 

They  are  distingaished  as  a-,  /?-,  or  7-  (1 :  2,  1 :  3,  1 : 4)  di-ketones,  according  as  the  carbonjl- 
groaps  are  close  together  or  separated  by  one  or  two  carbon-atoms. 


o- 


Fia.  576 


.^^ 


Di-ocetyl,  dl-keio-butane,  G^HeOa ;  b.p.  87® ;  a-di-ketone 


Fio.  677 


000 

Aoetyl-aoetone,  CsHaOa ;  b.p.  136*';  iS-di-ketona 


Fio.  578 
9        9 


<M-1^ 


-HO 
Acetonyl-aoetone,  CeHioOa ;  b.p.  187® ;  7-di-ketone 


2.    Ketones  from  Benzene-alcohols  (Phenones) 

From  methylr^lienylrcarbinol  (fig.  397,  p.  85)  is  derived 


Accto-phenone,  hypnon,  methyl-phenyl-ketone,  aoetyl-benzene,  ethyl-phenyl-aoetone,  OgHsO ;  m.p.  20®*5;  hypnotio 

It  may  also  be  considered  as  acetone  in  which  one  of  the  methyls  is  exchanged  for  phenyl,  or  as 
a  combination  of  acetic  acid  and  benzene  by  separation  of  water ;  hence  the  various  names. 


KETONES 

From  (U^Iienylrearbinol  (fig.  408,  p.  88) : 

Fia.  580 
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Benzophenone,  diphenyl-ketone,  C13H10O ;  m.p.  48^;  the  mother  substance  of  auraminc,  a  yellow  dye; 
may  be  considered  acetone  in  which  both  methyl-groups  are  replaced  by  phenyls 

If  a  methyl-group  is  joined  in  para-position  to  one  of  the  phenyls  above  (converting  it  into 
tolnene,  fig.  232,  p.  44),  the  compound — benzo-para-cresol — is  found  to  be  a  powerful 
antiseptic  (Nouv.  RemddeSy  1893,  No.  4):  it  has  its  name  firom  para-cresol  entering  into  its 
preparation. 


3.    Ketones  from  Antliracene-alcoliols 


Theoretically  and  actually,  there  are  two,  and  they  are  formed  from  fi-hydroxy-anthranol  (vide 
fig.  415,  p.  91). 

Inoxanthranol  the  ketone  is  formed  from  one  of  the  alcohol  groups  (hydroxy  Is);  in  anthra- 
quinone  from  both. 

Fio.  581 


Oxanthranol,  anthra-hydroqoinone,  C14H10O ;  m.p.  not  ascertained 
Fio.  582 


Anthraqninone,  Ci^HgO, ;  m.p.  273-285° ;  yellow  crystals 

Though  perhaps  the  great  majority  of  chemists  accept  this  structure  as  the  true  one,  it  is  not 
admitted  as  such  by  all  of  them.  They  all  acknowledge  that  the  oxygen-atoms  are  joined  to  those 
carbon-atoms  represented  above,  but  some  are  of  the  opinion  that  the  oxygen-atoms  are,  moreover, 
linked  together. 


tit  OXTGES-COMPOUXnS 

Fm.  «(B 


AstlmifiiiiioiM 

Ar^ponling  tri  thin  farmnla  anthnqDinone  would  be  a  peroxide  of  aomethiiig. 

IVi  jtul^o  fnim  moiit  of  itii  properties  (it  behaves  generally  like  a  di-ketone),  and.fixnn  its  several 
(InrivfitioriM,  the  cli-ketone  fonnnla  seems  to  be  the  more  probable.  There  is,  however,  always  the 
IMWMihility  of  tho  oomponnd  chanpnff  structure  aooording  to  drcamstanoes  (taatomerism,  rub 
p.  \)\\)^  thiiH  reconciling  both  views.  This  diversity  of  opinion  causes  some  embarrasBmeiit  to  the 
illuHtrnt/)r  ;  if  anthraquinone  is  a  di-ketone,  itshotdd  evidently  be  represented  as  three  interlocked 
b«^nx(^iie-rin^  (comp.  fig.  41 G,  p.  91) ;  if  not,  fig.  583  would  be  the  correct  interpretation.  I  have 
ohoRon  ti  middle  course,  represented  in  fig.  582,  because  it  reminds  one  of  its  derivation  Irom 
anthmcono,  and  of  the  two  views  of  its  structure,  though  I  am  not  sue  that  this  is  sufficient  justifi- 
cation for  Huch  a  halting  representation. 


4.    Ketones  from  Phenols 

IV^m  ht/droquinoiM  (fig.  420,  p.  92)  is  formed  a  di-ketone,  quinone  (vide  fig.  570,  p.  189). 

Fio.  584 


Quinone,  G„H409 ;  xn.p.  116® ;  yellow  erysUIt 

It  will  be  seen  that  this  formation  necessitates  a  re-arrangement  of  benzene's  double  bonds. 
SoQie  chemists  advocate  a  structure  analogous  to  that  of  anikraquifwne  (fig.  583,  above),  so  that 
the  benzeiie-bindinjrs  are  left  undisturbed : 

Fio.  585 


QiiinoiM 
|.v,.,..  A:rt>%^  T  (fiyr.  4:>S,  p.  97\  m^^-thol  (fis:.  488,  p,  98),  and  Bvmeo 


(fig.  439  &c. 
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Norman  Coliie  (tw.  oft.)  gives  the  following  structare  of  carvol : 


Fio,  596 


O-H 


which  brouglit  into  hexagonal 
configuration  with  diagonal 
bond  for  tlie  sake  of  the 
better  comparison  with  the 
others  would  l6ok  like  this 
(ride  diagonal  bond^  p.  53)  : 


Caryol  (Norman  Collie) 


One  of  tbe  difficulties  of  finding  a  satisfact^iry  structural  formula  for  camphor  and  some  allied 
compounds  is  this.  Tbe  specific  refractive  power  ^  of  a  compound  is  made  up  of  the  sum  of  the 
refractive  powers  of  its  constituents,  provided  the  four  valencies  of  every  carbon-atom  in  the  com- 
pound are  singly  hound.  But  if  two  or  three  valencies  of  any  C£u*boo-atoni  are  linked  to  one  and 
the  same  atom,  as  in  the  case  of  aldehydes,  ketones  (to  oxygen),  benzenes,  olefines,  and  acetylenes 
(to  another  carbon-atom),  every  double  bond  is  found  to  increase  the  refractive  power  and  every 
triple  bond  still  a  little  more. 

NoWj  whilst  benzene  and  its  derivatives  have  a  molecular  refraction  corresponding  to  three 
double  bonds,  camphor  has  a  refi^active  power^  suggesting  no  double  linkage  between  the  carbon- 
atoms  in  the  compound,  i.e.  all  tbe  carbon-at<3ms  in  camphor  are' united  by  single  bonds.  That  is 
one  of  the  reasons  why  so  many  eminent  chemists  have  tried  their  strength  on  the  structure  of 
camphor.  Kekul^'s  fbrmnla  answers  tolerably  well  to  its  chemical  reactions  ;  but  there  are  the 
double  bonds;  the  problem  has  therefore  been  to  find  a  singly  linked  ring  combining  all  the 
chemical  advantages  of  Kekul^'s  ring.  Which  one  is  to  be  declared  the  successful  winner  amongst 
the  suggestions  illustrated  above  has  still  to  be  decided  ;  some  of  them  may  already  have  been 
desert-ed  by  their  own  sires,  and  some,  as  constructed  by  the  rule  of  thumb  of  our  symlMils,  lo<.>k,  it 
must  be  admitted,  rather  remarkable, 

Thiocamf.  Camphor  can  be  made  to  absorb  sixty  times  its  volume  of  sulphurous  acid,  giving 
it  off  again  on  exiiosure.  Camphor  is  by  the  absorption  converted  into  a  fluid  termed  tkiomfyif,  and 
used  for  fumigation  as  a  disinfectant. 

Alantol,  C,,jH,^jO  (Cj^H^j^O,  Ph.  0,  xxviii.  p,  123),  b.p.  200°,  is,  according  to  the  first  empirical 
formula,  supposed  to  be  an  isomer  of  camphor :  it  is  found  in  the  root  of  Inula  hsleniwniy  and  is  tised 
in  phthisis  as  a  substitute  for  creasote  and  oil  of  tui-pentine.     Constitution  not  known. 


>  If  n  is  tbe  refractive  index  of  a  liquid,  and  d  its  denBJty,  then  the  quotient 


is  its  specific  refractive  power. 
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Ketones  from  Phenol-alcoliols 

If  we  introduce  into  acetophenone  the  three  hydroxyls  of  pyrogallol  (fig.  421,  p.  93)  we  obtain 
a  phenone  (vide  p.  140),  derived  firom  an  alcohol  not  yet  known ; 


Oallaoetophenone,  iri-hydrozy-acetophenone,  C8He04 ;  m.p.  168® ;  sabstitnte  for  pyrogallol ; 

antiseptic,  non-poisonoas 


Ketones  from  Anthracene-phenol-alcoliols 

Th€»e  ketones  are  derivable  from  corresponding  anthracene-phenol-alcohols,  with  two  alcoholic 
hydroxyls  (vide  p.  107),  of  which,  however,  but  one  (quinizarin-hydrate,  vide  p.  107)  is  known. 
^We  will  therefore  derive  them  fix)m  anthraquinone  (fig.  582,  p.  141),  by  introducing  one,  two,  or 
three  hydroxyls  into  the  benzene-rings  in  various  fashions. 

This  class  of  ketones  are  very  important  in  the  manufacture  of  dyes. 


Ketones  with  one  Hydroxyl 
One  hydroxyl  may  replace  either  an  a-  or  a  ^-hydrogen 

Fio.  698  Fig.  699 


ErythrO'Oxy-anthraqainone,  Gx^HgOa ; 
-  iir.p,  190° ;  orange-red  crystals 


Hydrozy-anthraquinone,  Ci4H(,03 ;  m.p.  823® ; 
yellow  crystals 
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Fia.  604 


Fio.  605 


Anthrarafin,  O14HSO4 ;  m.p.  280® 
Fxo.  606 


Anthraflavic  acid,  CiJB.fi^ ;  m.p.  above  880° 
Fia.  608 


O-^ 


Benz-dioxy-anthraqumone,  C24HMO4  ;  m.p.  291® 


Chrysazin,  Ci^HgO* ;  m.p.  lOl** 
Fio.  607 


iBo-anthraflavic  acid,  C14HBO4 ;  m.p.  above  880® 
Fio.  609 


Frangolinio  acid,  Ci4H(,04  ;  m.p.  252° ;  occurs  as  a 
glncoside  in  the  bark  of  Rhamnus  frangula 


Ketones  with  three  Hydroxyls 

Though  there  are  fourteen  possible  isomers,  five  of  which  are  known,  we  shall  limit  ourselves  to 
illustrating  the  most  important  of  them  : 


Fio.  610 


Purpnrin,  C^i^TlsOs ;  m.p.  253°;  yellow  crystals ;  with  metallic  oxides  produces  dyes ;  is  found  in  the  madder-root 

L  2 
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From  m-methyl-anthraquinone  there  are  two  ketones  of  interest ;  one  with  two,  the  other  with 

three  hydroxyls : 

Fio.  611  Fio.  612 


0—0 


Ghrysophanio  aoid,  CibHiqO^  ;  m.p.  162°;  gold-ooloored 
crystalB;  ooonrs  in  the  rhnbarb-root,  senna,  and 
many  lichens;  is  obtained  from  cbrysarobin  {vids 
p.  122)  bj  oxidation ;  was  formerly  much  used  in  skin 
diseases;  by  acidum  chrysophanicum  medicinale  is 
always  meant  ohrysarobin ;  the  ohrysophanio  acid  of 
commerce  is  mixed  with  ohrysarobin 


occurs  in  the  bark  of  Rhatnnus  frangula ;  idso,  to- 
gether with  chrysophanic  add,  in  the  rhnbarb- 
root  {oomp.  frangolinic  add,  fig.  609,  p.  147, 
to  which,  and  to  chrysophanic  add,  it  is  related) 


The  m-position  of  methyl  is  ascertained,  likewise  that  the  hydroxyls  belong  to  different  nuclei. 
The  positions  of  the  hydroxyls  on  each  nucleus  have  not  been  ascertained ;  the  representations 
above  are  arbitrary. 

There  are  also  tetra-  and  hexa-hydroxy-anthraquinones,  and  ketones  from  di-  and  tri-methyl- 
anthraquinones,  but  of  less  interest,  as  are  also  some  ketones  formed  from  phenantrene. 


Paet  V. 

Oxygen  Compounds 

CARBOHYDEATES    AND    GLUOOSIDES 
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AliOOHOL-ALDBHTDBS  AND  AL00H0L-E3IT0NES 

Oarboliydrates 

From  almost  the  first  days  of  chemistry's  existence  the  compoands  we  are  now  going  to  discuss 
were  treated  as  of  one  family,  because  they  had  many  similarities,  both  chemical  and  physical.  It 
was  soon  found  out  that  they  all  consisted  of  carbon,  and  the  elements  hydrogen  and  oxygen  in  the 
proportion  in  which  they  form  water ;  a  circumstance  considered  of  importance  before  their  real 
structure  was  accounted  for,  hence  the  name  of  carbohydrates. 

It  has  now  been  ascertained  that  all  these  compounds  are  aldehydes  or  ketones,  or  a  combination 
of  both.  They  ought  therefore  to  be  treated  under  these  several  headings,  but  agreeably  to 
established  practice  we  shall  leave  old  family  traditions  undisturbed. 

They  are  classed  mainly  into  four  groups : 

1.  AlcohoJr(ddehyde8  and  alcoholrketanes^  the  grape-sugar  group. 

By  the  joining  of  two  of  these  under  elimination  of  water  are  derived— 

2.  Anhydrides  or  ethers j  the  cane-sugar  group. 

By  the  joining  of  three  of  them — 

3.  ConstittMon  unknoum,  the  raffinose  group. 

By  the  joining  of  more  than  three  of  them— 

4.  ConstittMon  unknown,  the  cellulose  group. 

The  most  prominent  members  of  these  groups  are : 


Grape-sugar 

group 

Cane-sugar  group 

Baffinose  group 

Cellulose  group 

Aldoses       and 

Eetoses 

Di-hexoses 

Tri-hexoses 

Poly-hexoses 

Monosaccharides,  Gloooi 

{Ketones) 

(Anhydrides) 
Disaccharides,  Saccha- 

{Constitution not  ascer- 

{Constitution not  ascer- 

Bes,  or  Monoses 

tained) 

taified) 

roses,  or  Bioses, 

Trisaccharides,  Baffi- 

Celluloses,  Polysaccha- 

1 

1 

CiaHaaOii 

noses,  CiAaOie 

rides,  and  Amyloses, 
(CoH.oO,). 

Trioses,  C,U,0,     . 

Gljoerose 

Saccharose 

Baffinose 

Cellulose 

Tetroses,  C^HsO*  . 

, 

Erythrose 

Lactose 

Stachyose 

Starch 

Pentoses,  CsHioO* 

. 

Arabinose 

Maltose 

Melezitose 

Dextrin 

Xylose 

Trehalose 

Arabin 

Hezoses,  CeHiaOe  . 

Dextrose 

Levulose 

Galactose 

Mannose    . 

Sorbinose 

Golose 

Aorose 

MeUbiose 

Sinistrin 

Inulin 

Glycogen 

Heptose,  C^K^fij 

Oetose,  CgHieO, 

Nonose,  C^HiaOg 
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Grape-sugar  Group 

Bj  way  of  variety  tbey  are  also  called  glucoBes,  glycoses,  or  monoses,  monosaccharide! 
and  may  be  subdirided  ioio  aldoses  or  alroliol^ldehydes^  and  ketoses  or  akohol-keUmes.  All  have  a 
sweetish  tasta. 

The  fii'st  of  this  group  would  perhaps  be  our  former  acquaintance,  tbrmaldehyde  (fig.  532, 
p.  130),  but  as  it  has  not  any  hydroxyl  joined  to  it,  there  may  be  a  doubt  whetier  it  can  be 
naturaliBed,  though  it  otherwise  has  the  qualification  of  being  a  carbohydrate,  CHjO.  We  shall, 
however,  see  that  when  several  of  them  join,  they  are  recognised  as  native-born  citizens  of  this 
doojinion  (fcnifnose). 

The  next  one  would  be  gly collie  aldehyde  (fig,  556,  p.  135),  but  it  exists  only  in  aqueous 
solution.     Polymerised,  however,  it  forms  erythrose,  a  tefcrose  {vide  p.  135). 

The  next  alcohol -aldehyde  likely  to  be  a  carbohydrate  is  one  derived  from  glycerin  (fig.  375» 
p.  78),  which,  gently  oxidisedj  forms  an  alcohol-aldehyde : 

Fig,  613 


Glyceroae,  CgHeOa 

but  neither  is  this  known  except  in  solution.     Polymerised  it  forma  glucoses  {vide  p.  154). 

Tetroses  (erythrose,  vide  above,  and  fig.  558*  p.  135)  and  pentoses  are  of  lesser 
importance,  and  passing  them  we  arrive  at  hexoses,  of  which  there  are  many  species,  each  with 
several  varieties.  They  are  all  derived  from  hex-acid  alcohols  (fig.  380,  p.  80),  by  oxidising 
tliem  to  aldehydes  or  ketones  j  their  general  structure  would  therefore  be  either 


Fig.  614 


O— ®^ 


Q 


or 


Q— ®- 


Fta.  ei5 

Q        9       9 
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Hexose  (alcohol  aldehyde),  CflHiaOn  ;  dejitroBe»  maDnoae, 
gulo&et  derived  from  mannite  (fig.  3d0,  p.  80) 


Hesose  (alcohol -ketone),  0«HiaO« ;  levulo&e  derived  from 
mELnmte;  fiofbin  donved  from  sorbitol  (vide  p.  60) 


Three  varieties  of  dextrose,  mannose,  and  levulose  are  moreover  known — a  dextro-,  a  laevo-,  and 

an  inactive  compound. 

Of  course  there  mast  be  a  difference  in  the  structure,  and  guid^  by  their  behaviour  in  various 
chemical  reactions  the  conclusion  has  been  arrived  at  (Ber,  xxiv.  p,  2685)  that  it  is  not  immaterial 
on  which  side  of  the  carbon-atom  the  hydroxyl  is  placed.  Thus  dextrose  can  appear  in  the  three 
varieties  mentioned  above,  and  individually  their  structural  forms  would  be  these. 
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Fio.  616 
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O      it  0 

I    I       A 


Fio.  617 


6        6        1         O 


Dextrose,  gnpe-Bugar,  glaoose,  dextro-rotatory  - 


9        Q 


^ 


Dextrose,  Isvo-rotatory 


It  will  be  noticed  that  the  hydroxyls  pointing-  upwards  in  one  figure  turn  down  in  the  other, 
and  vice  versa ;  if  an  equal  number  of  each  molecule  come  together,  they  will  counterbalance  one 
another ;  those  rays  of  light  which  by  one  are  turned  to  the  right  are  by  the  other  turned  to  the 
left ;  in  other  words  the  compound  mil  be  inactive. 

In  the  same  manner  the  structure  of  mannose  has  been  ascertained  to  be 


Fio.  618 
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o— ♦- 


6      (> 

Dextro-rotatory  mannose 
likewise  levulose,  which  is  an  alcohol-ketone 


Fig.  619 
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O      0 

o      o 

LaBYo-rotatory  mannose 
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Dextro-rotatory  levnlose 


6        o 
Lffivo-rotatory  levulose,  diabetin,  fmit-sngar 


Dextrose  and  levulose  are  found  in  sweet  fruits,  in  honey,  in  diabetic  urine,  and  may  be 
prepared  from  other  carbohydrates  ;  dextrose  is  a  constituent  of  many  glucosides. 

Dextrose  has  been  synthesised  from  formaldehyde  by  polymerisation  (to  avoid  confusion,  no 
r^ard  is  here  had  to  the  different  positions  of  hydroxyls). 

Fio.  622 
Six  molecules  of  formaldehyde  (figs.  532,  533,  p.  ISO) 
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O         <!>         O         O 
Formose  (dextrose  ?) 


Mannose  from  ghjcerose  (fig.  613,  p.  152) 

Fio.  024 
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Two  moleoalea  of  glycerose 


Fia.  625 
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A      a     d      6 

a*AoroB«  (mannose?) 


iBother  carbohydrate  is  formed  at  the  same  time,  )9-acro8e,  but  ita  constitution  has  not  be< 
Bufficiently  investigated* 

According  to  other  authorities,  giycerose,  from  which  ct-acrose  has  been  formed,  is  a  mixtnre  of 
aldehyde-alcohol  (glycerin-aldehyde)  and  ketone-alcohol  (dt-oxy-acetone) ;  in  this  case  a-acrose 
would  be  a  mixture  of  levulosa  and  mannose.  The  true  nature  of  formose  and  acrose  has,  after  all, 
not  yet  been  fully  ascertained  ;  they  seem  to  be  mixed  with  several  glucoses. 

Dextrose  may  be  converted  into  levalose  in  a  rather  circuitoos  way.  There  is  a  compound 
termed  phenyl-hijdra7:in&  which  we  shall  have  to  mention  later  (p.  332)  ;  its  structure  is  rather 
complex,  and  for  the  sake  of  Bimplicity  we  shall  here  represent  it  by  only  one  of  its  constituents, 

vi^.  0-i-o  (NHJ.  ^ 

When  Bolutions  of  dextrose  or  any  other  sugar  are  heated  with  this  compcumd  a  molecule  of 
phenyl-hydrazine  takes  the  place  of  the  aldehyde-oxygen,  eliminating  a  molecule  of  water,  and 
compounds  are  formed  which  are  termed  hydrazoiies  (p.  338) 

Fia.  626 


0-#-*0 


Glucose  hydr&sone 


When  the  action  is  carried  further,  the  oxygen  next  in  order  is  attacked,  and  must  depart  in 
form  of  water,  tiiking  with  it  two  hydrogen-atoms,  and  another  molecule  phenyl-hydrazine  takes  its 
place,  leaving  its  own  two  hydrogen-atoms  to  (orm  a  molecule :  the  new  sort  of  compounds 
termed  osmones  (p.  338). 
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Glnoosazone 


♦  0»    (J  ^O 


When  acids  act  upon  osazones,  the  phenyl-hydrazines  are  both  replaced  by  oxygen,  and  com- 
ponnds  are  formed  called  osones. 
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GIncosone  is  poorer  than  levnlose  and  dextrose  by  two  hydrogen-atoms,  and  when  these  are 
added  they  take  their  place  upon  the  end-atom,  and  the  result  is  levnlose. 
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Levnlose 


Levulose  may  be  reconverted  to  dextrose  by  another,  also  circuitous,  way. 

Galactose,  sometimes  known  by  the  name  of  lactose,  is  derived  from  sugar  of  milk,  which 
also  is  sometimes  termed  lactose ;  the  two  should  not  be  confounded.  Mannose  is  derived  from 
mnnitol  or  mannUe  (fig.  380,  p.  80). 

Sorbinose,  or  sorbin,  is  derivable  from  sorbitol  or  sorbite  (structure  not  known  with  certainty 
^  p.  80).     Gnlose  is  a  synthetically  prepared  compound  (vide  Ber,  xxiii.  p.  2628,  xxiv.  p.  528). 

Heptose,  octose,  and  nonose  are  synthetic  compounds. 

The  glucoses  are  all,  except  sorbinose,  fermentable,  i.e.  they  are  through  the  operations  of  a  small 
Diicro-organism  (mycoderma  cerevisice)  split  up  into  alcohol  and  carbonic  acid.  That  is  generally 
f^presented  by  the  equation  OgHj^Og  =  ip^^%^\  +  (P^^r  ^^^  mycodermaB,  however,  live, 
^^.  and  multiply  upon  the  sugar ;  the  process  therefore  is  not  quite  so  simple.  The  mycodermaB 
^i^SDme  some  of  the  sugar  and  give  oflF  again  a  ferment  that  converts  the  rest  of  the  sugar  chiefly 
into  alcohol  and  carbonic  acid,  but  glycerin,  succinic  acid,  propenyl-,  butyl-,  and  amyl-alcohols  in 
P^t  variety,  and  sometimes  their  ethers,  are  amongst  the  products  of  the  mycoderma's  ferment. 
^^  last,  when  a  certain  amount  of  these  is  formed,  the  mycodermaB  are  suffocated  in  the  produce 
o'^  their  own  excrement. 
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Cane-sugar  Group,    c^h^jOu 

Saccharosesj  bioses,  hexobiosea,  di-hexoaes,  disaccharides,  are  the  several  titles 
bestowed  upon  candy-sugar  and  its  associates  by  chemists,  one  improving  upon  the  other.  The  con- 
stitution i&  not  fully  ascertained^ — all  that  we  positively  know  ia  that  they  are  products  of  an  aldose 
joining  a  ketose  in  such  a  way  that  a  molecule  of  water  ia  eliminatedj  the  character  both  of  an  aldehyde 
and  of  a  ketone  being  lost,  retaining  only  eight  of  their  ten  hydroxyls,  four  of  which  stick  to 
each  of  the  two  components,  ■ 

The  best  known  member  in  this  group  is,  of  course,  cane-augar,  in  which  a  molecule  of  dextrose 
is  joined  to  a  molecule  of  levulose  in  the  way  stated. 

There  are  apparently  not  many  ways  in  which  this  can  be  effected  as  long  as  we  accept  an  open 
chain  structure  for  the  sugars.     I  give  illustrations  of  two  of  them  : 


Fia*  630 


1 


o      o      6      o 


o       6       A       c) 


Q         Q  O 


nil  w  '  .-.  *  ♦  4 


/'  0      *^       J      *'        '* 


Fio.  6B1 » 


o     o 


^1 ^N— II IH-O 


Cane-BugaTf  OjaH^aOnf  structure  1 
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Cane-BUgar,  structure  2 


^  For  another  ooostrtictioa  of  the  gljoide-gronp  vide  fig«  487,  p.  115. 
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The  first  looks  like  etherification,  the  second  more  like  anhydration.  The  latter  is  perhaps 
the  more  probable  of  the  two,  since  the  two  hydroxyls  from  which  water  is  eliminated  come  in  direct 
contact  in  the  second  stmctnre.  Possibly  molecular  change  takes  place  inside  the  hexagon,  com- 
bining the  two  side-chains  direct  through  the  oxygen. 

The  carbohydrates  have  also  been  represented  as  cycle- structures  in  which  an  oxygen-atom 
forms  one  of  the  links  (see  ToUens,  Handb.  d.  Kohlenhyd/rate,  1888).  Dextrose  is  thus  re- 
presented as  a  heptagon,  levulose  as  a  pentagon,  and  cane-sugar  as  a  combination  of  the  two  through 
an  oxygen-atom  left  by  the  formation  of  water  from  two  hydroxyls. 

Fio.  6331 
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Cane- sugar 


Levnlose 

Cane-sugar  is  dextro-rotatory;  when  heated  to  210®  it  loses  water,  and  is  converted  into 
caramel.  Boiled  with  dilute  acids  it  is  split  into  equal  parts  of  dextrose  and  levulose  with  assi- 
milation of  water,  and  is  then  called  invert-sugar,  which  is  lasvo-rotatory.  The  same  is  eflfected 
by  snch  ferments  as  diastase.     Cane-sugar  is  not  fermentable  before  it  is  broken  up  in  this  way. 

Milk-sugar,  lactose^  lactobiose,  occurs  in  milk,  and  is  a  combination  of  galactose  and  dextrose 
with  the  aldehyde-group  left  intact. 

Malt-sugar,  maltose,  maUo-biosey  is  found  in  beer. 

Agavose  occurs  in  the  sap  of  Agave  americo.na  {Amer.  Ch.  J.  xiv.  p.  548). 
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A   structure   has   been   suggested    (Ber.    xxi.   p.    2633)    for   milk-sngar   combining,    through* 
abstraction  of  a  moleciile  of  water,  the  aldehyde-end  of  galactose  with  the  alcoholic  end  of  dextrose  in 
the  form  of  a  penta-methylene  in  which  two  methylenes  are  replaced  by  oxygen-atoms.     Similar 
structures  may  also  be  formed  for  the  other  sugars  of  this  group,  but  they  are  mostly  geometrical 
experiments  only,  without  much  support  or  refutation  in  known  facts. 

Baffinose-group,  Tri-hexoses 

Trisaccharides  and  trioses  are  other  namea  for  this  group,  but  the  latter  ought  to  be  dis- 
continued, as  we  Imve  another  triose-group  amongst  ijluwses  (p,  151)  where  this  designation  is  nioroj 
appropriate. 

There  are  only  three  members  of  this  group,  but  as  a  set-ofl*  one  of  them  is  luxuriously  fitted] 
out  with  naDies ;  raffinose,  melitriosej  melitose,  gossypose,  plussugar  ;  is  composed  in  a  I 
manner  similar  to  that  of  cane-sog*ir,  but  of  three  glucoses,  dextrose,  levulose,  and  gallactosd; 
its  structure  more  paxlicularly  is  not  known.     It  occurs  in  manna,  in  cotton-seed,  and  in  molasses  ^ 
from  beet- sugar.  fl 

8tachyose,  a  recently,  as  tri-hexose,  discovered  sugar  {Bm\  xxiiL  p.  1692,  xxxiv*  p.  2705)" 
occurring  in  the  root  of  Stacliys  ivhenfera^  is  perliaps,  according  to  later  researches,  a  poly-hexose 


I 


Cellulose-group 

(C,H,„0,)„ 

The  members  of  this  group  are,  in  the  cane-sugar  manner,  composed  of  several  molecules 
hexoaes,  but  how  many  is  as  yet  not  discovered. 

Cellulose  forms  the  membranes  of  vegetable  cells,  and  is  thus  widely  distribute<l  in  nature 
as  the  chief  mateiial  of  all  plants. 

Paper  is  cellulose  contained  in  silk,  liuen,  and  cotton  rags,  or  in  esparto-grass,  straw,  &c. 

Concentrated  sulphuric  acid  dissolves  cellulose,  converting  it  into  a  compound  t^ermed  ti/mijhid^ 
which  is  thi-own  down  by  diluting  the  solution. 

Parchment  paper  is  unglazed  paper  supedicially  converted  into  amyloid  by  dipping  it  into 
cone,  sulphuric  acid. 

An  inferior  sort  of  parchment  paper  is  made  by  treating  the  pulp  already  in  the  hollander  with 
sulphuric  acid^  chloride  of  zinc,  &e.     It  is  by  far  not  so  tough  as  the  genuine  article,  but  in  ap-^ 
pearance  thei'©  may  be  no  difference.  f 

Wood-pulp  m  obtained  by  mechanically  rubbing  up  wood  intu  a  tine  pulp. 

Sulphit-celhilose   is   cellulose   obtained   as   a   pulp    by    disintegration   on    heating   wood 
with  calcium  sulphite. 

Chinese  rice-paper  is  not  prepared  from  rice  but  from  the  pith  of  Aralia papifnferaj  a  smi 
elirub  found  only  in  Formosa. 

Japanese  paper  is  made  from  the  long  bark  iibrcs  of  the  paper-mulberry  tree. 

Tunic  in  is  animal  cellulose  occurriug  in  the  tunicates. 

Starch  is  found  everywhere  in  the  vegetable  world. 

The  several  varieties  of  starch  (potato,  maize,  rice,  sago,  arrowroot,  tapioca)   are   only  pby^^ 
sically  distinguishable  one  from  auother ;  chemically  they  are  all  identical.  fl 

The  investigations  on  starch  are,  nj)  to  the  present,  far  from  being  conclusive.     It  is  said  to 
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consist  cliiefly  of  two  isomeric  compounds,  granalose  and  farinose.  When  boiled  with  water 
grannlose  dissolves,  and  farinose  remains  unaltered. 

It  is  asserted  by  some  that  soluble  starch  has  the  formula  (Ci^B-^tfiiQ^Q ;  others  make  it  a  round 
100  instead  of  30.  Starch  is  converted  into  dextrin,  maltose,  and  dextrose  by  dilute  acids. 
Glycogen  is  animal  starch,  found  principally  in  the  liver. 

Cellulose  and  starch  are  compounds  so  closely  allied  that  there  is  every  reason  to  hope  that  the 
problem  of  transforming  cellulose  into  starch  may  one  day  be  solved.  That  would  be  an  immense 
boon  not  only  to  the  discoverer,  but  to  the  world  at  large.  Our  little  globe  will  then  be  able  to 
feed  its  people  for  more  than  those  182  years  which  an  able  and  celebrated  statistician  has  calculated 
ber  limits  to  be  under  present  circumstances  (meeting  of  the  British  Association,  September  1890). 
And  just  imagine  the  beautifully  pastoral  idyl  of  young  ladies  and  gentlemen  going  into  the  shady 
woods  to  picnic  upon  sofb  sprigs  and  bashful  anemones,  or  strolling  to 

A  bank  I  know  whereon  the  wild  thyme  blows, 
Where  ox-lips  and  the  nodding  violet  grows. 
Quite  over-canopied  with  lush  woodbine, 
With  sweet  mndc-roses,  and  with  eglantine ; 

sitting  down  to  supper  on  these  dainties,  surrounded  by  sweet  tinkling  bells  of  lowing  bo-ohs  and 
bleating  ba-bas.     Burglars  and  forgers,  judges  and  juries,  will  be  things  of  the  past. 

Dextrin  is  produced  fix)m  starch  by  treating  it  with  dilute  acids.  It  is  a  mixture  of  several 
isomeric  substances  {amtylch^  eryihro^^  and  (ich/roo-dextrin).  By  further  action  of  the  acid  it  is  converted 
into  dextrose,  and  by  diastase  into  maltose-  Commercial  dextrin  is  mainly  erythro-dextrin,  but 
mixed  besides  with  starch  and  sugar.  It  is  a  constituent  of  nearly  all  sorts  of  '  infant's  food '  on 
account  of  its  easy  digestibility.  According  to  investigations  on  the  molecular  weight  of  carbo- 
hydrates by  Raoult's  method  (p.  279),  dextrin  has  the  formula  (G^^^^fi^X  {IVans.  Chem.  Soc.  1888, 
p.  610). 
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Glucosides  are  ethers  formed,  as  a  rule,  from  glucoses,  generally  dextrose  (fig.  616,  p.  158)  and 
a  phenol  (or  phenol-alcohol,  alcohol-phenol- ether,  &c.)  through  their  alcoholic  hydroxyls  joining  in 
the  regular  ether  fashion  by  dropping  a  molecule  of  water ;  they  occur  in  the  vegetable  world,  and 
are  split  up  into  their  components  by  ferments,  dilute  acids,  or  alkalies.  There  are  about  a  hundred 
of  them  known,  but  the  structures  of  very  few  have  been  ascertained. 

Some  of  these  are— 
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Arbatin,  O^sHieOT ;  m.p.  165® ;  formed  from  hydroqfdnons  (fig.  420,  p.  92)  and  dextrose ;  oooars  in  Uie  leavea  of 
the  bear-berry  (ArbtUus  uva  ursi) ;  is  used  in  i^eotions  of  the  bladder  and  kidneys 
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Salicin,  CisHx^Ot;  m.p.  201®;  formed  from  saligcnin  (fig.  461,  p.  106)  and  dextrose ;  is  present  in  all  species  of  salix, 
partioolarly  in  S.  helix,  S.  pentandra,  and  S.  pracox,  also  in  oastoreum ;  has  been  used  in  influenza 
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Coniferin,  CieH^^G. ;  m.p.  185"";  formed  from  coniferyl  alcohol  (fig.  511,  p.  123)  and  dextrose; 
occars  in  the  cambial  sap  of  Coniferce 
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^9<;tiliii*  OiBHiflO^j  m.p.  160^,  decomp. ;  formed  from  a  compotmd  {^scuUHn}  which  we  have  not  yet  had  occafiion 
to  discuss,  being  an  ether-formatmn  of  an  aromatio  acid  (fig-,  336»  p.  222)  and  dextrose ;  occura  In  tb©  bark  of 
the  horse-chestnat  {^sculua  hippocastxinum} ;  aeed  for  neuralgia 


Future  Nomenclature  of  Aldejiydes  and  Ketones 

The  rules  laid  down  by  the  Congress  are  beaofcifally  simple.  For  aldehydes  the  suffix  -eti,  and  for 
ketones  the  suffix  -one,  are  added  to  the  name  of  the  hydrocarbon  from  which  fchey  may  be  considered 
derived ;  di-  and  tri-ketones  take  the  suffixes  -dione  and  ^trione. 

Examples  of  the  application  of  these  rules  are  : — 


Old  Nomemlahite 

Formic  aldehyde  (fig. 

Acetic-aldehyde  (fig. 

Butyr-aldehyde  {^g. 

Acrolein  (fig* 

Croton-aUlehyde  (fig. 

Geranial  (fig. 

GlycoUic  aldehyde  (fig. 

Erythro«e  (fig. 

Acetone  (fig. 

Mesit^Ioride  (fig. 

Phorone  (fig. 

Di-acetyl  (fig 

Acetonyl-acetone  (fig 

Grape  sugar  (fig 

Levulose  (fier, 


Nbxv  NomeTulahtre 

533,  p.  130)  =  Methanal 

538,  p.  131)  s  Ethanal 

543,  p.  132)  =  Butanal 

546,  p.  132)  =  Propenal 

549,  p.  133)  ==  2  Butenal 

553,  p.  133)  -  2  :  6  DimethylH>cta-4  :  6  dienal 

556,  p.  135)  ^  Ethanolal 

558,  p*  135)  =  Butanetriolal 

566,  p.  138)  =  Propanone 

568,  p.  138)  =  2  Methyl-pent-2  ene-4  one 

572,  p.  139)  -  2  :  6  Dimethy!-hept-2  :  5  ene-4  one 

576,  p.  140)  =  Bntandione  ' 

578,  p.  140)  =  Hexane-2  :  5  dione 

616,  p.  153)  =  Hexane-pentolal 

620,  p.  153)  =  Hexane-pentol-2  one 


Aldehyde-radicala  formed    by   removal    of  a   hydrogen   not   belonging   to  the   aldehyde-link 
receive  the  suffix  -ylal  added  to  the  name  of  the  corresponding  hydrocarbon. 
Cyclo-compounds  are,  as  already  mentioned,  not  yet  provided  for. 
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Beactdon  of  Hydrogen-peroxide  on  Aldehydes  and  Ketones 

Aoros 

Index,    <^  *  Chemieal  ^ffmbol,  COOH  (carboxyl). 


FOKMATION 

We  have  seen  tiie  hydrocarbons  oxidised  by  hydrogen-peroxide  to  alcohols,  alo^ls  to  aldehydes 
and  ketones,  and  we  shall  now  see  how  these  latter  componnds  throagh  the  further  action  of 
hydrogen-peroxide  are  transformed  into  a  series  of  new  compounds  called  acids. 

The  process  is  a  very  simple  <me  as  regards  aldehydes;  the  hydrogen-atom  fixed  on  the 
carbonyl  gronp  is  removed  and  a  hydroxyl  takes  its  place.  We  will  illustrate  the  process  by 
choosing  methyl-  and  ethyl-aldehydes  as  examples  (figs.  533  and  538,  pp.  130  and  131) : 
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Fig.  641 


Methylaldahjde 
-h  hydrogen-peropde 


«     Fofmieaeid-i- water 


Ethyl-aldeliyde 
+  hydrogen-peronde 


Aeetie  add -i- water 


One  thing  must  be  noticeable  in   the  figures  of  the  adds,  viz.    that  they  haye  the  figure 
Fmw  642 


•^  in  common.     Tins  figure  is  characteristic  of  all  acids  and  is  termed  carboxy  1. 


The  four  valencies  of  the  carbcm-atom  in  carboxyl  group  are  disposed  of  in  this  way :  two  are 
employed  in  bedding  the  oxygen-atom,  a  third  is  engaged  by  the  hydroxyl,  the  three  together 
showing  that  the  mdecole  c^  which  they  constitute  one  part  has  the  character  of  an  acid ;  the 
fourth  valency  is  jdned  to  something  else,  in  most  cases  an  alcohol  radical  or  a  phenyl-group, 
indicating  wlut  sort  of  an  add  it  is. 

What  is  required  of  a  carbon-atom  capable  of  forming  an  add  is,  therefore,  three  valendes 
disposable,  two  for  the  oi^gen  and  one  for  the  hydroxyl.  If  one  of  these  three  valendes  is  bound  to 
a  carbon-afcom  it  must  tear  itself  firee  firom  that  bondage,  breaking  up  the  chain  into  two  fragments. 
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or,  in  the  case  of  a  closed  chain,  the  ring  will  be  opened  and  one  or  more  straight  chains  formed.  It 
follows  from  this  that  an  acid  can  only  be  formed  from  aldehydes,  never  from  ketones  without  dis- 
turbing the  chain  ;  and  because  aldehydes  are  formed  from  primary  alcohols,  and  ketones  from 
secondary,  acids  cannot  be  derived  from  any  but  primary  alcohols  without  splitting  the  chain.* 

We  have  seen  the  simple  process  taking  place  in  the  case  of  an  aldehyde ;  we  will  now  show  the 
splitting  of  a  ketone,  di-methyl-ketone,  for  instance  (fig.  566,  p.  188). 

In  the  first  instance  it  breaks  up  into  two  fragments  in  order  to  give  a  third  valency  fi-ee  to  the 
carbonyl-link : 


Fig.  643 


Di-methyl-ketone 
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By  this  breaking  up,  two  groups  are  formed,  both  of  which  are  fit  for  the  operation  of  hydrogen- 
peroxide,  which  consequently  acts  by  making  acids  of  both.  Three  molecules  of  hydrogen-peroxide 
are  required  for  the  purpose  of  the  process,  which  is  effected  in  the  following  manner : 
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The  left  part  of  di-methyl-ketone  -i-  one  molecule  The  right  part  of  di-methyl-ketone  +  two  moleeules 

of  hydrogen-peroxide  of  hydrogen-peroxide 
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Acetic  acid 


fi-o 


or 


Three  moleoales  of  water  Formic  acid 

The  final  products  being  acetic  acid,  water,  and  formic  acid 


'  For  this  reason  phenols,  being  either  secondary  or  tertiary  alcohols,  cannot  form  acids  without  breaking  the  chain ; 
consequently  acids  with  a  phenyl-group  (aromatic  acids)  are  not  simple  but  compound  acids,  which  wiU  have  to  be 
mentioned  afterwards. 
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Ring-formed  compounds  are  broken  tip  in  the  most  varied  manner.     Here  is  an  example  r 
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QttinoDe  (fig.  684,  p.  142) 


^•Aoetyl-ftcrylio  acid  * 


C&rbon-dioiide 


As  th©  simple  acids  produced  by  the  breaking  up  of  secondary  or  tertiary  alcohols,  and  of  ring- 
formed  compounds,  are  the  same  as  those  we  get  from  primary  alcohols,  we  need  only  discuss  the 
derivation  of  acids  from  the  latter  sort  of  alcohols.  The  compound  acids  will  be  treated  in  a 
snbeeqnent  part. 

There  are  many  more  acids  than  alcohols  because  we  have  alcohols  with  more  than  one 
hydroxyl,  and  in  such  the  carboxyl  may  be  formed  from  every  carbon-atom  satisfying  the  conditions 
stated  above. 

Thns  glycol  (fig.  364,  p.  76)  can  give  ns  two  acids : 
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Glycol! LC  A€id 
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Ozalio  acid 


The  under-mentioned  four  primary,  or  partly  primary,  alcohols  are  derived  from  propane  (fig.  18, 
p.  8): 


Ink  664 


(i 


it-o 


^**imii7  propyl -alcohol 
(fig.  338»  p.  70) 


Fio.  067 


o-Propylene*glycol ;  primary- 
secondATf  (fig.  366,  p,  77) 


Pto.  668 


O— 


jS-Propylene-glycol ;  di- 
primajy  (fig.  367.  p.  77) 
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Glycerol  (glycerin) ;  di-primary- 
aecondary  (fig.  376,  p.  78) 


'  -irbon-atoins  ftr«^  individualig^d  by  IfttorB  from  the  Greek  alphabet :  the  atom  next  to  the  carboiyl  (being  or  to  be) 
■i  «-,  and  tbe  others  /B-,  y*,  5-,  t-,  &c.,  according  to  order;  the  first  and  the  last  onea,  i.e.  the  carboxyl  and  the  oppo- 
"^  link  in  long  chains,  are  generally  tarmed  respectively  «-  and  at'  {vide  p.  36). 


>P 


*  ««tiial  experiment,  proYing  the  conrectDeae  of  the  theory,  a  quinone  was  acted  npon  is  which  thrae  hydrogens 
Vy  chlorine,  and  the  product  of  oxidation  was  not  acetyl-aorylio  acid,  bnl  trichlor-acetyL acrylic  aoid  {Afm* 
For  our  purpose  that  makes  no  difTerencet 
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From  thesd  four  alcohols  six  different  acids  are  derived : 

From  propyUaicohol  one  acid : 
Fio.  660 


Propionic  acid ;  monobasic  (monatomic) 


From  a-propylene-^lyeol  one  acid : 


Fia.  661 
Q 


i^       W^     »-^ 


Ethylidene-lactic  acid ;  monohydroxy-monobasio  (di 


From  fi-propylene-glycol  two  acids : 
Fig.  662 


-•-© 


Ethylene-lactic  acid;  monohydroxy-monobasic  (diatomic) 


Fio.  668 


Q>-^    w    1  ■■^^r    ^ 


Malonic  acid ;  dibasic  (diatomic) 


From  glycerol  two  acids : 
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Fio.  665 


o--#- 


<^I<^.o 


Glyceric  acid ;  dihydroxy-monobasic  (triatomic) 


Tartronic  acid ;  monohydroxy-dibasio  (triatomio) 


From  propane  no  less  than  four  alcohols  and  six  acids  are  thus  derived.  When  we  oc 
the  higher  homologues  of  the  hydrocarbons  the  theoretical  number  increases  vastly ;  there  an 
heptylic  acids,  C^Hj^Oj,  thirty-eight  odylic^  C-HjgOg,  and  507  undecylic  adds  &c.  possible 
besides  these,  hydroxylated  acids,  acids  with  aldehydes,  ketones,  &c.,  in  their  structures,  all  da 
from  their  respective  hydrocarbons.     Consequently  we  must  classify. 

We  have  three  points  assisting  us  in  bringing  the  confusion  into  order. 

First  we  classify  them  according  to  the  hydrocarbons  of  which  they  may  be  com 
derivatives. 

Next  we  subdivide  them  according  to  the  number  of  carboxyls  they  contain. 

And  lastly  they  are  distinguished  by  the  number  of  hydroxyls  (if  any). 


ACIDS;    CLASSIFICATION 
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Acids  have  many  qualitieB  in  common,  but  there  is  one  more  important  and  prominent  than  the 
others,  and  that  is  their  capability  of,  or  rather  avidity  for,  exchanging  tbe  hydrogen  in  their 
csarboxyl  for  other  things,  but  specially  for  metals.  It  is  the  same  peculiar  feature  we  have  found, 
though  not  so  pronounced,  amongst  the  properties  of  phenols  {phenolatea,  p*  109),  and  in  a  still 
iesaer  degree  in  alcohols  (L  c),  yet  sufficient  in  the  phenols  to  have  given  to  some  of  them  the 
name  of  acids  (e.^.,  carbolic  acid).  When  a  metal  has  substituted  all  such  hydrogen-atoms  the  acid 
has  lost  all  its  acid  properties,  the  new  compound  is  a  neutral  one,  or,  as  the  chemists  term  it,  a 
Bait.  An  acid  can  receive  as  many  atoms  of  a  metal  as  it  has  carboxyls,  and  as  we  call  a  metal  a 
base,  the  acids  are  said  to  be  monobasic,  dibasic,  &c.,  according  to  the  number  of  carboxyls  whose 
hydrogen-atoms  may  be  exchanged  for  metallic  atoms.  The  property  of  exchanging  the  hydrogen 
for  metals  is  called  their  basicity.     Higher  basicity  than  liexabasic  acids*  is  not  known 

By  the  number  of  hydroxyls  which  acids  contain  besides  the  hydroxy!  of  the  carboxyl,  they  are 
distingnished  as  mono-hydi-oxy-,  di-hydroxy-,  &€.,  frequently  also  as  monoxy-,  dioxy-,  &c. 

A  great  many  chemists  refer  to  the  number  of  hydroxyls  of  the  alcohol  from  which  the  acid 
is  derived,  and  as  they  use  the  designation  '■  atomic  *  for  alcohols  (^mde  p.  68),  they  retain  the 
same  for  acids.  Accordingly  an  acid  with  one  carboxyl  and  three  hydroxyls,  another  with  two 
carboxyls  and  two  hydroxyls,  a  third  with  three  carboxyls  and  one  hydroxyl,  would  all  be  tetra- 
atomic,  because  the  original  alcohol  had  four  hydroxyls. 

All  these  designations  are  appended  to  the  examples  above,  but  I  do  not  intend  to  apply  the 
designation  of  atomicity  to  acids,  partly  because  the  classification  must  be  altered,  and,  in  my  opinion, 
not  to  the  advantage  of  the  general  view  of  the  classes  and  their  connections ;  partly  because  it  is 
not  so  expressive  as  the  other  one  ;  and  finally  because  it  is  not  in  harmony  with  the  nomenclature, 
present  and  probably  future. 

In  the  tables  on  the  next  pages  the  acids  are  aixanged  according  to  this  principle : 

The  monobasic  fatty  acids  proper^  i.e.  fre&  from  hydroxyls,  are  arranged  in  a  horizontal  row 
at  the  foot  of  the  table  la  and  at  the  top  of  I^,  commencing  with  formic  acid  and  propionic  acid 
respectively. 

These  I  have  termed  fundamental  acids. 

All  other  acids  may  be  considered,  and  often  are  actually,  formed  from  these  and  their  isomers  by 

1.  Leaving  their  general  structure  and  their  linkage  undisturbed,  but  substituting  methyls  by 
(i.e.  oxidising  them  to)  carboxyls.  Six  classes  (as  far  as  we  at  present  know)  are  thus  formed  with 
one,  two,  three,  four,  five,  or  six  carboxyls.  Only  the  three  first  are  represented  on  Table  It/, 
arranged  consecutively  from  fundamental  fatty  acids  towards  the  top  of  the  page.  These  classes  are 
each  subdivided  according  to  the  number  of  hydroxyls  replacing  hydrogen-atoms. 

All  hydroxy-acids  are  printed  in  italics.  The  whole  of  this  division  is  termed  saturated 
aliphatic  acids  (derivable  from  the  saturated  hydrocarbons). 

2.  Leaving  their  general  structure  undisturbed,  but  creating  double  or  triple  bonds  by  removal 
of  hydrogen-atoms  in  pairs,  just  as  we  did  with  hydrocarbons.  In  this  way  seven  classes  are 
formed — with  one,  two,  three,  or  four  double  bonds,  and  with  one,  two,  or  four  triple  bonds.  These 
clashes,  except  the  last  three,  are  arranged  in  Table  Ib^  from  the  fundamental  acids  downwards, 
in  the  order  in  which  they  ai-e  mentioned  here.  Each  class  is  divided,  as  above,  with  regard  to 
carboxyls,  and  subdivided  according  to  the  number  of  substituting  hydroxyls :  these  last  sub- 
divisions are  also  printed  in  italics.  The  whole  division  is  termed  unsaturated  aliphatic 
acids. 

For  the  better  comprehension  of  the  structural  connection  between  all  acids,  facilitating  a 
comparison  between  them,  and  showing  at  a  glance  what  they  have  in  common,  and  in  what  they 
differ,  examples  of  the  saturated  aliphatic  acids  including  the  tliree  clas.^es  shut  out  from  Table  la  are 
illustrated  in  Table  II. 

The  same  has  been  done  with  the  unsaturated  acids  with  one  double  bond,  in  Table  III. ;  those 
with  more  than  one  double  bond  are  so  few,  and  their  constitution  so  little  known,  that  Table  la 
and  the  specification  following  n  ill  suftice  ;  on  Table  XV.  those  acids  with  triple  bonds  left  out  from 
Table  I^  are  scheduled. 
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The  pictorial  examples  have  been  selected  exclusively  for  their  instmctiveness ;  they  do  not 
necessarily  all  belong  to  the  better  known  compounds,  and  they  illustrate  of  course  only  a 
representative  of  each  division,  which  division  often  contains  a  series  of  homologies  and  a  number 
of  isomers  of  each  homologue  (p.  12). 

The  four-,  five-,  and  six-basic  saturated  acids  in  Table  II.,  and  the  acetylene  acids  in  Table  IV., 
are  mere  curiosities  which  the  eye  of  but  very  few  chemists  indeed  has  had  the  good  fortune  to  fall 
upon.  Some  of  them  are  not  even  known  in  the  free  state,  but  theoretically  they  are  highly 
interesting. 

An  index  to  Tables  la  and  lb  will  be  found  on  p.  171. 


i 


\^ 


\ 


r 


s 


1-1 


CO 

9 


Q 

P 
CO 


§ 


CO 

H 


g 


o 


i% 


III 


,£3 


CO         O 


-li 


6  ^ 

is   1 


1 


.  ,\ 


V.N 


&  . 


/ 


I 


Hi 

EH 


I 

m 


I 


/,    ,,-■•.  ■ 


I 


(Diltoinio)  Socoiuio  Aoid 
C,HaO« ;  m.|>.  186*" 


(Triatomic)  Malic  Acid,  C^H^O, 
m.p.  100" 


(Tetratomio)  ErythroglQcimc  (EryihrUio) 
Aoid,  C^ilBOg  ;  deliqueaceiit  cryBtallin© 


(Penifttomit*}  Meta-Hacoharinic  Acid 


(Tetratomic)  Tartaric  Acid,  C4HeO» 
m,p. 135" 


C.Ha..aO, 


(Peutatomio)  Aposorbio  (?)  Acid 


it    6    6    6 


(Hexatomic)  Saccharic  Acid,  C^jHioOe 
crystals,  decompoalog  on  heating 


(Hexaioruic)  Gluconic  Aoid 
OsHiaOr!  »  sympy  liqnid 


(Hepttttomio)  Linusio  Acid,  0,9HaeO«  ;  m,p.  203'^ 

■=-°"i'  1  i «-!  1 X  i  til  11. 
•{(i)H(f)H(l)H(?)llr' 


{Konatomic)  Octahydrozj  Mar^aric  Acid,  Cj.rH:,,Ot(, ;  present 
in  Cod  Liver  Oil  that  *  repeata  * ;  derived  from  Therapic  Acid 


no  ACIDS 
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T^rRAayn 


TlTRJUUBIO 


PXKTABAflXO 


Hbxababio 
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4^ 


OJHa^sOj 
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O.Ha..ioOi 
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dc)  Tricarballylio 
E«0« ;  in.p.  166*^ 


(Teiratomio)  Iso-Allylene 

Tetra-Carboxylio  Acid 

CsH40b;  C&ystals 


(Pentatomio)  Pzopargyl-Penta- 

Garboxylio  Aoid,  CsHgOio 

not  known  in  free  state 


ii   if 

b    6 

(Hezatomio)  Baton-Hexa- 

Gaxbozylic  Aoid 

CioHioOxa ;  m.p.  66°-6 
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4*- 


imic)  Citric  Aoid 
Oy;  m.p.  163° 
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lie)  Hydroxy-Citric 
laHgOg;  crystals 
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ic)  Dihydroxy  Iso- 
Acid,  CeHeO. 
tiee  not  known 
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Table  IH.— UNSATURATED  ALIPHATIO  ACIDS 
Ethylene  Acids 


H0NOBA810 


D1BI810 


O.Ha._,Oa 


•U^ 


O.H,._^0^ 


CJEL^i^O. 


-«-o 


^•Crotonio  Aoid, 
C^HgOa 


Mal^o  Add,  C4H4O4 
m.p.  180** 


0A„.,03 


Mono- 
hydroxylic 


ii^. 


C.H,^05, 


•^ 


^-Hydroxy-Crotonic 

Aoid,  C4He0a ;  obtained 

as  an  Ether  only 


Di- 
hydroxylic 


,0, 9  r 


± 


4^^ 


Dibydroxy-Maldto  Acid 

O4H4O8;  crystals 

m.p.  not  ascertained 


Itaoonio  Aoid,  OeH^Ot 
m.p.  161°  (vid*  fig.  765) 


=fct^ 


Aoonitio  Aoid,  GaHcOe 
crystals,  deoomp.  by  heal 


i! 


4^ 


#-0 


Hydroxy-Itaconic  Add 

CsHeOs;  oily  liquid 

decomp.  by  heat 


Table  IV.— UNSATURATED  ALIPHATIO  ACIDS 
Acetylene  Adds 


H0NOBA810 


DZBABIO 


C«H2B-40a 


♦^ 


Acetylene  Monocarboxylic  Aoid,  Propiolio  Acid, 
PropargyUo  Acid,  0,6,0, ;  m.p.  6° ;  b.p.  144<> 


O.H5..,02 


Diacetylene  Monocarboxylic  Acid,  ObH,0,  ; 
explodes  violently 


o>^^^jpl  ^"^  ^  »  o 

Acetylene  Dicarboxylio  Add,  OaHsOa  ;  melting 

at  175°  nnder  decomposition 


CbH,^xo04 

Diacetylene  Dicarboxylio  Add,  0,H,04 
very  explodve 


-.^ 


O.H,..„04 


<2^ 
3^ 


Tetracetylene  Dicarboxylio  Acid,  Oj^ffli^O^ 


/ 
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SPBOIFIOATION 

We  can  now  tarn  onr  attention  to  the  stmctare  of  a  few  members  of  the  acids,  some  possessing 
more  general,  others  a  more  specific  therapeutical  interest. 


SATUBATBD  ALIPHATIC  ACID  SERIES 
Monobasic  Acids 

HYDROXYL-FEBB  (FUNDAMENTAL)  AOIDS 

The  first  we  meet  with  is  formed  from  methyl-alcohol  (fig.  336,  p.  69). 

Fio.  666 

Formio  add,  CHaOa ;  m.p.  8^*6,  b.p.  100^*8 ;  a  powerful  corrosive 
From  ethyUdcohol  (fig.  337,  p.  70) 

Fio.  667 


Aoetio  acid,  0  AO2  ;  b.p.  118<* 

In  the  cold  it  solidifies  to  large  crystals  melting  at  17*:  glacial  acetic  acid.  Vinegar 
contains  3-6  per  cent,  of  this  acid. 

Acetic  acid  forms  with  thymol  (fig.  434,  p.  97)  and  mercury  a  compound  termed  mercury 
thymol-acetate.  It  consists  of  two  molecules  bound  together,  not  by  linkage,  but  by  something 
else,  which  we  call  molecular  affinity,  which,  strictly,  is  but  a  cloak  to  cover  our  ignorance  of  the 
nature  of  the  bond.  One  of  these  molecules  is  mercury  with  thymol  on  one  side  and  an  acetic  acid 
gronp  on  the  other,  and  the  other  molecule  is  mercury  acetate  (mercury,  being  in  this  case  a  dyad, 
binds  two  acetic  acid-groups). 

Fio.  668 


^^ 


Mercnry-thymol-aceiate  ^^^^*^\Hg-f  (C.H30a)sHg-CxeH.sO,Hg,  {Merck's  Berichte,  Jan.  1898) 

A  modem  syphilis-remedy 
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The  first  molecule  is,  itself,  strictly  mercury-thymol-acetate,  bat  this  name  was  given  to   the 
whole  compound  before  its  structure  was  fully  ascertained. 
From  primary  prapylnilcohol  (fig.  338,  p.  70)  is  derived 


Fio.  669 

I   !  <^ 

<i — (^   ^r  ■ 


O        6 
Propionic  acid,  Cja,fi^  ;  b.p.  140^ 


From  the  two  primary  hviylnilcohols  (vide  normal  and  iso-butane,  figs.  21  and  53,  pp.  9  and  13) 
two  acids  are  derivable : 

Fio.  670 


?        ?        ?     ^^ 
0 — Ih— HI O    ^»  >-#-K) 

4       6       6 


Normal  butyric  acid,  C^HgOa ;  b.p.  162®-6 


Has  a  very  unpleasant  smell.  The  free  acid  is  contained  in  the  sweating  of  the  feet  and 
in  Limburg  cheese ;  both  have  their  odour  from  a  percentage  of  this  acid ;  it  is  present  as  glyceride 
in  butter  (2  per  cent.),  whence,  of  course,  its  name. 

Fio.  671 


O   4  -O 


Iso-butyric  acid,  C4HB0a ;  b.p.  154^ ;  occurs  in  carob  beans  and  Roman  chamomile  oil 


From  each  of  the  four  primary  pentyl^lcohoh  (p.  70)  an  acid  has  been  obtained.  Only  one  ot 
them  has  found  a  place  in  materia  medica— that  derived  from  inactive  amyl-alcohol  (fig.  344, 
p.  71). 


Fio.  672 


OH  I 

G-Hh- O 
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^    ■   W^'    @" 


Inactive  valeric-,  ordinary  valeric-,  iso-valeric-,  iso-propyl-acetio-,  delphinio-,  phooenic-,  or 
iso-butyl  formic  acid,  CftH^oOa;  b.p.  176°-3 


FUNDAMENTAL  ACmS 


177 


Prom  eight  possible  primary  hexyl-alcohols  seven  acids  are  known.     One  derived  from  normal 
hexane  (fig.  62,  p.  15)  or  its  corresponding  alcohol  is 


Fio.  673 


Q  Q 


-^--O 


6        6        6 
Normal  oaproio  aoid,  CJELj^^Oa :  b*P*  205^ 

and  from  di-^n^thyl-propyl^methcme  (fig.  64,  p.  15)  is  derived 

Fio.  674 


H 


^L^ 


Iso-butyl-aoetio-aoid,  OaH^aOa ;  b.p.  200^ 
Of  the  higher  homolognes  may  be  mentioned 


Fio.  675 


Normal  caprylio  aoid,  OgHitiO, ; 
b.p.  237*» 


Fio.  676 


6     ^  6 
Normal  caprio  acid,  O10H90O9 ; 
b.p.  270° 


Fio.  677 


6     ^  6 
Undeoylio  acid,  Oi^HsaOa ; 
m.p.  28** 


Fio.  678 
10 


m- 


Lanrie  acid,  OisHa^Os ;  m.p.  48^*6 

Fio.  681 
Q 


\i> 


Fio.  679 
12 


K> . 


Fio.  680 


Myristio  acid,  Ci^HsbO,  ;  m.p.  dS^'S         Palmitic  acid,  OxeHaaOa ;  m.p.  62'' 

Fio.  682 


6 

9 


16 


6     \  6 


1^^ 


Iflo-palmitie  aeid,  di-normal-hepiyl-aoetio  acid ;  CieHsaOa ;  m.p.  26**         Margario  acid,  CX7H34O2 ;  m.p.  59^-8 


Cerotio  acid,  CjTHo^Oa ;  m.p.78*';  some 
give  it  the  empirickl  formula  Ca«Hji^Os, 
oibera  Bay  that  oerotic  acid  ooD8i6t&  ol 
two  different  acids,  one  of  which  has 
the  formtila  Cg^HflaOa,  m.p.  91*  {Ber. 
ix*  pp.  278*  1688) ;  cerotio  add  is 
(sometimes,  but  not  alwajs)  the  chief 
coQstitueBt  of  beeswax 


ita  exlstecoe  hat  been  doubted 


All  of  these  acids  occur  in  fats  of  some  sort  or  other — caprolc,  caprylic,  and  capric  acids  in 
goat's  milk,  hence  their  names.  Margaric  acid  occurs  only  in  one  fat,  adipocire.  The  structures  of 
the  higher  homologiies  have  not  been  ascertained  with  any  certainty,  but  their  melting-points  seem 
to  indiente  normal  compounds.  This  criterion  is  regularly  rising  with  the  number  of  carbon-atoms 
in  the  normal  acids,  yet  those  with  odd  numbers  and  those  with  even  numbers  form  two  distinct 
Berie«,  of  which  the  former  have  a  lower  melting-point  tlian  the  others ;  for  instance 


8 

9 

10  11 

12  13 

14  15 

16  17 

18 

16° 

30' 

43° 

54° 

62' 

69" 

The  melting-point  of  theobromic  acid,  72**,  would  not  indicate  a  normal,  or  perhaps  not  a  pur© 
compound. 

HYDBOXY-AOIDS 

These  acids  may  be  considered  derivatives  from  di-acid  alcohols  (p.  76)  by  the  oxidation  of 
one  of  their  hydroxyl-Hnks  into  carboxyl  (through  the  intermediate  aldehyde-formation),  or  thev 
may  be  regarded  as  derivatives  from  the  fundamental  acids,  just  described,  by  the  substitution  of 
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hjr<iroicyls.     This  latter  view  of  the  process  will  be  adopted  here,  except  in  cases  where  a  cor- 
resj>c>ndmg  fundaraental  acid  has  not  been  prepared* 

We  will  therefore  illustrate,  Erst,  some  of  the  acids  derived  by  the  introduction  of  (me  hydroxyl. 


Mono-hydroxy-  acids 

Ii:i  the  first  of  the  fundamental  acids^ /ormtc  acid  (fig.  t^66f  p.  175),  a  hydrogen-atom  is  replace* 
*W«   ty  hydroxy  1,  and  the  hydroxy-acid  produced  would  be 

FiQ.  690 


o  m    w 


Cftrbonio  acid,  OHaOg  -,  hydroxy-formlo  aci^ 

The  acid  has  not  been  isolated,  probably  on  account  of  the  two  hjdroxylg  attached  to  the  same 
*5^^tK:>n-atom  (vide  pp.  76  and  114-),  but  is  supposed  to  be  present  in  aqueous  solution.  There  is 
J^^i other  circumstance  remarkable  with  this  acid.  The  carbonyl  (CO,  fig,  527|  p*  130)  is  patronising 
t>ot.H  hydroxy  Is,  so  that  there  are,  in  a  soil  of  way,  two  carboxyls,  each  of  the  hydroxy  Is  having  a  half 
sHare  in  the  carbonyl,  and  this  constitutes  the  acid  a  di- basic  acid ;  in  poinfc  of  fact,  it  is  so,  and  this 
^<ii<i  will  therefore  be  mentioned  amongst  the  di-^basic  acids  (p.  184),  although  its  correct  place  is  here, 
'•^hen  we  look  upon  its  structure  as  a  combination  of  the  group  carboxtjl  with  the  alcoJwlic  hydrox^l 
gi^oup,  in  which  case  the  combination  with  the  second  base  would  not  be  a  salt^formation  proper,  but 
*^^  a.Icoholate.     ^That  we  generally  tei-m  carbonic  acid  is  strictly  carbon  di-oxide  {mU  p,  184). 

From  aceiUi  acid  (fig.  667,   p.   175)    by    introduction  of,  or  from  glycol  (fig.  364,  p.  76)  by 
o^dation  of,  a  hydroxyl,  glycol  lie  acid  is  derived  : 
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OljcolHc  acid,  CsH^O,^  ;  m.p,  80° ;  oceure  in  onripo  grapea 


Next  derivative  is  from  propimiic  add  (fig.  669 ,  p,  1 76). 

There  is  the  choice  of  two  places  for  the  hydroxy!,  consequently  there  are  two  acida 
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k'B;droxy«propioDic  acid,  iniuztive  etydene-  (ethjlidene-) 
Iflctlo  ftcidt  nanceic-,  tfaebolaolic  acid,  lactic  acid, 
C^H^O, ;  syrupy  liquid ;  forms  anhydride  wlien  heated ; 
oeeajTi  in  sour  milk,  in  ibo  gastric  juice  in  dyspepAiA ; 
Med  in  diabetes,  diphtheria^  dyspepsia,  diarrhoea,  <&c. 


^- Hydroxy 'propionio  acid,  ethylene-lactio  aoidf 
hydracrylio  6cid»  C.H^O;, ;  syrupy  liquid; 
lireakfl  up  when  heated 


Though  according  to  our  theory  only  two  lactic  acids  are  possible^  as  a  matter  of  fact  there  are 
foor.     Three  of  them,  including  the  above-mentioned  a-hydroxy-propionic  add  or  inactive  lactio 
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acid,  are  cfaemically  almost  identical,  but  differ  in  optical  behaviour.  Inactive  lactic  acid,  as 
Ma  tame  implies^  has  no  influence  on  tfae  polarised  light;  but  there  is  one  that  turns  the  plane 
of  Kglit  to  the  right  t*?rmecl  active  ethylidene  lactic  acid,  para^laetiry  or  (because  it  is 
imiiaiTd  from  the  juice  of  meat)  mrcO'lmtic  aj^idi  and  a  third  one  (recently  prepared  from  sugar 
by  a  baciUos)  that  turns  the  polarised  light  to  the  left,  and  therefore  has  the  name  of  lajvo- 
lactic  acid  {Monahk.  xi.  p.  545). 

The  inactive  add  is  a  combination  of  the  two  active  compounds^  neutralising  each  other's 
inSiience  upon  polarised  light.  There  are^  however,  two  ways  in  wliicli  this  may  be  effected  :  either 
by  the  opposing  activity  of  an  equal  number  of  molecules  of  tlie  two  acids,  as  in  the  inactive  lactic 
acid,  or  in  certain  cases,  to  be  subsequently  mentioned,  by  the  molecules  exchanging  halves  of  tbeir 
chain  (compare  tartaric  acid,  p.  188). 

To  make  the  cause  of  such  physical  differences  intelligible  by  geometrical  drawings  (compare 
p.  50)  would  in  some  cases  require  another  system  of  figures  by  which  the  facilities  of  perspicuity 
and  comparability  would  be  lost.  I  prefer  therefore  to  reserve  the  explanation  of  these  differences 
to  the  stereo-chemical  theories,  pp.  461  &c. 

There  are  four  hydroxy-butyric  acids,  six  hydroxy-valeric  acids,  and  twelve  hydrory- 
caproYc  acids  actually  known.  Of  these  it  is  unnecessary  to  specify  but  two,  viz.  leucic  acid 
and  a-methyl-7-hydroxy-valeric  acid,  both  hydroxy lated  caproic  acids  : 


Fio.  694 


Fm.  605 


i 


^ 


— O 


-®-^o 


Leacic  ftcld,  «-hjdiwiy*cftproic  acid,  CuHjaOa  ;  m.p.  73' 


D— 
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a-Heihyl->-hytlroxy-val©rio  wsid,  CaHiaOj ;  unstable 


Of  the  still  higher  homologues  hydroxy-margaric  and  hydroxy-stearic  acids  may 
mentioned. 

Two  isomers  of  the  former  are  said  (Jourtt.  pr.  Ch.  xxxvii. 
hydroxyl  in  one  of  them  being  in  a-,  in  the  other  in  7-position. 

The  laft^ir  forms  a  lactone  (vide  p.  182). 


p.  53)  to  have  been  prepared,  tin 


Di-hydroxy-acids 

Aji  the  first  of  these  acids  is  derived  from  aeeiic  add,  the  two  hydroxyls  introduced  must  attadp 
ib#m«elvet  to  the  same  carbon-atonij  there  being  no  alternative  : 
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Gljoxalic  ftcid,  glyoiylic  acid,  CaH^O* ;  crystals ;  occur*  in  unripe  fruit 
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On  account  of  the  hydroxyls'  proximate  position,  water  is   frequently  eliminated  with  the 
/onnation  of  an  acid  of  such  structure : 
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This  is  an  add  in  which  there  is  an  aldehyde  group  (vide  figs.  530  and  531,  p.  130),  and  there- 
fore, properly,  belonging  to  aldehyde  acids,  a  class  to  be  subsequently  mentioned  (p.  227).  The  acid 
assumes,  prol»bly,  liow  one  form,  now  another,  according  to  circumstances. 

Another  of  the  series  is  glyceric  acid : 

Fig.  698 
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6       6 
Olycerie  aoid,  C3H0O4 ;  syrupy  fluid ;  changes  into  anhydride  by  heat 

An  isomeric  acid  in  which  the  two  hydroxyls  are  joined  to  the  same  (a-)  carbon-atom  is  known, 
but  only  as  chlorine-derivative.  The  acid  itself  cannot  be  isolated  for  reasons  several  times 
Bientioned  (see  above). 

Of  higher  homologues  there  are  di-hydroxy-stearic  acid,  CigHjgO^,  m.p.  136°-5,  and  di- 
Hydroxy-jecolei'c  acid,  0,^113^04,  m.p.  114-116**,  the  di-hydroxy  acid  of  the  recently  discovered 
jecoleic  acid  in  cod-liver  oil. 


Tri-liydroxy-acids 

Besides  the  normal  erythro-glucinic  or  erythritic  acid,  C^HgO^,  tri-hydroxy-stearic 
acid,  CjgHjgOj,  m.p.  140**,  and  its  stereo-isomer,  iso-tri-hydroxy-stearic  acid,  m.p.  110**, 
derived  from  rtcinolkc  add,  and  two  others  from  ridn^lmdic  acid  (vide  p.  195)  must  be  mentioned. 


Tetra-liydroxy-acids 

Three  isomers  are  derived  from  hydroxy-caproic  acids.  One  of  them,  from  a-methyl  7-hydroxy- 
valeric  acid  (fig.  695,  p.  180),  is  saccharinic  acid  (not  to  be  confounded  mth  the  di-basic  sacchario 
«^,fig.732,  p.  188): 
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(Glnoo-)  saccharinic  acid,  CeH^sOe  {Beilst.  i.  p.  667) 


L 
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When  heated,  a  molecule  of  water  is  eliminated,  formed  firom  the  carboxyrs  hydroxyl  and  the 
hydroxyl's  hydrogen-atom  of  the  7-link ;  and  the  chain  bending  forma  a  ring  in  order  to  unite  the 
two  valencies  disengaged  by  the  departure  of  the  hydroxyl  and  the  hydrogen-atom. 
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Baooharin,  CeHxoOs ;  m.p.  160^ ;  bitter  taste 


Must  not  be  confounded  with  the  fashionable  saccharine  (mde  fig.  1308,  p.  368),  which  is  so 
exceedingly  sweet. 

The  isomeric  acids  form  corresponding  saccharins. 

Many  of  the  hydroxy-acids,  particularly  those  with  their  hydroxyl  in  7-position,  like  the  above, 
have  a  great  tendency  to  form  a  similar  ring  at  that  end  of  the  chain.  The  product  of  this  intra- 
molecnlar  ring-formation  in  an  acid  is  termed  a  lactone  or  an  intra-molecular  anhydride. 

Some  a-  and  supposed  /8-lactones  are  also  known,  but  as  a  rule  the  hydroxyl  in  /S-hydroxy-acids 
does  not  take  the  hydrogen-atom  from  carboxyl,  but  from  the  link  at  the  other  side  of  it,  creating  a 
double  bond  between  the  two  links  : 
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/l-Hydroxy-propionic  acid  —  water 
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Aorylie  aoid  +  water 


Authorities  do  not  agree  upon  the  behaviour  of  a-hydroxy-acids.     One  opinion  is  that  they  fom^ 
a  lactone  analogous  to  the  ghcides  (vide  p.  116) 
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OlycoUio  acid  (fig.  691,  p.  179) 
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Glyoolide,  0  AOt ;  m.p.  Mf 
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£thyiideiie-lactio  acid 


Lactide»  CsH^Oa  ;  m.p.  125** 


It  is,  however,  more  probable  that  neither  glyeolide  nor  lactide  are  the  products  of  intra- 
molecular anhydration,  but  that  each  of  them  is  composed  of  two  or  more  molecules  of  the  acids,  and 
therefore  are  regular  anhydrides.  As  such  they  will  be  subsequently  mentioned  (vide  p.  257), 
As  regards  glyeolide  see  Ber.  xxv.  p.  3511,  and  xxvi.  p.  262. 

After  this  little  deviation  from  our  straight  path  we  can  finish  our  discussion  of  the  tetra- 
Hydroxy-acids  bj  mentioning  normal  tetra- hydroxy- stearic  acid  or  sativic  acid,  C|^H 3^0^, 
rn.p,  173^.  Sativic  acid  may  be  converted  into  stearic  acid;  its  structure  is  therefore  normal,  but 
there  is  no  evidence  conclusively  showing  the  exact  positions  of  the  hydroxyls. 


Penta-hydroxy- acids 

W©  know  several  iaomeric  compounds  of  six  carbon-atoras  belonging  to  this  series  :  gluconic, 
para-gluconicj  lactonic  or  galactonic,  mannonic,  glucogenic  (?)  acids.  Most  of  them 
have  a  normal  structure  : 
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Those  which  are  derived  from  sugars  by  oxidation  (gluconic,  galactonic,  mannonic  acids)  are  re* 
^^verted  into  the  original  sugar  by  reduction  of  their  lactones  {Ber.  xxii.  p.  2204,  and  xxiii.  p.  930). 
The  isomeric  differences  are  most  probably  the  various  arrangements  of  the  hydroxyls,  some 
^^^ding  upright,  others  hanging  down  as  demonstrated  of  the  grape-sugar  group  (p.  153),  these 
r^^dg  being  obtained  Irom  the  sugars.  We  cannot  tell  yet,  with  any  degree  of  certainty,  whether  the 
ydroxyls  point  upwards  or  downwards;  therefore  they  are  in  this  treatise  handled  arbitrarily  as  the 
^^'ivenience  of  illustrating  the  progress  of  a  process  may  require. 


He^^a-liydroxy-acids 


^  Besides  the  little  known  triglycollic  (C^HuOjj)  and  carbo-gluconic  (C,H,^OJ  acids  (1 
^t  of  which  may  perhaps  belong  to  quite  a  different  series  of  acids,  and  the  second  is  only 
P^bably  one  of  this  series),  we  have  hexa-hvdroxy-stearic  acids  termed  linusic  acidj  C^gH^gOj,, 
^^.204^  and  iso-linusic  acid,  G^^'H^fi^,  m.p.  174°  (Monaigh,  viii,  p.  159  and  ix.  p.  180), 
^^^tained  from  linolenic  and  iso-linol-eny^  amdr^  (p.  198). 

By  the  structure  of  these  acids  the  structure  of  the  hexa-hydroxy-acids  is  determined. 
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Octa-hydroxy-acids 

The  only  known  member  of  this  series  is  octa-hydroxy-margaric  acid.  It  is  derived  from 
tlierapic  acid  {vide  p.  198),  and  causes  the  well-known  eructations  sifcer  taking  cod-liver  oil.  It  has 
not  been  isolated. 

No  acids  with  more  than  eight  hydroxyls  are  known,  and  we  will  therefore  pass  on  to  describe 
the 

Di-basic  Acids 

of  the  saturated  series.    They  are  characterised  by  the  presence  of  two  carbozyls  in  the  chain. 

HYDROXYL-FREE  AOIDS 

The  first  acid  is  formed  from/armic  acid  (fig.  666,  p.  175),  and  is  already  referred  to  (p.  179) 
under  the  mono-basic  mono-hydroxy-acids,  viz.  carbonic  acid.  From  Hdasons  there  stated  it 
is  referred  to  this  series,  both  its  hydrogen-atoms  being  easily  replaceable  by  basic  bodies.  It 
is  not  known  in  the  free  state,  decomposing  into  water  and  carbon  di-oxide  (generally  called 
carbonic  acid) 

Pro.  710  Fio.  711 
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Carbonic  acid 


From  aceti^c  acid  (fig.  667,  p.  1 75)  is  derivable 
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Oxalic  acid,  G2Ha04 ;  m.p.  189°'5 ;  crystals,  subliming  upon  cautious,  decomposing  upon  rapid  heating;  poisonoiu; 
occurs  in  many  plants,  oxcUiSt  rumex,  rhubarb,  &c.,  mostly  as  salts ;  some  urinary  calculi  consist  of  Uie  calcium  or 
ammonium  salt ;  human  urine  contains,  probably  always,  minute  quantities,  in  some  diseases  more.  Commercial 
salt  of  sorrel  is  a  potassium  oxalate  (in  which  potassium  has  replaced  one  of  the  hydrogen  atoms)  in  combinaticn 
with  another  molecule  of  oxalic  acid 

From  propionic  add  (fig.  669,  p.  176)  is  derivable 
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Malonic  aoid,  CaH^O^ ;  crystals ;  m.p.  184^;  ocoiirB  in  beet-root 


186 


Pentyl-malonic  acid,  C8H14O4 ; 
m.p.  82^ ;  amongst  its  five 
isomers  is  suberio  aoid  (m.p. 
141°),  probably  the  normal 
acid 
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Normal  azelaio  aoid,  GgHxeO* ;  m*P- 107^ ; 
azelaio  or  lepargylio  acid  (m.p.  106°)  is 
the  only  isomer  known,  but  its  struoture 
has  not  been  ascertained 


Via.  725 


Sebaoic  aoid,  OioHitO* ;  m.p. 
(comp.  p.  194) 


As  regards  melting-point  these  acids  show  the  same  behaviour  as  the  fandamental  adds  (v 
p.  178),  with  the  remarkable  exception  that  even  numbers  form  a  descending  scale,  whereas  0       dd 
numbers,  with  the  exception  of  the  first,  form  an  ascending  scale : 

Number  of  carbon-atoms 
Melting-point  of  even  numbers 
Melting  point  of  odd  numbers 


23456789 

10 

189°-5          185°            149°            141° 

183° 

134°            97°-5            103°            107* 

HYDEOXY-AOIDS 

Mono-hydroxy-acids 
By  introducing  a  hydroxyl  into  maUmio  add  (fig.  713,  p.  184),  we  have 
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Tartronio  acid,  hydroxy-malonic  aoid,  C3H4O5 ;  m.p.  186°,  breaking  up  at  that  temperature 
By  the  same  process  succinic  add  (fig.  714,  p.  185)  be<K)mes 
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Malic  or  hydrozy-sucolnio  acid,  C4He05 ;  m.p.  100° ;  occurs  widely  distributed  in  the  yegetable  world ; 

recommended  as  an  effective  expectorant 

Besides  an  isomer  formed  from  iso-sucdnic  acid  (fig.  715,  p.  185),  m.p.  178°  (decomp.),  there 
are  three  optically  difierent  malic  acids,  all  having  the  same  linking  structure.  ITieir  structural 
differences  will  be  explained  by  the  stereo-chemical  theory  (vide  pp.  461  Ac.). 


SATURATED  HYDROXYLIC  DI-BASIO  ACIDS 

From  ghitarie  aoid  (fig.  719,  p.  185); 
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A        i 
«-Hy<lrojtj-glutaiio  acid.  CsHflOg ;  id  p.  TS'' 

Amongst  its  eight  isomerB  are  kydroxy-pyro-tarimic,  itamalicy  and  dtramalic  adds^  they  are 
mil  structural  isomers,  besides  which  there  are  Btereo-iaoiners. 

Di-hydroxy-acids 

When  we  add  another  hydroxy!  to  tartronic  acid  (fig.  726,  p.  186)  we  liave  no  other  carbon- 
atom  to  attach  it  to  than  the  one  already  charged  with  a  hydroxyl ;  this  is,  as  we  know,  an  awkwai'd 
position  for  a  carbon-atom^a  situation  it  tries  to  get  out  of  as  soon  as  there  is  an  opportunity  by 
I      discharging  one  of  the  hydroxy  la  in  form  of  water.     The  acid  thus  prodoced,  mesoxalic  acid,  has 
i      therefore  probably  two  forms  of  which  it   makes  use,  as  circumstances  necessitate,  in  analogy  to 

glyoxalic  acid  mentioned  on  p.  180. 
L  Fio.  729  Fia.  7S0 

j  The  second  structure  belongs  to  ketone  acids  (vide  p.  227). 

By  introducing  two  hydroxyla  into  gmcirdc  acid  (fig.  714,  p.  185),  or  a  second  one  into  malic 
^^*<jW  (fig.  727,  p*  186),  we  get  tartaric  acid. 

Fig.  731 

r  There  are  four  acids  of  the  above  struct  are,  almost  identical  in  their  chemical  properties,  but  there 

I       are  optical  differences  in  three  of  them,  and  between  the  two  optically  alike  there  are  some  minor 

chemical  difierences ;  one  is  dextro-,  another  laBvo-rotatory,  and  Ihe  other  two  are  inactive.     The 

first  is  termed  dextro-tartaric  acid,  the  second  la^vo-tartaric  acid,  and  the  others  racemic 

acid  and  meso- tartaric  acid  respectively. 

The  difference  between    dextro-  and    liBVO-tartaric   acids   is  easily  explicable  by   the  stereo- 
chemical  theory,  as   in   similar  cases   mentioned  before  (vide   malic   acid,  p.  186),  and  will  be 


Mesoxalio  acid,  C^H^Od  or  C^HaO^  ;  m.p.  116° 


tTartario  acid,  C^HaO^ ;  m.p.  170*" 
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sobseqaenUy  more  fully  diflcnssed.     In  racemic  acid  tliere  are  equal  numbers  of  molecules  4] 
of  tfacie  two  acids   present,  and   every  molecnle  in   meeo-tartanc   add   is   oompoeed   of 
moleeale  dextro-  and  half  a  molecnle  leevo-^tArtaric  acid.  I 

In  oar  figures  theee  isomerisms  may  be  expressed  by  making  one  of  the  hydroxy  la  hang 
in  daxtro-tartaric  acid ;  rercrse  the  positions  of  both  hydroxyls  in  the  Ifevo-oomponiK 
meso-ianarie  acid  wonld  be  represented  by  the  preceding  fig.  731  '(n<h  fig*.  1579  to  1581,  p. 

Trl-  and  tetra-hydroxy-acids  | 

There  are  no  tri-hydroxy-acidB  of  sufficient  interest ;  but  of  tetra-hydroxy-scids,  sacc 
and  mncjo  acids  attract  oar  attention.  They  are  normal  acids,  and  their  only  difierq 
stmctarc  ccm^ists  in  the  positions  of  the  hydroxyls,  as  explained  under  the  grape  sugar  | 
p,  153,  and  the  mono-basiopenta-hydroxy-acids,  p.  183,  and  the  tartaric  acids  above.  Acooi^ 
two  of  the  acids  may  be  represented  thus  (Ber.  xxiv.  p,  2685) : 
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RiR'diaric  iic»d,  CnH,oO«;  ni.p.  130-133** 
(ijieohnnnio  acid  Ih  n  tlifferent  compound^  vide  fig.  699|  p»  181) 


Mqcio  acid.  C^H^^Ot,;  m.p.  213°  < 


Mucio  acid  is  optically  inactive;  but  there  are  two  optically  different,  besides  an  inac 
saccharic  aciJs ;  one  of  the  active  acids  may  be  represented  as  above,  the  other  by  revel 
the  positions  of  all  the  hydroxyls  ;  the  inactive  acid  is  a  mixture  of  an  equal  number  of  molecul 
t*ach  of  th«  two  otlierSj  and  mucic  acid  is  composed  of  half  a  molecule  each  of  the  two  active  ft 
all  bearing  the  same  relation  to  each  other  as  the  tartaric  acids ;  another  series  of  isomeric  a 
C^jIlj^Oj^,  lautually  related  in  exactly  the  same  way,  are  the  three  manno-saccharic-acidi 
allu-uiucic  acid,  the  latter  corresponding  to  mucic  and  meso-tartaric  acids  (for  stereo-chei 
e^xplanation  vtde  p.  464), 


Tri-basic  Acids 


I 


'iliem  are  but  few  tri-basic  acida  known,  and  of  them  only  three  to  be  mentioned  hera 
hydromjl-frm  :  t r i - c a r b a  1 1  y  1  i c  acid;  one  Tiiono'hydri/iDy-add :  citric  acid;  and  one  di-^hxtdi 
deaoxalic  acid* 


Fjo.  734 


o«— ^ 


<^ 


-^ 


Tri-MtbaU;Uc  ftcid,  C.H.O, ;  m.p.  166<' 
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Fio.  735 
9 


.0 


o— ^ 


1^^^ 


Citric  aoid,  0«U«Oy ;  m.p.  158^;  oooars  in  lemon  and  other  sour  froiis,  in  tobaooo,  in  milk,  in  the  sap  of  the  vine 
(only  in  the  spring) ;  can  be  synthetically  prepared  from  glycerin 

Fio.  736 


>^  <^  .1  ,^ 


-^-*o 


Desozalic  acid,  CjHeOs ;  easily  decomposed  on  heating 


Tetra-,  Penta-,  and  Hexa-basic  Acids 

None  of  them  occur  in  nature.     The  examples  set  out  in  Table  11.,  p.  173,  are  suflScient  for  our 
pttiT>08e. 


UNSATURATED   ALIPHATIC  AOID  SERIES 

ETHYLENE  ACIDS 
MONO-ETHYLBNE  ACIDS 

Mono-basic  Acids 

HYDEOXYL-FREE.     OLEIC  SERIES 

These  acids  may  be  considered  derived  from  the  fundamental  saturated  acids  by  the  removal  of 
^0  hydrogen-atoms,  and  may  be  reconverted  to  them  by  restoring  the  two  hydrogen-atoms 
femoved. 

In  them  two  carbon-atoms  are  joined  by  a  double  bond ;  consequently  a  third  atom  is  required  in 
order  to  form  the  carboxyl,  and  the  simplest  compound  in  the  series  must  therefore  consist  of  three 
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carbon-atoms,  and  may  be  considered  as  derived  from  propionic  acid  (see  Table  la,  p.  171, 
fig.  669,  p.  176)  by  the  removal  of  two  hydrogen-atoms. 


Fio.  787 


U^ 


6  6 

Propionic  aoid 


Fig.  788 


■•—o 


LJ<^ 


■•-O 


Acrylic  acid,  G3H4O3 ;  b.p.  140® ;  very  Bixnilar  to  propionic 
acid,  to  which  it  may  be  converted  by  reinstating  the  two 
hydrogen  atoms  removed 


From  butyric  acids  (figs.  670  and  671,  p.  176)  it  is  possible  to  derive  three  adds  of  this  series,  1 
from  the  normal  acid  by  removing  different  pairs  of  hydrogen  and  one  from  the  iso-acid ;  in  additic 

an  acid  is  known,  which  has  the  same  geometrical  stractare  as  one  of  the  derivatives  fix>m  the  norm.. 

compoond,  bat  differs  in  stereometrical  respect. 


Fio.  739 


4-U 

6  66 


Nonnal  bntyrio  aoid 


Fio.  740 


I  LJ  <^ .  o 


1.  a-Crotonic  acid,  G^HeOa  ;  .m.p.  IT* 

2.  StereO'isomer:  iso-crotonio  add,  liquid-  (or  erroneously  I 
orotonio  acid;  b.p.  172® ;  changes  on  heating  into  crotonio  1 


Fio.  741 


W4 


Fio.  742 


-•—O 


U.l^ 


-•-«o 


6  6 

Normal  butyric  acid 


Vinyl-acetic  acid,  the  true  /B^srotonio  add,  0^0, 
{Ber.  xvi.  p.  2592;  Ann.  colxvL  p.  858).  This  was 
formerly  believed  to  be  the  constitution  of  iso-erotonio 
acid,  hence  its  designation  as  /B-erotonic  aoid 


; 


Pio.  748 
0 


^ 


6  6 

Iso-butyric  acid 


-»-o 


Fio.  744 
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4^^       ■^    •    'O 


Methacrylic  acid,  C4Hfl09 ;  m.p.  16^,  b.p.  160° ;  oceura 
in  ^e  oil  of  chamomile 


From  one  of  the  isomers  of  normal  valeric  acid  (methyl-ethyl-acetic  add)  oocnning  in  the 
fmits  of  angelica  archangelica,  two  acids  originate,  which  stand  in  the  same  relation  to  each  other 
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aa  crotoxio-  and  iso-crotonic  acid,  viz.  angelic  acid  and  tiglic  acid;  their  joint  strncture  is 
represexxted  by 


Fig.  746 


O     1    -O 


-•— o 


1.  Angelio  acid,  OJS^O^ ;  m.p.  45° ;  is  found  in  the  angelioa  root  and  in  Roman  chamomile  oil 

2.  Ti^io  add,  OsHsOa ;  m.p.  64^ ;  ocean  in  croton  oil  as  glyoeride,  and  in  Boman  chamomile  oO 


Only  few  of  the  higher  homologues  need  mentioning,  their  exact  constitution  not  being  known 
with  certainty.  All  the  acids  contained  in  natural  fats  have  a  straight  chain  as  far  as  has  been 
ascertained,  but  the  difficulty  is  to  locate  the  double  bond.  When  we  break  up  a  doubly-linked 
chaia  we  generally  suppose,  as  stated  before,  that  it  parts  at  the  double  bond ;  therefore  when  we 
ascertain  what  the  fragments  are,  the  position  of  the  double  bond  is  a  matter  of  course;  still  there 
are  undoubted  exceptions.     The  first  higher  homologue  we  have  to  mention  is 

Fig.  746 


8 


illl]^ 


-»-o 


Undeojlenio  acid,  OnHsoOa ;  m.p.  24^*5 


Judging  fix)m  its  derivation  fix)m  riciTioleic  ood  {vide  fig.  760,  p.  194),  the  structure,  which  is  a 
wnctly  normal  one  (comp.  p.  20),  should  be  correct. 
Of  homologues  with  the  following  structure 


Fio.  747 


i^^ti^ 


tnere  are  three  acids,  of  which  two  are  stereo-isomeric ;  the  isomeric  difierence  of  the  third  is  not 
Diowti  : 

'}lJ^JVOg^'^^  »cid,  C,gH^O„  m.p.  33°,  occurs  in  earth-nut  oil.     When  distilled  yields  sebacic 
^^d^Cfig.  725,  p.  186). 

_-;  GaBidinic  acid,  C,gH,oOj,  m.p.  39°,  is  a  stereo-isomer  of  hypogaBic  acid,  and  stands  to  that 
^^^in  the  same  relation  as  crotonic  to  iso-crotonic,  angelic  to  tiglic  acid. 

^'  Physetoleic  acid,CigH3o02,  m.p.  30°,  is  found  in  spermaceti  oil  from  the  sperm-whale.    Does 
^ot  yield  sebacic  acid. 

ing  the  rule  to  be  correct  that  compounds  with  double  bonds  break  up  into  smaller  pieces 
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at  the  place  or  places  where  there  are  such  bonds,  hypogaeic  acid,  yielding  sebacic  acid  (C!ioH,gOJ 
Hhoiild,  as  regards  the  double  bond,  have  such  structure : 


Fio.  748 


Hypogsi'o  acid 

Doubly  linked  acids  with  seventeen  carbon-atoms  are  unknown,  but  with  eighteen  we  know  of 
oloYc  acid  and  its  isomers,  elal'dic  acid  and  iso-oleic  acid. 

OleYc  acid  and  elal'dic  acid  have  one  structure  which  has  been  differently  interpreted  as  either 
one  or  other  of  these  * 

Fxo.  749  ▲  Fio.  749  b 


iduj.u 


■^    'O    or  o* 


l(niJfn<:> 


-#— o 


0/  o  6X6/  \  6, 

Joum.  pr,  Ch,  xzzvii.  p.  6  Ber,  xxvii.  p.  173 

.  OleYo  Aoid,  CigHniOg,  solidifleB  at  4^,  melts  again  at  14^.  Its  behaviour  towards  phenyl-hydrazine  confirms  the 
HUppoaitiou  that  the  doable  bond  is  not  close  to  the  carboxyl  (Ber.  xxvi.  p.  118).  It  is  present,  joined  to  glycerin, 
in  nearly  all  fats  or  fatty  oils,  particularly  in  olive-  and  almond-oil.  2.  Stereo-isomer :  elaidic  acid,  Gi^Hs^O,, 
m.p.  45^,  does  not  occur  in  nature,  but  is  prepared  from  oleic  acid,  like  gsidinic  acid  from  hypogeio  acid,  and  is 
a  itereo-lsomer  of  oleic  acid  analogous  to  the  other  stereo-isomerio  acids  mentioned. 


Fig.  750 


IS 


LJ<^ 


-^— O 


Ito-olalo  aold,  0|»Ha40t,  m.p.  44^,  has,  according  to  the  first  of  the  above  authorities,  this  structure,  the  doable 

bond  shifting  from  /3-  to  a-position 

Tlion^  are  two  isomers  with  nineteen  carbon-atoms,  viz.  dceglic  acid  and  jecoleic 
rtoiil.  Wo  know  scarcely  anything  of  do^Uc  acid  beyond  that  it  is  yellow,  solidifies  on 
i\H>lii\g  exactly  like  most  other  fatty  oils.  Jecoleic  acid  is  so  recently  discovered,  as  one  of  the 
ojisontial  constituents  of  cod-liver  oil,  that  not  much  information  is  to  be  had  about  it ;  both  because 
it  ivudly  breaks  up  and  l>ecause  its  di-hydroxy-acid  {vufe  p.  ISl)  has  a  lower  melting-point  than  its 
lowor  liomologue  di-hydroxy-stearic  acid,  it  is  most  likely  an  iso-compound  as  r^ards  its  double 
K^nd,  On  aiNX)unt  of  its  easy  decomposition  it  has  not  yet  been  prepared  in  the  free  state.  From 
this  fact  it  may  perhaj^s  be  concluded  that  dceglic  acid  and  jecoleic  acid  are  isomeric,  and  not 
identical. 

A  normal  acid  of  this  division  would  have  the  following  structure : 

Fro,  751 


#-^ 


Tli#  flTMlttrM  ot  fl««rolie  tfeld,  pc  1^  and  steaIv^xTIic  ae:d.  p.  :^XX  most  be  ah«^  aecoriiB^. 
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and  an  iso-acid  would  be 


Fio.  752 

'  y 


uwum. 


6    \  6 

(a5  +  y  =  16)  Jeooleic  acid,  CjoHaeOa 


It  is  not  likely  that  jecoleic  acid  has  side-chains,  as  no  acid  derived  from  natural  fats  has 
M  yet  been  found  to  have  any ;  they  have  all,  without  exception,  straight  chains,  as  already 
mentioned. 

The  last  of  these  ethylene-acids  has  twenty-two  carbon-atoms,  and  exists  in  two  stereo-isomeric 
modifications:  erucic  and  brassidic  acids.  They  are  so  far  interesting  compounds  as  that  the 
correctness  of  applying  the  stereo-chemical  theory  to  these  isomers  has  recently  been  conclusively 
proved  by  some  elegant  experimental  researches  (Ber.  xxiv.  p.  4120).  Supposing  the  double  bond  to 
take  up  the  position  between  the  13th  and  14th  carbon  atom  {Ber.  xxvi.  p.  1867),  their  structural 
fomula  may  be  rendered  thus  : 


Fio.  753 


LI 


11 


-^)— O 


1.  Enidc  aoid,  C^^A'fii  \  ™-P*  3^°  *  occurs  in  rape  seed  oil  and  mustard  oil 

2.  BrasBidio  or  emci^o  acid,  CasH^^Os ;  m.p.  56° 


AH  unsaturated  ethylene-acids  are  converted  into  corresponding  fundamental  acids  by 
addition  of  two  hydrogen-atoms  to  the  double  bond,  erucic-,  to  behenic  acid,  oleic-,  to  stearic  acid, 
aagelie-,  to  valeric  acid,  &c. ;  e,g. 


6      6 
Emcic  acid^+  two  hydrogen  atoms 


Fio.  755 


'-m 


Behenic  acid 


©— O 
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HYDBOXY-ACID3 

Only  mono-hydroxy-acids  of  the  inono-Ijasic  ethylene  series  are  known ;  there  are  but  few  <^ 
them,  and  the  only  one  of  interest  for  our  purpose  is  rictnoleiic  acid,  because  it  affords  a  goo^n:: 
opportunity  for  demonstrating  how  conclusions  are  drawn  as  to  the  atrncture  of  doubly  linke^^ 
compounds,  and  how  a  cine  to  the  structure  of  other  compounds  may  be  found  at  the  same  time. 

Ricinoleic  ticid  breaks  up,  on  heating  with  alkalies,  into  two  fragments :  a  secondary  caproy  "^^^ 
alcohol    (7}wihyl-hexyl-carhinol)  and  Eehmic  acid   (fig,    725^  p.  186)    (a  hydrogen  molecule   beir 
provided  for  by  the  alkali-hydrate) : 


Fia.  75G 


Fro.  7r»7 


{■■^m 
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-«— © 


BecondAiy  oaproyl-alcotiol  Sebacio  acid 

That  is  strong  evidence  of  this  being  the  structure  of  ricinoleic  acid ; 

Fio.  758 


■HDi^d'^ 


^    (Ber.  xxi.  p,  2734) 


Eioinolek  acid,  CisH^^Oa;  oily  liquid*  decomposiDg  on  heating;  ooenrfl  joined  to  glycerin  in  castor  oil 


Farther,  it  has  been  experimentally  proved  that  ricinoIeYc  acid  is  converted  into  atearic  acid  by 
addition  of  two  hydrogen-atoms  and  by  RtthsUtution  of  the  hydroxy  1  by  a  third  hydrogen-atom, 
and  we  know  that  stearic  acid  is  a  normal  compound.  From  the  first  of  these  reactions,  the  additum 
of  two  hydrogen-atoms,  we  conclude  the  presence  of  a  double  bond,  and  from  the  formation  of 
normal  stearic  acid  we  conclude  that  sebacic  acid  also  must  have  a  normal  structore,  and  the 
secondary  caproy  1 -alcohol  a  straight  chain*  ■ 

This  stnicture  of  ricinolf-Tc  acid  is  confinncd  by  distilling  it  under  diminished  pressure,  when  it 
breaks  up  into  ccnanthol  (fig,  5 14,  p.  132)  and  nndecylenic  acid  (fig.  746,  p,  191  j  Ber.  x 
p.  2035) : 

¥io.  759  Fio.  760 


Q^^ 


i-    .    ^«Xi 


(Enanthol 
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J  the  structure  of  ricinolei'c  acid  should  be 

Fio.  761 


Bicinoleio  add 


conclusions  are  correct,  it  follows  that  oenanthol  is  a  normal  structure,  and  that 
acid  should  have  the  structure  given  at  p.  191.  However,  it  is  just  possible,  though  not 
bat  an  intramolecular  re-arrangement  occurs  analogous  to  what  takes  place  in  the 
vide  p.  40). 

cinole'ic  acid  a  stereo-isomeric  acid,  analogous  to  iso-crotonic,  tiglic,  gSDidinic,  elal'dic, 
LC  acids,  is  derived.     It  is  termed  ricinelaidic  acid. 

lydroxyls  act  upon  ricinolei'c  acid  two  of  them  add  themselves  to  the  double  bond, 
into  a  single  bond,  and  the  acid  becomes  then  a  stearic  acid  with  three  hydroxyls.  They 
themselves  in  two  stereo-dijfferent  ways ;  therefore  there  are  two  different  tri-hydroxy- 
B  to  be  derived  from  ricinoleYc  acid :  this  gave  rise  to  a  belief  in  the  existence  of  two 
cinoleic  acids — ricinolic  and  ricinisolic  acids  (Monaish.  ix.  1888,  p.  475).  Stereo- 
insiderations,  however,  are  quite  capable  of  explaining  the  formation  of  two  different 
ds  from  one  and  the  same  acid  (Monaish.  xiii.  1892,  p.  326).  From  ricinelaidic  acid 
jrdroxy-acids   are   obtainable;   consequently  four  tri-hydroxy-stearic  acids  exist   (vide 

Di-basic  Acids 

erised  by  two   carboxyls  and  a   double  bond.     The  lowest  number  of  carbon-atoms 
of  these  acids  must  be  four ;  consequently  it  is  to  buUme,  butyl  alcohol^  or  butyric  acid 
k  for  the  formation  of  the  first  of  them,  of  which  there  are  two  stereo-isomers : 

Fio.  762 


mario  aoid,  G4H4O4  ;  anblimes  at  200°  without  melting,  at  the  same  time  being  oonyerted  partly  into 
Idc  acid,  O4H4O4 ;  m.p.  180°,  which  can  again  be  converted  into  fomario  acid 

ic  acid  occurs  in  Lichen  islandicus,  Fumaria  officinalis j  and  several  other  plants  and 

eic  acid  does  not  occur  in  nature.    They  are  practically  convertible  into  succinic,  malic, 

.,  acids  by  judiciously  introducing  hydrogen-atoms  and  hydroxyls,  and  into  butyric 

thyl-substitution  of  carboxyl,  thus  going  through  the  whole  column  d  on  Table  I., 

71b. 

t  the  eight  isomers  of  the  next  acid,  derivable  from  valeric  acid,  we  again  meet  with  two 

)ric  acids : 

Fio.  763 
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1.  Citraconio  acid,  CgHoO^ ;  m.p.  80° ;  and 

2.  Mesaconic  acid,  GsHe04 ;  m.p.  202^ 


o  2 
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Another  isomer  is 


Fio.  764 


n  u 


■♦-o 


Itaeonic  acid,  CsH«04 ;  m.p.  161° 

The  molecular  re&action  (vide  p.  144)  of  the  acid  points  to  the  absence  of  any  doobli 
in  it,  and  another  stractnre  has  therefore  been  suggested  (Jaum.  pr.  Oh.  iL  31,  p.  S48 
p.  621),  founded  upon  the  tri-methylene  structure  (fig.  112,  p.  24)  : 

Fio.  765 


Another  stractnre  of  itaeonic  acid 


There  is,  however,  an  acid,  tri-methylene  di-earboxylic  acid,  of  certainly  this  vei 
but  of  properties  widely  different ;  therefore  it  is  not  probable  that  itaeonic  acid  is  th 
represented. 

The  other  acids  of  this  series  do  not  require  our  attention,  neither  do  the  hydroxy-oo: 


Tri-basic  Acids 


Only  one  is  known  with  certainty,  viz.  aconiticacid 

Fio.  766 
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Aconitio  acid,  CeHeOe ;  m.p.  186®  *,  occurs  in  several  aconttuni  species,  sugar-cane,  beet-root,  &e 

Aceconitic,  iso-aconitic,  and  pseudo-aconitic  acids  are  believed  to  be  isomers,  but  theii 
have  not  been  ascertained. 


POLY-ETHTLENE  ACIDS 
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DT-ETHYLENE  ACIDS 

But  few  di-ethylene-acids  are  known. 

Sorbio  acid  is  one  of  them,  and  its  structure  may  be  thus  illustrated : 


Fio.  766  A 
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j  LJ  LJ  <^ . 


Sorbio  aoid,  CJS^fi^  '*  n^'P- 134^'5  ;  oooors  in  unripe  mountain-ash  berriea 

Di-allyl-acetic  acid  is  another  with  the  following  structure: 

Fio.  766  b 


u  n  1 11 


6        0        6 
Di-allyl-acetic  aoid,  CgHisOa  ;  b.p.  222° ;  a  laboratory  product 


Dlaeo-margaric  acid  has  not  been  much  examined  as  to  its  structure ;  it  may,  in  a  general 
^^y,  be  represented  by 


K 
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«  +  y +  irs  11.    Ela^-margaric  acid,  C17H30O2  ;  m.p.  48° ;  occurs  joined  to  glycerin  in  oil  from  the  seeds  of 

ElcBoeocca  vemicia 


An  isomer,  elasolic  acid,  is  also  found  in  that  oil,  and  another  isomer,  elaso-stearic  acid 
(m.p.  71°),  is  formed  from  elceo-ma/rgaric  add  on  exposure  to  light.  Some  authorities  suppose  a 
triple  bond  in  elaeo-margaric  acid,  and  call  it  margarolic   acid. 

Linoleic  acid  used  to  be  the  name  of  the  acid  bound  to  glycerin  in  linseed  oil,  but  recently  it 
has  been  found  to  consist  of  several  acids  (Mmuitsh.  viii.  p.  147  seq.):  linolic  acid,  OjgHjjOj, 
linolenic   acid,  CjgHjgOj,  and  its  isomer,  iso-linolenic   acid. 


1«8  OXYGEN-COMPOUNDS 

The  fii'st  of  them  belongs  to  this  aeries  ; 


11 
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z-¥y  +  9sl2;  y  cannot  be  -  0.    Lin  olio  acid,  Gi^HsaOu 

Some  liglit  lias  been  tluuiwu  upon  the  constitution  of  this  oil.  We  know  there  are  no  side-chains, 
because  it  may  be  converted  into  Btearic  acid  {Bg.  683,  p.  178)^  and  the  double  bonds  are  separated 
by  at  least  one  methylene  (fig.  35,  p.  11),  and  therefore  y  cannot  be  =  0. 

On  oxidation  it  yields  sativic  acid  (p.  183)* 


TRI-ETHYLENE   ACIDS 


[iu!!a  ■ 


The  only  ones  known  are  linolenic   acid  and  its  isomer,  iso-linolenic  acid,  expregBed  in  a 

general  formula  thus : 

Fto.  7i\^ 
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fo-^x  ^ffi^M^lQi  to  and  M  maj  be  =  0,  but  x  and  y  probably  not.     Linolenio  aoid,  O1.BH30O, 

By  oxidation  it  is  converted  into  hexa- hydroxy-stearic  (linn sic)  acid. 
Nothing  is  known  of  the  structure  of  iao-linolenic  acid.     It  has  not  been  isolated  ;  it  forms  on 
oxidation  an  iso-hexa-hydroxy-stearic  acid(iso-linu8ic   acid). 

TETRA-ETHYLENE  ACID 

Therapic  acid^  just  discovered  in  cod-liver  oil  by  Heyerdahl,  is  the  only  known  acid  of  this 
class.  It  has  a  straight  chain  and  four  double  bindings,  probably  not  close  to  the  car  boxy! ;  beyond 
this  nothing  is  known  of  their  position-  It  is  only  the  bromine  addition-product  that  it  has  been 
possible  to  prepare,  the  free  acid  being  so  susceptible  of  all  reactions  brought  to  bear  npon  it  in 
order  to  isolate  it  that  it  at  once  splits  up  into  a  mixture  of  decomposition  products.  Prom  ite 
bromine-addition  product  we  can  conclude  that  the  structure  must  be  represented  thns,  when  we 
remember  that  acids  from  natural  fats  have  straight  chains  without  any  side-linkings : 

Fio.  770 


3-H^ 


IKDU  (WUiWU  (IY:^ 


v-tw-^x-i^y  +  s-l,    Therapic  acid*  C ^H^aO^ 


As  v  +  w  +  Q^-hy  +  z  being  =  7,  therapic  acid  has  probably  a  etrncture  in  which  2  =  3  aud 
i;4-t£,-^aJ  +  i/=4,  if  not  a  strictly  normal  structure  :  HgC  =  (  =  C=)g=CH— (CHJuCO^H. 

It  is  also  remarkable  as  belonging,  with  its  seventeen  carbon-atomSj  to  the  margaric  acid  family, 
which  has  so  very  few  representatives  (see  Table  I.)  to  boast  of 

This  is  the  last  of  the  ethylene-acid  series. 


ACETYLENE  ACIDS 
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ACETYLENE  ACIDS  ^ 

MONO-ACETYLENE  ACIDS 

Monobasic 

These  acids  are  characterised  by  a  triple  bond ;  the  place  in  the  chains;  especially  the  longer 
es,  has  been  fully  ascertained  in  a  few  instances  only.  In  other  cases  I  have  uniformly  placed  it 
xt  to  carboxyl,  as  it  must  be  put  somewhere. 

The  acids  are  not  many,  and  only  interesting  from  a  theoretical  point  of  view.  The  first  is 
rivable  from  propionic  add  (fig.  669,  p.  176)  by  removal  of  four  hydrogen-atoms : 

Fio.  771 


From  butyric  add : 


-9--Q 


Propiolio  (propargylio)  aoid,  CsHgOa ;  b.p.  144** 
Fig.  772 


O- 


4w 


From  undecylic  add : 


Tetrolic  aoid,  C^H^Oa ;  m.p.  76°-6 
Fio.  774 


O* 


m 


-©— G 


UndeooUo  aoid,  CixHigOs  ;  m.p.  59°'5 
Amongst  the  higher  homologues  are 


Fio.  775 


Palmitolio  aoid,  CieHagOa ;  m.p.  42^ 
Fio.  776 


,14 


O- 


.^^ 


Stearolio  aoid,  CisHsaOa;  m.p.  48^ 
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Fio.  777 


0-H^ 


^ — O 


Behenolic  acid,  OaaH^yOa ;  m.p.  57^'5  {Ber.  xxvi.  p.  1867) 


When  acetylene  acids  are  oxidised,  hydroxy-acids  are  not  formed  because  the  hydroxyla  won! 
have  to  join  the  Bame  carbon-atom,  and,  aa  we  know,  such  compounds  are  very  unstable,  and  can] 
only  exist  under  specially  favourable  circumstances ;  however  oxy-acids  (but  not  hydroxy-acids)  are  1 
formed,  each  oxygen  seixing  both  valencies  of  each  carbon-atom.  Therefore  when,  e,g,  steaiH^lic  acid  I 
is  oxidised,  an  acid  ia  formed  possessing  this  structure  {AmiaL  cxl.  p.  G3)  ; 


Fig.  77« 


l^^^ 


-•— o 


A  \  A 

Stearoxylic  acid,  Ci^^H^^jO^  ;  m.p.  86** 

The  structure  of  di-acetylen©-moiio-basic  acids  and  of  mono-,  di-,  and  tetra-acetylene- 
di-basic  acids  are  already  given  in  Table  IV.  p.  174. 


ACID -RADICALS 

Freqoent  nse  being  made  in  tlie  nomenclature,  of  radicals  of  acids,  illustrated  representations 
of  those  often  met  with  may  be  acceptable :  they  are  formed  by  removing  hydroxyl  from  carboxyL 
producing  mono-valent  radicals  from  mono-basic  acids,  and  di-valent  radicals  from  di-basic  acids. 
In  the  case  of  hydroxy-acids,  radicals  are  sometimes  formed  by  removing  alcohol-hydroxyls  besides 
the  hydroxyl  in  the  earboxyl  group,  poly-valent  radicals  ensuing  according  to  the  number  of 
hydroxyls  removed.  An  enormous  number  of  radicals  may  be  formed  confnnnably  to  these  rnlefl; 
therefore  I  can  select  but  those  most  useful  to  know. 

From  fundamental  acids  by  removing  hydroxyl  from  carboxyl,  mooo-valent  I'adicals  are 
derived : 


^Cftrboryl,  COaH 


Carbonyl,  CO 


Fio.  779 


Fig.  780 


Fia.  781 


^     O^ 


U^ 


Pormyl,  CHO 


Acetyl,  CaHjO 


6      6 

Propionyl,  C^HsO 


From  bydroxy-acids  of  fundament^il  acids,  di-valent  radicals  are  formed  by  further  removal  of 
an  alcohol  hydi'oxyl : 


Fio.  783 


GlycoUyl,  CaHaO 


ACID-KADICALS 

Fio.  784 
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Fio.  785 


i 


H 


^ 


a-Lactyl,  OaH^O 


/3-Lactyl,  C3H4O 


Fio.  786 
<P        9 


.1     K> 


Fio.  787 

9       <P 


U^ 


6      0 

Divalent  7-butyryl,  C4H0O 


6       6 

Divalent  8-valeryl,  CsHgO 


Prom  di-basic  acids,  by  removing  the  hydroxyls  from  both  carboxyls,  di-valent  radicals : 

Fio.  788  Fio.  789  Fio.  790 

9       >Al  ^^       Q        P 


<^^       <:>  <^, 


<:>    1^ 


Oxalyl,  CaOa  Malonyl,  CsHaOa 

nd  from  three  carboxyls,  tri-valent  radicals  : 

Fio.  791 


6        O 
Succinyl,  C^H^Oa 


<:>l^  l<^ 


6       6 
Carballyl,  CeHgOa 

Iti  order  to  have  the  acid  radicals  collected,  some  of  the  aromatic  acids'  radicals  (vide  p.  211)  are 
iven  here  by  anticipation  : 

Fio.  796 


Fio.  792 


Fio.  793 


Pio.  794 


0^ 

Benzoyl,  C7H5O  Salicyl,  C-H,Oa  o-Toluyl,  C«HtO  Cinnamyl^  G^^0 

In  exactly  the  same  way  other  radicals  of  aromatic  acids  are  formed  and  named. 
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Future  Nomeiiclature  of  Acids 

According  to  the  Frenct  proposal  ab  the  Congresa,  the  names  of  acids  are  to  be  formed  from  the 
corresponding  hydrocarbons  by  attachingj  in  the  case  of  monobasic  acids,  the  suffix  -aXque  to  the 
name  of  the  hydrocarbon  ;  and  in  the  case  of  di-j  tri-  (&c.),  basic  acids  the  suffix  is  to  be  dioique, 
iriorCque,  &c. ;  *  corresponding  hydi'ocarbon '  is  to  be  understood  in  the  same  sense  as  it  has  been 
nsed  in  this  treatise,  i.e,  hydrocarbons  with  the  same  number  of  carbon-atoms,  arranged  in  the 
same  way  as  in  the  acid,  and  of  which  one  or  more  have  been  converted  into  carbozyls. 

The  numbering  of  carbon-atoms  in  monobasic  aliphatic  acids  without  either  side-chains,  double  or 
triple  bonds,  or  substitutes  commences  with  carboxyFa  carbon  ;  in  all  other  cases  the  rules  given 
for  hydrocarbons  are  to  be  followed. 

Formic  acid  (fig.  Q66^  p.  175),  for  instance,  being  formed  from  methane,  would  in  French  receive 
the  name  of  acide  meihmmique  ;  in  English,  perhapg,  meihafum  (icid\  acetic  acid  (fig.  667,  p.  175), 
ethanoic  a-cid;  oxalic  acid  (hg.  712,  p.  184),  ethanedufic  acid;  succinic  Jicid  (fig.  714,  p*  185), 
1  :4  hidaiiedioic  acid\  citric  acid  (fig.  735,  p.  189)  would  probably  be  3  methyl  S'  perdanol 
1:3:5  tricyic  acid;  di-hydroxy-iso-citric  acid  (Table  II.  p.  173),  2  methyl  2'  :  3  :  4  pentafie- 
iriol  1:2:5  tri&ic  acid;  buton-liexa-carboxylic  acid  (Table  II.  p.  173),  3  :  3'  :  4  :  4'  methyl 
1  :  3  :  3'  :  4  :  4'  :  6  hexanehexoui  add. 

Ijactones  will  have  their  names  formed  from  the  acids  from  which  they  are  derived  by  trans- 
forming the  suffix  -ijifiue  (-o^tc)  into  'olide^  the  position  of  the  alcoholic  hydroxyl,  through  which  the 
lactone  formation  has  been  effected,  to  be  indicated  by  the  ordinal  number  of  the  carbons  as 
described  under  hydrocarbons,  the  addition  of  Greek  letters  in  the  usual  way  being  optional.  The 
only  example  given  by  the  Congress  is  '  valerolactone,*  formed  from  7-hydroxy-valeric  acid,  and  its 
name  'ftould  consequently  be  1  :  4  (or  7)  pentatiolide*  A  slightly  more  complicated  lactone  is  saccharin 
(fig.  701,  p*  182),  which,  I  suppose,  has  to  be  termed  2  methyl  2*  :  3  :  5  jrentane-triol  1  :  4  (ur  7) 
-olide. 

The  names  of  mono-valent  acid-radicals  (vide  p.  200)  are  to  be  derived  from  the  corresponding 
acids  by  transforming  the  suffix  ^oique  into  -oyle,     Poly-valent  radicals  are  not  mentioned. 

In  a  later,  apparently  authoritative,  publication  of  the  Congress  Re solutioBS  (Agenda  du  Chimi^te, 
1893,  p.  468)  containing  sixty-two  paragraphs,  as  against  forty-six  in  earlier  publications  (nde 
Nature  J  May  1 9, 1892,  p.  56),  several  important  additions  and  modifications  apjiear.  Thys  side-chains, 
in  which  a  carboxyl  is  present,  no  longer  derive  their  names  from  the  corresponding  hydrocarbons, 
but  by  adding  the  soflix  -die  to  the  name  of  the  hydi*ocarlx>n  radical  j  the  group  CO^Hj  otherwise 
carboxyl,  is  in  thequality  of  aside-chain  termed  methiflotc,  CH^COjH,  etkylotCf  &c*  This  enables  as 
to  form  a  nomenclature  for  di-valent  mono*basic  acids*  radicals  also :  glycoUyl  (fig.  783,  p.  201) 
might  be  eUnjloyl^  a-lactyl  (fig.  784)^^2  pwpyloyl,  ^-lactyl— 3  propyhyl^  &c.,  and  mono-valent 
radicals,  derived  from  di-basic  acids  by  removing  the  hydroxyl  from  one  of  the  carboxyls,  might  be 
distinguished  by  the  suffix  -oyyCc ;  e*g.,  the  group  OC-CO,^H  might  be  called  ethanoyloic  (acid), 
From  the  important  part  radicals  play  in  the  principles  of  the  nomenclature  it  is  a  pity  that  in  so 
many  instances  we  are  left  to  guess  at  their  names. 

As  a  consequence  of  this  change  in  the  nomenclature  of  side-chains  the  systematic  names  of  the 
above-mentioned  acids  will  also  have  to  be  changed :  citric  acid  would  be  3  methyla'io-S  pentanol- 
dioic  acid^  dihydroxy-iso-citric  acid  =  2  meihyh'ic  2:3:4  penianetriol  dioic  acid,  buton-hexa- 
carboxylic  acid =3  :  3  :  4  1  4  ieirameihylMc  hexane-didic  acid,  German  chemists  seem  to  prefer 
diadd  (dmlare)  to  dioic  acid,  or  7n6fhyl-acid  (m^thylsiiare)  to  methyloic  acid.  In  the  above  attempt  at 
forming  a  nomenclature  for  poly-valent  acid  radicals  the  suffix  -die  or  some  other  suffix  cannot  be  dis- 
pensed with. 


Part  YII. 

OXYGEN     COMPOUNDS 
MUTUAL  COMBINATIONS 
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HYDROCARBONS,    ALCOHOLS.    PHENOLS 
ALDEHYDES,    ACEIS,    ETC. 
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opposite — we  will  call  it  aUcyl— end  of  the  acid,  and  also  which  end  (in  case  of  existing  difference 
the  substituting  body  offers  for  the  joining. 

Accordingly  the  following  new  classes  of  compounds  may  be  formed : 

A.  Gyclo^aoids :  By  joining  the  alkyl-part  of  an  acid  to  the  hydroxyl-carbon  of  a  phenol ;  or,  ii 
the  case  of  a  hydroxy-acid,  by  joining  one  of  the  hydroxyl-carbons  to  a  cyclo-hydrocarbon. 

B.  Aldehyde-acids:  By  joining  the  carboxyl-part  of  formic  acid  (or  the  alkyl-part  of  an  aldehyde 
to  the  alkyl-part  of  an  acid, 

C.  Ketone-acids :  By  joining  the  aldehyde-part  of  formic  acid  (or  any  other  aldehyde-acid,  or  tli 
alkyl-part  of  another  acid)  to  the  carboxyl-part  of  a  second  acid. 

D.  KeUmeHddehydes :  By  joining  the  carboxyl-part  of  an  acid  (aldehyde-acids  excepted)  to  tt 
alkyl-part  of  an  aldehyde. 

E.  Compound  ethers ;  1,  neutral:  By  joining  the  carboxyl-part  of  a  monobasic  acid  (or  all  tl 

carboxyl-parts  of  a  polybasic  acid)  to  an  alcoholic  or  phenolic  carbc 
of  another  compound ; 
2,  acid:  By  joining  one  or  more,  but  not  all,  carboxyl-parts  of  a  polybas 
acid  to  an  alcoholic  or  phenolic  carbon  of  another  compound. 

P.  Ether-adds  :  By  joining  a  hydroxy-acid  and  an  alcohol  or  phenol  through  their  alcoholic 
phenolic  carbons,  and  the  carboxylic  hydroxyl. 

'  G.  Addnmhydrides :  By  joining  the  carboxyl-parts  of  two  acids. 

The  formation  of  these  compounds  will  be   easily   understood  by  the  following   illustra1>i 
schedule : 
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A.    OTCLO-ACIDS 


llie  fii'st  cyclo-hydrocarbon,  it  will  be  remembered,  is  trimethylene  (fig.  112,  p.  24),  from  which 
are  formed 


1.    TrimetTtiylene-carboxylic  Acids 

We  have  already  mentioned  that  itacouic  acid  (p.  196),  iu  the  opinion  of  some  chemists, 
is  a  trimethylene-derivative ;  that  is,  however,  scarcely  correct,  because  there  is  anotlier  legiti- 
mate possessor  of  tliat  very  structure,  viz.  trimethyleiie  diearboxjUc  acidj  a  compound  quite 
distinct  from  itaconic  acid  (for  illustration  i*ide  fig.  765,  p.  196). 

Several  other  acids  of  the  same  structure  but  with  more  or  less  carboxyls  belong  to  this  class. 


2-    TetrametliylerLe-carboxylic  Acids 

formed  by  joining  one  or  more  molecules  of  cai'bonic  acid  to  tetram ethylene  or  its  derivatives. 
They  would  not  have  required  more  than  a  passing  attention  had  it  not  been  for  one  or  two  chemists 
having  propounded  the  tetramethylene  form  for  an  acid  derived  from  camphor  by  oxidation, 
camphoric  acid,  which  has  harassed  many  chemical  brains  as  much  as  her  mother,  camphor 
itself  (ivV/d  p.  143  &c.).  As  discussions  are  still  going  on,  an  account  of  the  several  interpretations 
of  its  structure  may  be  acceptable  to  those  who  wij^h  to  understand  what  they  are  all  about, 
nlthougli  only  tetramethylene-Btructures  strictly  have  their  right  place  here.  For  batter  com- 
parison I  aiTange  those  which  have  not  hexagonal  foinns  into  that  configuration  also  (compare 
diagonal-bond,  p.  53)»  and  place  them  in  chronological  order. 

Proposed  structures  of  camphoric  acid^  C^QB.^fi^,  m.p.  180°  (comp.  also  p.  144  &c.). 

1873 


^h— 1> — D    O-HH^ 


.. ;  ii<:>. 


4       i 


Eekuli  (Ber.  tI  p.  !>32) 


TETRA-METHYLENE  CARBOXYLIO  ACIDS 
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1873 

Fio.  801 


o 


Eaohler  {Ann,  olziz.  p.  192) 


Fio.  803 
O"   4    *<> 


0       o       6 


1870  to  1892 


1877 


Fio.  802 


Wreden  (Ber.  x.  p.  714) 


Fig.  804 


--0 


Victor  Meyer  {Ber.  iii.  p.  121) ;  Ball6  {Ber.  xiv.  p.  887) ;  Eoenigs  and  Eppens  {Ber.  xxv.  p.  267)  Ao. 


1892 


Fio.  805 


Fio.  806 


Marah  {Proceed,  Royal  8.  xlyii.  p.  6) 


Korman  Collie  {Ber.  zxv.  p.  1116) 
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In  sucli  an  embairassnieiit  of  riclies  the  difficiiltj  of  selection  is  increased  when,  on  the  one 
hand,  authorities  (Jour,  pr,  Ch.  xLv.  p.  475)  tell  us  that  the  combiiation-heat  of  camphoric  acid 
agrees  with  its  derivation  frova  an  aromatic  chain,  bnt  not  with  any  of  the  other  structures  \  and 
when,  on  the  other  hand,  it  is  asserted,  by  equally  high  authority  (Beilsty  L  p.  631),  that  the 
possibility  of  any  structure  with  an  aromatic  chain  is  excluded  because  aromatic  amido-acids  ar©^ 
coloured  red  by  fui*furol  and  amido-camphoric  acid  is  not  affected. 

Yictor  Meyer's  &c.  structui-e  enjoys  at  present,  I  believe,  most  favour. 

After  this  little  detour  we  can  again  go  on  with  our  cyclo-acids. 


3  •    Pent ame thylen e  -  carboxy lie  acids 

formed  from  one  or  more  molecules  of  carbonic  acid  joining  the  cyclo-hydrocarbon  have  also  bemi 
prepared^  but  need  no  further  mention. 
Amongst 

4.    HexamettLylene-carboxylic  acids 


there  ia  one,  quinic  acid,  that  needs  illustration :  it  may  be  considered  a  derivative  of  a  hydf 
(vide  p.  33)  ieiror-hjdroxy-henzene^   similar   to  the   one  given  io  fig.   425,   p.  94,  but   with 
hydroxyls  close  together  (2:3:4:5),  and  cai-h&nio  cLcid ;    or  from  a  jwnia-hydroxy-hexamethylens 
(fig,  426,  p,  94)  and  formic  acid,  in  both  cases  a  molecule  of  water  being  separated  as  explained 
by  the  formation  of  these  acida  in  schedule  p.  207. 


Fio,  807 


Pig,  808 


Fio.  809 


I 


or 


Te  trft  •  hy  d  r  oxy-he  xameth  jlen  o 
and  carbonio  acid 


Tea  ta-hydroiy  ■  heiamethyknQ 
and  formic  acid 


Qoinia  acid,  hexahjdro-tetrm^ 
bydroxy-betiajoic  acid,  OtHuO,; 


In  the  opinion  of  other  authorities  quinic  acidie  derived  from  another  tetra-hydroxy-hexa* 
methylene  in  which  the  two  methylenes  are  in  para-positionj  and  not  in  ortho-position  as  in  fig.  807, 
and  irarboxyl  has  replaced  a  hydrogen  connected  with  one  of  the  other  carbon-atoms. 

It  is  found  in  quinine  bark,  bound  to  lime,  and  in  coffee  berries. 


AROMATIO  ACIDS 


6.    Benzene-acids  or  Aromatic  Acids 


A  large  series  of  benzene's  and  its  derivatiyes'  combinations  with  diflferent  acids  exist,  including 
kny  important  compounda.      We  ran  only  study  a  few  of  the  more  interesting  members,  but 
S'ci  Cicient  to  show  the  red  tape  running  through  them  alL 


a.    MON-AOID  PHENOLS* 


We  commence,  then,  with  jjhsiwVs  (fig.  417,  p.  92)  combioations  with  the  fundamental  adds 

0"r-    hrnvzerhe^g  combinations  with  kydroxy-acids  (p.  178),  which  comes  to  the  same  thing  when  we 

^"^Tnember  that  one  molecule  of  water  is  separated  in  both  instances,  the  hydroxyl  being  taken  from 

"timjit  component  which  has  it,  and  the  hydrogen  from  the  other,  to  form   the   requisite  water, 

-■-Ttieoretical ly  both  are  equally  correct,  but  practically  benzenes  (particularly  those  with  eide-chains) 

^T-«  employed  when  they  are  prepared  at  all  in  this  way* 

The  first  acid  is  formic  acW  or  earhonic  acid^   the  latter  being  considered  in   this  instance 
'fc^ydroxy-formic  acid  (%.  690,  p,  179). 

The  formation  in  both  ways  may  be  represented  thus ; 


Fio.  810 


O 


Fio.  811 


o 


or 


Civrbonio  acid  and  beazene 


Formic  acid  and  phenol 


Benzoic  acid,  O^HoOj  ;  m.p.  121° 


Benzoic  acid  occurs  in  gum  benzoic,  dragons  blood,  Peru-  and  Tolu-balsam,  castoreum, 
cranberries,  &c.  For  medical  ose  it  should  be  prepared  from  benzoin  by  sublimation ;  for  other 
purposes  it  is  generally  prepared  from  toluene  (fig.  232,  p.  44)  by  oxidation  or  from  the  urine  of 
horses  and  cows  ;  antiseptic.     Its  sodium  salt  is  also  employed. 
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From^Atfwoi  and  acetic  add  or  from  benzene  and  (jlycoUic  add  (fig.  691,  p.  179),  we  get  phe; 
acetic  acid. 


Fio.  813 
9 


o 


Phenyl-acetio  aoid,  a-toloylio  aold,  GbHsOs  ;  m.p.  76^*5 ;  used  in  phthisis  and  typhuB 


As  the  hydroxy-acid  always  corresponds  to  the  fundamental  acid  it  is  unnecessary  to  sp 
more  than  one  of  them  hereafter. 

Phenol's  combination  with  propionic  add  (fig.  669,  p.  176) 


Fio.  814 


0 


Hydrocinnamio  acid,  iS-phenyl-propionio  aoid,  G^H^oOo  ;  m.p.  48^  ;  used,  like  phenyl-acetio  acid,  in  phthisis 


From  phenol  and  isoproprionic  add  (so  called  because  the  benzene-ring  is  joined  to  the  ii 
mediate  carbon-link.     Vide  isopropyl,  fig.  32,  p.  11) : 
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Fio.  816 
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Hydrairopio  add,  a-phenyl-propionio  acid,  CuH^oOs ;  b.p.  264® 
Fhmol  and  gh/eoUio  add  (fig.  691,  p.  179) 


Fia.  816 


♦-0 


Mandelio  acid,  phenyl-glycollio  add,  CJEL^O^ ;  m.p.  133® 

There  are  three  optically  different  acids  (see  lactic  acid,  p.  179). 

Por  another  combination  of  the  two  compounds  see  fig.  917,  p.  251. 

When  mandelic  acid  is  cantiously  oxidised,  the  alcoholic  carbon  is  either  converted  into 
carbonyl  or  another  hydrozyl  is  added ;  probably  both  forms  exist,  the  former  as  crystals,  the  latter 
as  an  nnstable  fluid,  which  is  easily  converted  into  the  former. 


Eio.  817 
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Benzoyl-formio  acid,  OgHeOa ;  m.p.  65® 


Phenyl-glyoxylic  add,  CaH804 ;  ofly  liquid 


The  latter  when  heated   is  converted  into  the  solid  acid,  separating  a  molecule  of  water. 
Benzoyl-formic  add  is  strictly  a  ketone-acid  (vide  p.  227). 
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We  have  had  analogous  acids  before,  viz.  Grlyozalic  acid,  Sat.  696.  m  IM. 
fig.  729,  p.  187  &c.  ~«.,  -«       w,  ,. 

Phenol  and  hydracrylic  add  (fig.  693,  p.  179) 

Fia.  819 


Tropic  aoid,  o-phenyl-hydraorylio  add,  OgH^oOa ;  m.p.  118^ ;  oonsists  of  two  ■terao-bomadB  i 

(m.p.  123^)  and  deztro-aoid  (m.p.  128*') 

Phenol  and  acrylic  acid  (fig.  738,  p.  190)  form  two  isomeric  acids : 

Fia.  820 


1.  Atropio  acid,  a-phenyl-aorylio  aoid,  OsHeO, ;  m.p  106°*6 

Fig.  821 


2.  Cinnamio 


■1^  188^ ;  ased  in  tnberoolosis 


AROMATIC  ACIDS 
Phenol  and  prapiolic  acid  (fig.  771,  p.  199) 
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Fig.  822 


Phenyl-propiolio  acid,  G^HeOs ;  m.p.  136° ;  also  derivable  from  cinnamic  acid  by  removiDg  the 
two  hydrogen  atoms  in  the  double  bond 

These  adds  were  all  formed  from  mon-acid  phenol  or  carbolic  acid;  bat  poly-acid  phenols 
(vide  p.  92)  may  also  combine  with  acids,  not  only  by  one  hydroxyl,  bnt  by  as  many  as 
they  are  in  possession  of,  each  hydroxyl  being  able  to  join  a  separate  molecule  of  acid.  Thus  we 
commence  with 

b.    DI-AOID  PHENOLS'  COMBINATIONS 

1.    Monobasic  Acids 
Di-CLcid  phenol  and  formic  acid : 


Salicylio  aoid,  o-hydroxy-benzoio  aoid,  OTHeOs ;  m.p.  155^ ;  ocoors  in  nature  in  the  blossoms  of  l^ircea  tUmaria, 
and  in  combination  with  methyl  in  winter-green  oil ;  powerful  antiseptio 

Bismuth  salicylate,  C^H^^  q  SbLGH,  used  in  typhoid  fever,  breaks  up  in  the  intes- 
tines, but  not  in  the  stomach.  Bismuth,  being  a  tri-valent  metal,  displaces  the  hydrogens,  both  in 
carboxyl  and  in  the  alcoholic  hydroxyl  of  the  salicylic  acid.  Its  third  valency  is  attached  to  another 
hydroxyl. 
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Salicylic  acid  is  derivable  from  catechol  (fig.  418,  p.  92);  the  two  other  isomers,  resonnmp- 
and  hydroqninone,  also  form  acids  with  a  molecule  of  formic  acid,  but  they  have  no  antisept::^^ 
properties.  That  ifrom  resorcin,  meta-hydroxy-benzoic  acid,  has,  however,  theoretical  intere^^st 
and  therefore  been  frequently  referred  to  before.  The  derivative  from  hydroquinone  is  termed  par^^^ 
hydroxy-benzoic  acid. 

Pheno-salyl  {Wiener  Med.  Bl.  1893,  p.  329)  is  salicylic,  carbolic,  and  benzoic  acids  mdt^^^ 
together  and  then  dissolved  in  lactic  acid  with  addition  of  a  little  glycerin  to  prevent  crystalliaatio^^^' 
A  solution  of  1 :  1000  kills  cholera  bacilli  within  a  minute. 

Euly  ptol  is  a  mixture  of  salicylic  and  carbolic  acids  with  eucalyptus  oil. 

Dtrcund  phenol  and  a/yrylic  acid  (fig.  738,  p.  190) 

Fzo.  824 


o-Conmaric  acid,  ortho-hydroxy-cinnamio  add,  CgHgOg ;  m.p.  207*' ;  oootm  in  MelUotus  officinaUs ;  the 
meta-  and  jMra-oomi'ounds  are  also  known 

When  two  hydroxyls  are  in  positions  similar  to  those  above,  the  chain  to  which  one  of  them  is 
linked  is  inclined  to  bend  in  order  that  the  two  may  meet,  and,  by  dropping  a  molecule  of  water, 
unite  the  open  end  of  the  side-chain  to  the  benzene-ring,  forming  an  intramolecular  anhydride 
or  lactone.  This  is  the  more  the  case  when  a  pentagon  or  hexagon  can  be  formed  of  the  side-chain; 
in  coumaric  acid  the  long  side-chain  and  the  ortho-position  of  the  hydroxyl  favour  such  a  proceeding 
(see  also  pp.  182  and  185). 

Fio.  825 


Conmarin,  oomnario  anhydride,  CsHeOa ;  m.p.  67° ;  ocours  in  the  Tonqain  bean,  in  woodrnff  {A^perula  odorata)^  An. 
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2.    Dibasic  Acids 

Both  hydroxyls  of  di-acid  phenols  may  be  joined  by  formic  add.     From  catecliol  is  thus 
wTued  ortho-benzene  di-carboxylic  acid,  or  phthalic  acid : 


Fio.  826 


o-PhthoUo  acid,  CgH^O^;  m.p.  184«»-218° 


The  positions  of  hydroxyls  are  also  here  favourable  to  forming  an  anhydride  (see  above). 


Fio.  827 


Phthalio  anhydride,  CaH^Oa ;  m.p.  128^ 


^Di  re9orcin  (fig.  419,  p.  92)  is  derivable  a  meta-,  and  from  hyd/roqydnone  (fig.  420,  p.  92)  a 
SJII^^thalic  acid.     The  former  is  also  termed  isophthalic  acid  (1 : 3),  m.p.  above  300°,  and 
j*fr  terephthalic  acid  (1 : 4) ;  sublimes  without  melting.     They  do  not  form  anhydrides. 
^•^  i»  only  one  of  each  of  the  three  phthalic  acids  above,  but  as  soon  as  one  or  more  of  the 
" ;  aie  broken  by  the  introduction  of  hydrogen-atoms  inside  the  ring,  the  door  is  opened 
-^  iflomers  differing  in  the  positions  of  the  double  bonds.      Thus  there  are  seven 
UJ  add  by  the  introduction  of  two  hydrogen-atoms,  six  of  them  depending  upon 
'»  faioken,  and  a  seventh  which  is  stereo-isomeric  to  one  of  the  six.    They 
itbalic  acids,  and  individually  distinguished' as  explained  below. 
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o 


o 


o 


A***  di-hjdro-phthalio  ftcid 


A^'*  di-hydro-phthalio  iioid  j  m,p.  153®        A*'*  di-hydro-phtlialio  acid;  ni.p. 


18C==' 


o 


o 


o 


U  1  V 


A*'^  di-hjdro-phthalio  acid 


A''*di*bydro-phthalic  acid ; 
m.p.  215'' 


Cif-A^'*  di-lijdro-plithalio  acid; 
ni.p.  175'=* 


The  dooble  bonds  are  indicated  by  the  Greek  capital  A,  and  their  positions  by  index  numerals 
as  shown  above.  This  mode  of  distinguishing  the  several  isomers  of  hydrated  benaene  derivatives 
is  becoming  generally  adopted. 

Two  of  these  acids,  A'  ^  and  A^*,  have  not  yet  been  prepared  ;  a  stereo-iaomer  of  the  last  one,  A**, 
has*  however,  been  foond,  the  existence  of  which  is  in  fnll  harraony  with  the  tetrahedron  theory 
(vide  p*  482),  which  does  not  adniit  stereo- isomers  of  any  of  the  other  di-hydro-phthalic  acids.  The 
structure  of  this  seventh  isomer  may  be  illustrated  in  the  following  way ; 


I 


TranS'^^'^  di -hydro  pbihallo  acid ;  iii.p*  210* 


») 


rataadhem  sot  bseK 
:  add  (f.  fl^j,  it  i 


i  ■■Bnliaoed  nnd 


.CJiAim^^ 


AjKAerijtAemMiBm  if  vmbellic  aeid.witkli; 
tberelbse,  caaly,  itn  snliTdride^  uBbelliferone 


2:4(t»db|iL43>.    Itiaam 


Ficaa 


Umbdfie  ida,  CAO« 


UmbriKfriTone,  CAQs : 


A   third   acid  is  caffeic   acid,   C^H^O^   which  has  its  hydioxyls  ni 
therefic^re,  does  not  form  an  anhydride. 
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Finally  an  acid  mnsb  be  mentioned  which  is  rather  unique,  in  so  far  as  both  its  components  are 
hypothetical  bodies,  the  phenol-component  being  an  anhydride  of  hydroxy-hydroquinone-^ethyl-ether 
(fig.   607,  p.  121),  and  its  acid-component  a  di-vinylrcarboxyUc  acid: 


Fig.  833 


*o 


PiDerio  acid,  CiaHtoO*;  m.p.  212**;  a  decomposition  product  of  pipeline  (fig.  1481,  p.  897) ;  compare  also 
eafrol  (fig.  604,  p.  120),  apiol  (fig.  600,  p.  121),  and  piperonal  (fig.  664,  p.  187) 

d.  TETRA-AOID  PHENOLS'  COMBINATIONS 

Zretr(i-ac!d  phenol  and  formic  ddd : 

"There  are  three  or  four  known  out  of  a  possible  six  acids ;  as  already  explained,  they  may 
^^  c^onsidered  as  derivatives  either  of  tetroHicid  phenols  and  formic  adi^  or  of  irir-acid  phenols  and 
^^***2xmic  ocid.  From  the  latter  point  of  view  they  have  frequently  derived  their  names ;  thus  the 
^^xxie  of  one  of  these  acids  is  pyrogallol-carboxylic  acid;  another  is  termed  phloroglucin- 
^^:r' boxy  lie  acid;  and  a  third,  hydroxy-quinol-carboxylic  acid,  not  yet  isolated.  The  fourth 
^*^^  most  important  has  no  systematical  name  because  it  was  known  long  before  the  law  of  the  linking 
^^  ^toms  was  thought  of:  it  is  gallic  acid,  1:3:4:5  (carboxyl  being=l). 


Fio.  834 


1:3:4:6  OaDie  acid*  OrH^Og ;  deeampmw  on  healing;  oeeon  in  notgaUs,  tea«  elarat,  ^. 

Pyrogallol-carbozylic  acid  has  the  Btmctnre  (C0,H=1)  1:2:3:4,  phloroglacin-carlx>xy!ic 
acid,  1  :  2  :  4  :  6.  For  hydroxy-qninol-carboi^lic  acid  there  are  three  stmctores  to  choofe  from; 
which  of  them  is  tiie  ri^t  one  is  not  decided. 


222 


OXYG  EN-COMPOUNDS 


BoMC  bismuth  gallate,  containing  51 '29-56' 14  per  cent,  bismutli  oxide  (besides  1*39  per  croi 
lead  oxide^  at  least  in  one  eample  according  to  analysis,  Ph.  Zig.  1 892,  p.  1)  is,  under  the  ixi^Di* 
of  derm  at  ol,  recommended  as  a  drying  antiseptic,  and  has  recently  been  used  internally  -^^itl 
advantage  for  diarrhcea  in  phthisis,  typhuSj  malaria,  and  as  a  local  anaesthetic  {Ini,  klin,  Runds^^^m^ 
The  formula  CgHjCOHXCOjBiCOH)^  corresponds  to  577  per  cent.  Bi^Og  (Bis208). 

Tetraradd  phenol  and  acrylic  add  : 

An  acid  belonging  to  this  series  which  has  the  name  of  aescnletic  acid,  because  its  anhydricit 
is  named  oesculetin,  has  not  been  prepared  yet  in  isolated  state,  but  some  of  its  ethers  h»'^^i 
One  of  its  hydroxyls  is  in  ortho-position  to  the  carboxyl  of  acrylic  acid,  and  it  forms  anhydride  li-Xo 
60  many  of  the  acids  just  mentioned.    The  positions  of  the  two  other  hydroxyls  are  4:6. 


o^ 
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^sGUletio  acid,  Q^fi^ 


jEeculetin,  CyH^04 ;  m.p,  above  270^ ;  exhibitB  in  Bolution 
tL  po^'<jrful  flaoresccncQ ;  qccqih  parti j  as  Buch,  partly  aa 
a  glnooaide,  in  the  bark  of  M^cuiua  hippocastanum 


When  the  two  last-named  hydroxyls  are  in  positions  3  :  4,  instead  of  4  ;  5,  as  in  aesouletin,  we 
have  a  similar  anhydride  called  daphne  tin,  which  occurs  as  a  glncoside  in  the  bark  of  Daphne 
alpirui, 

Teim-acid  phenoVs  four  hydroxyls  can  each  combine  with  formic  acid,  producing  benzene- 
tetra-carboxylic  acid*  In  the  same  manner  penfa-  and  hexa-nrid  pherwle  form  benzene-* 
penta-  and  hexa-carboxylic  aoids. 

This  last  one  is  termed  mellitic  acid,  Oi^HgOj,,  occurring  as  aluminium-salt  in  honey^stone. 


6.    MON-AOn)  TOLUENE  PHENOLS'  COMBINATIONS 


with  formic  add 

Three  acids  corresponding  to  the  three  creaola  (figs.  428-430,  p.  95)  are  known.     The  illos^J 
tration  of  one  of  them  will  suffice : 
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a  hydroxy  1  free  to  joiu  an  acid  can  do  so.    Of  such  plienol-compounda  we  can  mention  plienol-alcohols 
(p<  106),  and  will  give  a  few  useful  examples : 

g.    PHENOL^AiCOHOLS^  COMBINATIONS 

Trir-phenol  emidiml  (fig.  46G,  p.  107)  unites  with  jornm  acidj  or  'phenyl-di-i}he)w>Uc(irhhiol  \ 
465,  p.    107)    with   carbonic  aeidj  forming  an  acid  that  has  not  yet  been  isolated,   because 
carboxyl  goes  from  para-  into  ortho-position,  and  joins  the  alcoholic  hydroxyl,  separating  a  molecule 
of  water  and  forming  an  anhydride  (vide  p.  1U8), 

Fio.  839  Fig.  840 


.^ 


O^-*- 


Phenolphthalein,  CaoH,  ^0*  ;  m.p.  260® 

The  smallest  ti^aceof  an  alkali  colours  its  solution  a  magniJiceut  pink,  and  acids,  but  not  carbo? 
diKJxide,  destroy  the  colour.     It  is  therefore  one  of  the  finest  indicators  of  neutrality,  especially  for 
such  acids  as  palmitic,  stearic,  oleic,  &c. ;  it  cannot,  however,  be  employed  in  the  presence  of  ammo- 
nium-salts. 

Naphthalene-phenols  similarly  combine  with  acids.  We  are  interested  in  only  two  of  these  com- 
pounds, santoninic  acid  and  santonin.  They  have  up  to  quite  recently  been  regarded  as  hydrated 
(vids  p.  33)  oxy-di-methyl-naphthoFs  (vide  fig.  453,  p.  103)  coTubination  with  hydracrylic  acid 
(tideiig,  603,  p.  179). 

Fui.  S41 


^ 


Siiitoninic  add,  0,5H,uO4 ;  aodiam  saDtonaie  ia  a  vermiCuge 


PHENOL-ALCOHOLS'  COMBrNATIONS 
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On  ieating  it  forms  a  lactone  (p*  1 82),  the  carboxylic  and  alcoholic  hydroxyls  in  the  aide-chain 
Halting  by  the  separation  of  a  raolecnle  of  water  and  forming  {Ber,  xviii.  p.  2748) 


Santonin,  OjaHj^Oa  •,  m»p.  170** ;  anthelnuntio 


But,  according  to  later  researches  (Ber,  xxw  p.  3318  aod  xxvi.  pp*  411,  78G,  April  1893),  this 
s^^tictnre  is  incorrect.  In  the  opinion  of  one  authority  these  compounds  are  to  be  looked  upon  as  a 
cotnbination  of  a  hydrated  0  :  ff-di-hyd/rasssy-^mphthalene  with  fyroraceviic  add  (fig.  851,  p.  227).  The 
conseqaence  as  regards  the  strnctnre  is  that  the  hydroxyl  of  the  side-chain  takes  the  place  of 
c^rbi:»nyl  (the  ketone  index)  in  the  naphthalene-ring,  while  the  latter  goes  into  the  side-chain,  A 
further  consequence  is  that  the  formation  of  santonin  ia  not  a  performance  eiclnsively  in  the  side- 
chain,  as  represented  abovej  but  an  operation  in  which  the  naphthalene-ring  takes  a  part  through  its 
iydroxyl  by  the  formation  of  three  interlocked  bemiene-riugs.  The  two  compounds  interpreted  in 
this  way  woald,  thereforej  have  such  structures : 


Fio.  84:1 


Wm,  Hi 


S&ntoninio  acid 


Bantonin 


In  the  opinion  of  the  other  authority  the  two  compounds  are  somewhat  related  to  terpenes,  or, 
better  still,  a  combination  of  twij^/t^/iafon^formed  terpeim  with  iso-pro^onic  acid : 

a 
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Fio.  846 


Santoninio  acid 


Santonin 


h.    DI-HYDROXY-NAPHTHALENB8'  (/3-Naphthol-quiiiol,  fig.  455,  p.  104) 

COMBINATIONS 


with  formic  acid 
Out  of  fourteen  possible  isomers  eight  have  been  prepared,  one  of  which  is 


a-Hydroxy-naphthoIo  acid,  a-naphthol-carboxylic  acid,  o-oxy-naphthoic  acid,  CnHgOa ;  m.p.  185** ;  more  powerful 
antiseptic  than  salicylic  acid,  and  a  very  effective  antizymotic  and  antipyretic  (in  fever  internally,  but  with  caution, 
as  it  is  poisonous ;  in  diseases  of  the  skin — scabies,  prurigo —externally) ;  used,  under  the  name  ofsternutament, 
as  snuff  for  nasal  catairh 


ALDEHYDE-  AXD  KETOXE-ACIDS 
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B  and  O.    ALDEHYDE-  AND  KETONB-ACIDS 


When  formic  add  through  its  carboxyl  (or  an  aldehyde  through  its  alkyl)  joins  the  alkrl-pari 
of  another  add,  aldehyde  acids  are  formed;  any  other  thanfymuc  acid  produces  ketone  acida. 

Excepting  formic  add  itself,  which  may  be  looked  upon  as  the  first  member  of  this  class,  the 
first  of  ^  aldehyde-adds  is  formed  firom  two  molecules  of  formic  acid,  viz.  glyoxalic  add,  whidi 
has  already  been  mentioiied  undo*  di-hydroxy-adds  of  the  fundamental  series  (fig.  697«  p.  181),  and 
we  will  tl^refore  commence  by  joining  formic  and  acetic  acids  in  the  way  mentioned,  prododng 
the  next  alddiyde-add,  Le.  a  compound  which  is  add  at  one  end  and  aldehyde  at  the  other. 


^ 


Fn.  SIS 
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■^i^ 


Fonmeadd        + 


acetic  add 


^-o 


Formjl-aeetic  add,  C3H4O, ;  easilj  oxidised 
to  malonic  acid  (fig.  713,  p.  Id4) 


Owing  to  the  peculiar  structure  of  formic  acid  in  having  no  alkyl-body,  but  being  itself 
aldehyde  at  one  end  and  add  at  the  other,  it  would  naturally  form  aldehyde-acid  in  the  same  way 
from  all  other  adds  if  capable  of  existence ;  they  are,  anyhow,  not  known ;  but  not  so  ^en 
formic  add  is  converted  into  a  higher  homologue  with  alkyl-body  by  substituting  a  hydrocarbon- 
radical  for  its  hydrogen — methyl,  for  instance,  converting  formic  acid  into  acetic  acid  (tide 
p.  1 75).  Therefore  if  we  join  acetic  instead  of  formic  acid  to  another  add  we  obtain  a  compound 
which  has  not  an  aldehyde  in  its  body,  but  a  ketone  (p.  138) ;  for  instance  : 


Fio.  S50 


Fio.  851 


Acetic  add        +        f  onnlc  add 


o-L^^ 


♦-0 


Pyro-racemic  acid,  C3H4O3 ;  b.p.  165* 


Fio.  852 


t 


6 


^ 


Fio.  853 


■•-O 


-Fi 


^ 


-*-^ 


Acetic  add 


acetic  acid 


e      Aceto-acetic  acid,  C^HeOa ;  decomposes  below  100^ 
is  found  in  urine  in  diabetes  mellitns 

q2 
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Aoetio  acid  -j-  propionic  acid 


LeTalinio  acid,  iS-acetjl-propianic  acld«  O^H^O^ ;  tn^p. 


There  are  many  more  of  this  series,  but  the  three  above  are  some  of  the  better  knc^'w 
Gomponnds. 

The  stnictiare  of  aceto-acetic  acid,  which  differs  in  some  respects  from  the  rest,  has  been  v^^J^ 
much  discussed.  It  seems  aa  if  the  structure  were  kiblle^  i.e.  that  it  assumes  different  fox*jii 
according  to  circumstances  :  we  have  seen  instances  of  this  before  (glyoxalic  acid,  fig*  696,  p,  X  8C 
and  mesoxalic  acid,  fig.  729,  p.  187  ;  compare  also  what  is  said  about  the  double  bond  in  henz^^^^^ 
p.  54).  Through  being  enclosed  between  two  carbonyls  (ketone-index),  methylene  is  equally  ^^ 
tracted  to  both,  swinging  to  and  fro  like  a  pendulum.  If,  now,  anything  happens  to  lessen^  "tl** 
attention  which  one  of  the  carbonyls  is  paying  to  the  hydrogen  in  the  methylene-group  (and  tiiii 
will  occur  from  the  attachment  of  something  very  attractive  to  the  carboxyl-group),  then  the  ot^®^ 
carbonyl  gets  the  advantage  of  the  hydrogen  which  jumps  over  to  the  oxygen^  whereby^  ^^^^ 
valencies  are  released,  and  join  each  other  forming  a  double-bond. 


Fia.  S5C 


Pt 


* 


-o 


9 


H 


Fto.  857 


X^ 


This  is  termed  the  alcoholic  form  of  aceto-aoetic  acid,  whereas  the  former  is  the  ketone 
form. 

Some  chemists  will,  of  course,  not  admit  this  duplicity  of  the  hydrogen,  and  stick  to  the  ketoni^ 
form  through  thick  and  thin.  — 

The  two  other  ket^^nic  acids  with  no  such  vacillating  hydrogen,  having  either  two  hydrogens  oC^| 
none  at  all  between  the  two  carbonyls,  are  beyond  suspicion  and  doubt.  ^ 

Another  remarkable  property  of  aceto-acetic  acid,  or  practically  its  ethers  (vide  p.  232),  is  thafJ^ 
the  hydi-ogens  of  methylene  can  be  replaced  by  alkali-metals  (but  only  one  at  a  time),  alcohol-*"^ 
radicals,  acid-radicals,  and  elements  and  groups,  some  of  which  will  be  subsequently  mentioned ,,1^ 
e.^.  iso-nitro30-group,  imido-gronp,  chlorine,  &c.      That  makes  the  acid  one  of  the  most  oseful 
compounds  in  chemical  synthesis. 

There  is  still  a  group  of  ketone  acids  which  should  not  escape  our  attention,  the  tannic  acids, 
prepared  fram  the  various  barks.  Some  of  the  tannic  acids  appear  to  be  glncosides  (gummides, 
dext  rides),  but  the  oak-tannic  acids  are,  a  ceo  1^1  og  to  the  latest  researches  (M&naUh.  i. 
p.  647),  ketone  acids,  formed  fi-om  the  carhoxyl  of  one  molecule  of  gallic  acid  (fig.  834,  p,  221) 
joining  a  benzeri^kydrogen  of  another  molecule  of  the  same  acid,  separating,  of  course,  a  molecule  of 
water. 
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Two  molecolefl  of  gallic  add 


Oak-tannio  (queroi-tannio)  acid,  Ci^B-^qO^ 


There  are  several  homologaes  of  the  acid  according  to  the  different  varieties  of  oak  from  which 
they  are  prepared.  Their  differences  consist  in  the  etherification  of  the  acids  by  the  joining  of 
aethyl  to  the  phenol-hydroxyls : 

Fio.  860 


Oak-tannic  acid,  Ci^Hj^Og ;  with  two  methoxyls 
There  are  acids  with  four  methoxyls,  CigHjgOg,  and  vdth  six  methoxyls,  0,oH„0, 
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The  tannic  acids  are,  of  course,  used  for  tanning,  and  in  this  respect,  as  also  in  stmctare,  & 
distingnished  from  tannin,  which  is  a  componnd-ether-acid  (fig.  926,  p.  255). 


D.    KETONE-  A TiDBHYDES 

being,  at  present,  of  little  interest  from  a  therapeutical  point  of  view,  the  description  of  their  fonn; 
tion  giten  on  p.  207  will  suffice,  and  we  can  pass  on  to  consider  the  combinations  of  acids  an 
alcohols,  or  phenols — the  compound  ethers. 


"When  acids  combine  with  alcohols  or  phenols  through  their  carboxyl-  and  hydroxyl-parta  they  are 
terrified  ethers  on  account  of  their  analogy  to  the  true  ethers  (p.  113),  both  in  their  formation  and 
ia  many  physical  properties.  The  ethers  were  formed  from  two  akohols  (or  phenola),  joining 
mider  separation  of  a  molecule  of  water;  the  compound  ethers  are  formed  from  an  alcohol 
(phenol)  joining  an  and  under  the  same  condition.  In  the  case  of  polybasic  acids  as  many  mole- 
cules of  (the  same  or  different)  alcohols  may  join  as  there  are  carboxyls  with  which  to  effect  a 
tmion.  When  all  carboxyls  are  thus  engaged  neutral  compound  ethers  are  fonned  t  if  not,  they 
are  acid  compound  ethers.     Compound  ethers  are  by  German  chemists  distinguished  as  *  esters/ 

There  are  a  great  many  compound  ethers ;  we  can  only  reproduce  a  few  of  them,  limiting 
ourselves  to  those  that  are  typical  or  possess  some  interest  to  the  reader. 

We  may  classify  them  into  combinations  of 

Aliphatic  Acids  with  Alcohols 

n  n  n       Pheuols 

Cyclo-acids  ,j     Alcohols 

„     Phenola 


I*    Alipiiatic  Acids  and  Alcohols 

a.    MONOBASIO  ACIDS  AlTD   MONAOXD  ALCOHOLS 
tTiese  ethers  possess  for  the  most  part  a  pleasant  fruity  smell. 
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Ifothyl-fomate,  C^H^O^i ;  b.p.32^-3;  occurs  in 
crude  wood- spirit 


Ethyl 'formate,  CJiJ[).^ ;  b.p.  54°*4  ;  ased  in  the 
artificial  preparation  of  rum  and  arrack 
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yl-acetate,  C^^HoO, ;  b.p.  57*='"5 ;  occurs  in  crude 
wood-spirit 


Ethyl-acetate,  aoetio  ether,  C^HgOs ;  b.p.  77" 
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Ainyl-acetat€,  O^Hj^Oa  j  h.p.  148^ ;  smell  of  jargonelle  p^ars 
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Etbyl^butyrale,  CeH,.jOa;  b.p.  121'=*  j  groell  of  pi*^ 
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*  Isoamyl -ISO -valerate  ;  b.p.  196°  ;  smeli  of  apples 

What  is  calletl  ^hoaijuei'  in  vv^ine,  or  iJtnantJi£iher^  is  a  mixture  of  ethjl-,  oenantliyl-,  capryl,— ^ 
pelargonyl-,  and  capryl-etherB  at  the  ratio  of  1  to  40,000  parts  of  wine. 

The  fruit  essences  are  artificial  mixtures  of  these  ethers ;  perhaps  the  composition  of  som^ 
them  may  interest. 

Apple   Essence :  iso-amyl-iso-valerate 

Apricot       „        amyl-botyrate 

Cherry        ,,        ethyl-acetate  and  benzoate 

Cognac       ,^        ethyl-acetate  and  nitrite 

Melon         J,        ethyl -sebacate 

Mulberry    „        e thy l-su berate 

Pear  ,,        iso-amyl -acetate  and  ethyl-acetate  (10  :  I) 

Pineapple   ,,        ethyl-butyrate 

Quince        .,        ethyl-pelargonate 

Hum  ,,        ethyl-fonnate  mixed  with  some  other  ethera 

Strawberry  „        ethyl-acetate  and  butyrate,  and  iao-amyl-acetate 

(BeiUt,  L  p.  426,) 
Amongst  the  compound  ethers  of  the  higher  alcohols  and  fatty  acids  may  be  mentioned  : 

Cetyl-pa!niitate,  Cj^H^,  CO-O-C^gHj^,  the  chief  constituent  of  spermaceti 

Melissyl-  (myricyl-)  palraitat^,  CjjjHg,  CO-O-C^f^Hg^,  in  bees-wax,  Ceylon  and  Camauba  wax 
Ceryl-cerotatej  O^gH^^  CO-O-CjjH^^^  occurs  in  Chinese  wax 

The  structures  of  compound  ethers  formed  from  other  than  fundamental  acids  are  in  every  ^ 
way  analogous  to  the  above. 

One  of  them  is  worth  mentioning  because  of  its  ability  to  imite  with  other  compounds,  and 
afterwards  to  split  up  in  different  ways»  wherefore  it  is  being  largely  used  in  modem  synthetical 
processes*  It  is  the  combinations  in  ether-fasMon  of  CLceto-acetic  acid  (fig.  8t53,  p.  227)  and  aUolioU^ 
the  aceto-acetic  ethers : 
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Ae^to-aeetiG  ethyl-ether,  O^HioO;,;  b.p.  181* 
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ass 


The  two  methylene-hydrogens  between  the  carbonyls  may  be  replaced  Wy  various  substitutes 
mentioned  under  acetoacetic  acid,  p.  228, 

It  is  split  op  in  two  ways,  according  to  the  reagents  employed:  one  is  termed  ke tonic 
decomposition : 
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Aceton  {oomp.  fig.  560,       Carbon  dloiddfi 
p.  13S)  (fig.  711,  p,  184) 


Ethyl  alcohol 
(fig.  337,  p.  70) 


The  other  is  termed  acid  decomposition : 

Fm,  870 

*  Two  maleciilea  of  acetic  acid  (fig.  667,  p.  175)  +  Ethyl  alcohol 

5?^or  its  behavioiir  in  other  respects  compare  what  is  said  about  aceto-acetic  acid,  p.  228, 

b,    MONOBASIO  ACIDS  AND  POLYAOID  ALCOHOLS 

r^       The  polyacid  alcohols  can  join  an  acid  to  every  one  of  their  alcoholic  hydroxy  Is ;  e.tj.  glyi 
fe-  364j  p.  76)  has  two  hydrox}is  of  which  one  or  both  may  be  joined  to  acetic  acid 


col 
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^thylene-m  on  acetate  or  ethjleno  moQa^etirii 


Ethjlene-diaoetate  or  ethylene  diaoetin,  C^HnjO* ; 
b.p.  186° 


^Ut  they  are  not  of  much  consequence  until  we  come  to  glycerin  (fig.  375,  p.  78),  which  forms  with 
"^he  higher  homolognes  of  the  aliphatic  acids  some  of  the  moat  widely  spread  compounds  in  nature, 
the  fate. 

Glycerin  combines  witi  the  higher  homologues  of  the  aliphatic  acids  exactly  in  the  same  way 
ftfi  with  the  lower  homologues  ;  therefore  a  few  ex'amplea  of  the  last  will  serve  as  an  introduction  to 
the  more  unportant  compounds.  On  account  of  their  many  analogies  and  their  great  importance  aa 
a  class,  their  names  have  been  fashioned  in  one  mould,  the  suffix  '-ate  '  of  the  acid  l>eing  changed  to 
*-in,'  and  mono-,  di-,  or  tri-  prefixed  to  indicate  how  many  molecules  of  acid  have  entered  into  the 
compound;  e.g.  mon-acetin^  di-acetin,  and  tri-acetin,  &c,  Aa  a  class  they  are  all  termed 
glycerides,  diatinguished  as  mono-,  di-,  or  tri-glycerides. 
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Glycmin's  combiuaJions  with  acetic  acid  are 
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Mon^etia,  CaHio04  ;  b.p.  not      Diacetm,  C^Hi^Oj ;  b.p.  280^  ;  hd  isomer  with  acetyl       Triacetiiii  OoHi^O,, ;  b.p,  28i^S^ 
fltftied ;  mono-glyceride  in  i^-poBitioti  Ims  b.p.  250'' ;  di-gljrc©ride  tri-gljroeride 


Tbe  latter  occurs  in  small  quantities  in  oil  from  the  seeds  of  Eiiony77itis  europwtiSf  is  said  to  hav 
been  found  in  cod-liver  oil^  hot  probably  only  as  a  product  of  decomposition. 

In  the  same  way  glyeenn  combines  with  hidyric't  valenc~f  caproic^^  capriflic',  caivtc-^  Iwirtc-^ 
mjfrifilic'j  pabnitk'f  sieam^^  araelddic-y  and  oleiC'Oclds^  all  of  which  in  the  form  of  tri-glyceridea  have 
been  found  in  pure  butter  i  further,  with  hehenic'^  lupwcerk-j  erucic~i  theohromic-,  /ii/poytipto-, 
physetole'ic^aci<U  found  in  other  fats  ;  and  linolio,  Unolenic',  and  iso-^lhwlenic  aekh  in  linseed  oil ;  with 
ru^hwleic  acid  in  castor  oil,  and  with  jecolek  and  therapic  acids  in  cod-liver  oil,  always  as  tri- 
glycerides. 

Only  tri-glycerides  are  found  in  nature,  except  in  some  more  complex  compounds  where  one  of 
the  hydroxyls  in  glycerin  is  used  to  connect  tho  glycerides  with  some  other  compound  (vide 
lecithin,  fig.  1536,  p,  435).  Tbe  acids  united  to  one  molecule  of  glycerin  in  form  of  compound 
ethers  are  usually  of  the  same  sort,  though  not  necessarily  so ;  for  instance,  a  tri-glyceride  found  in 
butter  is  an  oleo-palmito-bntyrin  (CL  Ztg.  1880,  xiii.  p.  128  ;  Benedikt  Fette^  p.  391). 


Fid.  87« 


13 


IXt- 


14 


Oleo-palirtito-batjrin,  C«iHt«Oo  ;  ctTBtaU 
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The  most  important  of  these  tri-glycerides  are 
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Palmitin  (irirpalmiiin) 
Fio.  877 


Palmitin,  OgiH^gOe 


X^almitin  m^Its  first  at  50^*5 ;  on  further  heating  it  solidifies  and  melts  again  at  66^*5,  a  rather 
^uxcommon  and  remarkable  behaviour.  (BenediM  Fette^  p.  36;  Schasdler  Technol,  i.  p.  154,  gives 
Qveix  three  di£ferent  m.p.)  It  occurs  in  nearly  all  fats,  but  is  particularly  abundant  in  palm  oil.  It 
^  also  found  in  cod-liver  oil  to  the  extent  of  probably  less  than  5  per  cent.,  retained  in  solution  in 
tke  fluid  part  of  oil,  even  if  it  has  been  kept  for  several  days  at  a  temperature  of  —7°  of  cold, 
although  palmitin  by  itself  solidifies,  as  already  stated,  at  a  temperature  between  50°  and  60® 


Stearin  (tri-stearin) 
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stearin,  OstHiioO. 


Stearin,  like  palmitin,  melts  twice  on  heating,  first  at  55®,  solidifying  on  further  heating  and 
melting  again  when  the  temperature  has  reached  71®'5. 

It  occurs  in  nature  nearly  always  in  company  with  palmitin. 

Cod-liver  oil  on  cooling  towards  the  freezing-point  throws  down  a  crystalline  mass  which  has 
hitherto  been  mistaken  for  stearin.  The  greater  part  of  it  consists  of  glycerides  of  unsaturated 
acids. 
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It  appears  that  castor  oil  contains  two  isomeric  ricinoleins,  one   fluid,   the   other  solid.    Neither 
>f  them  has  been  isolated  free  from  impurities. 

Linolin 
Fia,  889 


Linolin  O^^Hg^Ort 
Linolenin 
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Linolenin,  C^tHp^O^ 
were  until  recently  considered  one  compound,  liTwlein.     They  occur  in  linseed  oiL 
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ThcL^apin 
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Theropin,  Cb^Hb^O^ 

Therapiu  has  been  foimd  in  cod-liver  oil  only,  and  is  without  doubt  on©  of  the  active  principles 
of  that  valuable  remedy.  It  is  present  to  the  extant  of  20  per  cent,  in  cod-liver  oil^  but  has  not 
been  isolated  in  a  pure  state,  as  it  decomposes  with  such  extreme  ease.  Tog^ether  with  jecolein  and 
Bome  other  not  yet  known  glycerides,  it  has,  nntil  now,  been  mistaken  for  olein. 


V       The 


FATS 


The   natural   fats  consist  almost   exclusively  of  the  tri-glyceridea  which   we  have  just  been 
discussing.     Most  of  them  contain  palmitinj  st-earin,  and  oleln  in  varying  proportions.     Some  are 
solid  because  their  chief  constituents  are  palmibin  and  Btearln;   others  are   fluid  when   olel'n  is 
[predominant.     Some  originate  in  the  vegetable  world,  others  are  animal  fats. 
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All  vegetable  fats  seem  to  contain  some  linolinj  of  wkich  animal  fata  are  entirely  free  (Jf< 
X.  p.  190  eVc). 

Palm  oil  and  cacao-butter  are  solid  vegetable  fats,  the  former  containing  free  palmitic  acid 
besides  the  glycerides. 

Tire  fluid  vegetable  fats  are  oils  of  whicb  some,  bj  tbe  action  of  air,  are  transformed  into  ft 
solid  substance,  and  otJiere  are  not.  The  former  are  termed  '  drying  oils/  and  owe  their  property 
to  a  preponderance  oflinolin  and  linolenin  in  their  constitution.  The  principal  drying  oil  is  linsi 
oil ;  others  are  poppy,  hemp,  and  walnut  oils.  Of  the  non-drying  oils  there  are  cotton  oilj  all 
oil  (which  contains  exclusively  olem  and  a  little  linolin,  bnt  no  saturated  acids),  oUve  oti,  rape 
sesam  oil^  and  atslor  oiL 

Solid  animal  fats  are  numerous,  as  everyone  knows.    We  have  already  been  informed,  p.  234,  oi 
the  complex  coastitotion  of  butter ;  goo^e-fai  is  palmitinj  stearin,  and  olein  with  glycerides  of 
same  volatile  acids  as  in  butter,  for  which  it  therefore  sometimes  serves  as  a  sobstitote  on   b: 
Mutton-suet  is  essentially  stearin  with  a  small  percentage  of  palmitin  and  25  per  cent,  of  olein  ;  beef" 
mtet  has  the  same  amount  of  olem  as  mutton-suet,  but  more  palmitin.     Lard  has  60  per  cent, 
olein,  and  the  rest  is  palmitin  and  stearin.     Humun  fat   in    infants   has   three   times   as    mncl 
palmitin  and  stearin  as  the  fat  of  grown-up  people,  and  one-third  less  olein  :  that  accounts  for 
our  own  flabbiness,  whilst  our  babies  are  plump  bonny  little  heanties. 

OUo-nmnjarrti  or  artificial  butter  is  prepared  from  various  sorts  of  tallow  carefully  melted  with 
water  and  potash  ;  and  after  being  cooled,  subjected  to  hydraulic  pressure  at  a  temperature  of  20-22^. 
That  portion  which  goes  through  the  press  at  this  temperature  is  oleo-margarine,  which  is  thea! 
heated  with  milk  and  agitated  or  churned  just  like  ordinary  butter.  Some  butter-colour  and 
perfume  (butyric  other  and  coumarin)  put  on  the  finishing  tooch.  What  remains  in  the  press  ia 
stearin,  used  for  candle-making. 

There  are  two  kinds  of  animal  oils:  hluhher-oih  and  liver-oiU,  Some  of  tbe  former  are  seal-oH 
from  different  species  of  Fkoeaf  whale-oil  from  wholes,  bottleTiose-Qil  from  Del^yhinua  ghbicepii^poqjois&^ 
oil  from  Delphimis  pkocama  (contains  10  per  cent,  or  more  of  valeric  acid)^  menJiaden  oil  from  Ahem 
menhaden,  sardine-  and  herniig-oil  from  Okipea  sardiwusy  hurengus ;  dugoTig-oil  from  the  blabber  o^ 
a  large  fish  (strictly  a  mammal,  Uelloire  dmjowj,  in  Australian  and  East  Indian  waters),  &c.  These 
are  all  nsed  for  technical  purposes  only,  particularly  in  the  tanning  process  (except  when  there  is  a 
sciircity  of  cod-liver  oil).  Dugong  oil  has  been  u^ed  as  a  suhstitut©  for  cod-liver  oil,  but  in 
a  legitimate  way. 

The  only  liver  oi!  in  medical  use  is  cod-Urer  oil  from  Oadms  morrhiia.  Up  to  now  it  has  been, 
supposed  to  consist,  like  other  fats,  chielly  of  palmitin,  stearin,  and  olein  (95  per  cent.),  Heyerdahl 
in  his  researches  has  proved  the  fallacy  of  these  suppositions  :  there  is  but  a  small  |>ercentage  o^ 
these  acids  in  the  oil,  whilst,  on  the  otlier  hand,  he  has  found  and  determined  two  hitherttf 
unknown  acids,  mentioned  before — the  jecoleic  acid  and  the  remarkable  therapic  acid. 

When,  through  any  operation,  the  alcohol  and  the  acids  in  the  compound  ethers  are  separated 
the  process  is  called  saponification.  This  may  be  done  by  heating  the  ether  with  dilute  sulphuric 
acid  at  a  temperature  of  110-115^,  or  with  milk  of  lime  at  170°  under  pressure;  or  it  may  be 
boiled  with  caustic  soda  or  potash,  when  sodium  or  potassium  will  replace  the  alcohol,  and  in  the 
case  of  glycerides  form  soaps  ;  tho^e  with  sodium  form  hard  (toilet)  soaps,  those  with  potassium  soft 
soaps.  When  solutions  of  soap  are  treated  with  sulphuric  acid  or  any  other  strong  acid  the  alkalKj 
is  seized  by  it^  forming  salts,  sulphates,  &e.,  and  the  tatty  acids  are  set  free. 

Fats  exposed  to  the  influence  of  air  become  rancid  ;  a  fact  only  too  ivell  kno^vll.  The  chemical 
nature  of  this  process  in  all  its  details  are,  however,  difficult  to  get  at  on  account  of  the  complex 
nature  of  the  fats  and  the  great  difficulties  in  i^ecognising  and  separating  compounds  so  closely 
allied,  both  j>hysically  and  chemicallyj  as  the  higher  homologues  of  the  fatty  acids.  It  is  generally: 
represented  as  a  Bplitting  up  of  the  glyceride-molecule  through  the  action  of  the  oxygen  of  thai 
air,  setting  glycerin  and  acids  free,  afterwards  converting  the  free  acids  into  hydroxy-acids,  and  by 
prolonged  action  splitting  toth  them  and  the  glycerin  up,  the  ultimate  products  being,  as  always, 
carbonic  acid  and  water.     HeyerdahFs  researches  seem,  however,  to  prove  that  rancidity — in  cod- 
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liver  oil  at  aoy  rate— is  solely  due  to  introduction  of  liydroxyls  into  the  glycaridesj  and  not  to 
format  ion  of  free  acids  by  splitting  op  the  glyceride-molecule,  because  lio  found  that  by  keeping  the 
oil  heated  for  hours  at  high  temperatures  (200-300^),  while  conducting  a  current  of  air  through  it, 
the  rancidity  of  the  oil  increased  enormously,  the  acid  value  at  the  same  time  increasing  but  little 
(from  072-077). 

As  it  may  often  be  of  imi^ortanee  to  ascertain  with  exactitude  how  rancid  a  fiit  is,  or,  in 
ol'ber  words,  how  many  molecules  in  a  fat  have  added  hydroxyls  to  themselves  (i.e.  the  propoition 
of  hydroxy-acids  in  a  fat),  a  process  has  of  late  yeai's  been  devised  for  this  purpose :  it  is  based  upon 
^he  behaviour  of  acetic*  acid  towards  hydroxy-acids  in  driving  the  hydroxyls  out  and  taking  their 
^>lace  in  the  compound  as  acetyls. 

Suppose  we  have  two  molecules,  one  of  butyric  acid  and  the  other  of  hydroxy-butyric  acid. 


I 


Fig.  885 


Fig.  886 


Hyilroiy-butjTic  acid,  Q^M^O^ 


If  one  hydrogen-atom  weighs  1,  an  atom  of  carbon  weighs  12,  and  an  atom  of  oxygen  16  (vids 
IP^  «  3)  as  a  consequence : 

One  molecule  of  hydroxy-butyric  acid  weighs 

C,  =  4x12  =  48 

H,  =  8x    1  =    8 
O3  ^  3  X  16  =  48 

104 

The  two  molecnles  together  weigh  192, 

Now  if  we  let  acetic  acid  act  upon  the  two  raolecides  it  will  not  affect  the  butyric  acid,  but  will 

Join  the  other  on  accouut  of  its  alcoholic  hydroxy  1,  forming  a  compound  ether-acid  on  separating  a 

^^olecule  of  wat^er. 

Fio.  888 


O*    ^    'O 


Ui^ 


o- 


Acetyl  hydroxy 'butyric  acid,  C^Hj(,04 
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The  weight  of  the  two  molecales  after  acetylisation  is  therefore : 

One  molecule  of  butyric  acid —  One  molecule  of  acelyl-hjdroxy-butyric  acid— 

Cgss  6x12=72 

H„=10x    1  =  10 

0^=  4x16=64 

88  146 

and  their  aggregate  weight  (88  + 146)  =  234. 


0,=4x  12=48 
H.=8x  1=  8 
0,=2x  16=32 


When  we  add,  without  application  of  heat,  potassium-hydrate  (KOH)  to  these  acids,  potassinm 
will  replace  hydrogen  in  each  carboxyl. 


Fio.  889 


Fra.  890 


^t^ 


Carboxyl  and  pctaeeinm  hydrate 


Potasdiim  ealt  and  water 


and  as  there  are  two  carboxyle  in  the  original  two  molecules  as  well  as  in  the  acetylated  molecales, 
two  molecules  of  KOH  are  in  both  cases  required  to  neutralise  the  acids. 

One  atom  of  potassium  weighs  39*1 ;  consequently  a  molecule  of  potassium-hydrate  (KOH) 
weighs  (39-1  H-16  +  l)=56-l,  two  molecules  112-2,  and  three  molecules  168-3. 

If  we  boil  the  acids  witii  more  KOH,  the  original  acid  will  remain  unaltered,  but  in  the 
acetylated  acid  a  third  potassium-atom  will  split  off  the  acetyl,  forming  potassium-acetate,  and  the 
original  hydroxyl  will  be  restored  to  the  acid : 


Fio.  891 


Fio.  892 


i 


O^ 


Potassiam-aoetyl-hydroxybntyrate  -i-  potaasiom  hydrate 


t 


mWT,     ^ 


Potassiiim-aoetate  and  potasaiam-hydroxy-botjrate 
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now  able  to  explain  how  these  processes  are  utilised  in  the  eramiaation  of  oils  or  fatty 

We  have  seen  that  by  the  action  of  cold  KOH  two  atoms  of  potassium  will  neutralise  the  two 
tioleculee  of  the  original  acids,  and  that  the  two  raolecnlea  of  acetylated  acids  will  require  the  same 
^aantity. 

Bnppoee,  therefore,  we  had  192  minigrammes  of  the  original  acids,  we  should  find  112"2  milU- 
graimries  of  KOH  were  required  to  accurately  neutralise  them.  This  quantity  reduced  to  1,000 
tnilUgramraes  =  1  gramme  of  the  origmal  acids  (-^^fgi^^  would  make  5*84-4,  which  figui'e 
is  termed  ac  i  d  -  va  1  ii  e . 

We  saw  that  192  milligrammes  of  the  original  acids  when  acetylated  would  weigh  234  railli- 

grainnies.     When  treated  with  cold  KOH  these  acetylated  acids  would  require  the  same  quantity 

fll2'2  milligrammes)  of  KOH  as  the  ariginal  acids  for  neutralisation,  %vhich,  if  reduced  to  1,000 

I       fniiUgrammes    of    the    a^i/Uded   acids    (J^i|g^Ptf.Q)    would    make    479*5    milligrammes,    which 

k  %a re  is  termed  acetyl-acid-value. 

H       If  we  now  boil  these  neutralised  acids  with  more  KOH,  the  original  acids  will  not  be  acted 

■  ^pofij  as  already  mentioned,  but  in  tlie  acetylated  acids  further  56-1  milligrammes  of  KOH  will  be 

■J*^^^  in  splitting  off  the  acetyl.     This  quantity  reduced  to  1,000  milligrammes  of  the  tueUjlated 

^■eiiJs  (^"  y^^P^)  makes  2i^9  7  milligrammes,  whicli  iigure  is  called  acetyl-value, 

^       If  we  do  not  first  neutralise  the  acids,  but  at  once  boil  them  with  KOH,  we  shall  of  course  find 

^^Hi  the  original  acids  require,  as  before,  112-2  milligrammes  (two  molecules)  for  saturation,  which, 

'^^luced  to  LOOO  milligrammes  of  the  original  acids  (-"^-^^  f^--^),  makes  584'4,  and  is  termed 

^^  j»oni(ic  at  ion- value,  which  in  this  case  is  identical  to  acid-value. 

But  if  we  boil  the  acetylated  acids,  before  neutralisation  in  the  cold,  with  KOH,  we  find  that 
^8'3milligrammesa4'e  required  (three  molecules,  two  for  neutralisation  and  one  for  splitting  off  the 
yl);    reduced   to   1,000  milligrammes  of  the  areiylakd  acids  (^ ^^f  ^  { ^^"  =  719*2),  the  figure 
5*2  is  termed  acetyl-saponification-value, 

It  will  thus  be  seen  that  acetyl- value  is  the  difference  between  acetyl*acid-  and  acetyl'Saponification- 

^^^fles,  and  the  latter  is  the  sum  of  acetyl-acid-  find  acetyl-valnes ;  therefore,  when  acetyl-acid-  and 
^<5^1*8aponification-values  agree,  and  acetyl- value  is  consequently  =  0,  no  hydroxy-acids  can  have 
"^€n  present  in  the  compound  examined. 

By  simple  calculation  we  find  that  if  a  cod-liver  oil  has  acetyl- value  2,  then  it  contains  about 
-15  per  cent,  of  hydroxylated  acids,  provided  the  glycerides  have  about  the  same  molecular  weight 
tliempin  or  jecolein. 

Hydroxy-acids  not  nnfrequently  show  a  too  low  acetyl-value,  when  they  have  a  hydroxyl  in 
tioD,  because  in  that  case  some  of  them  will  form  lactones  (vide  p.  182),  upon  which  acetic  acid 
mo  effect. 

For  quantitatively  determining  th^  free  fatty  adds  in  a  fat  or  oil  no  method  has  been  devised  except 
^^Bn  the  sort  of  acids  present  and  their  relative  proportions  are  known.  It  is,  however,  sometimes  useful, 
^^  the  sake  of  comparison,  to  know  how  much  potassium-hydrate  is  required  for  neutralising  such  free 
^^*<l8,  but  it  gives  no  clue  to  what  sort  of  acid  has  been  neutralised.  If,  for  instance,  we  say  that  a 
^^'Wn  specimen  of  cod-liver  oil  has  an  acid  value  of  T'^g,  and  another  of  0*34,  that  does  not  convey 
?  slightest  idea  as  to  the  sort  of  free  acids.  In  such  cases  it  is  generally  referred  to  as  oleic 
?*^d,  although  there  may  not  be  any  free  oleic  acid  at  all  prei^ent  in  the  fat  or  oil.  The  acid-valne 
1^  therefore  only  useful  for  comparing  the  same  sort  of  fats,  in  which  we  may  presume  there  would 
^  present  the  mme.  acids  in  the  same  proportions. 

Finally,  a  method  for  determining  if  any  unsaturated  acids  are  present  in  a  fat  may  be 
Jj^^ntioned  here,  although  we  shall  be  obliged  to  treat  by  anticipation  of  an  element  which  will 
^^Ve  to  be  subsequently  mentioned  in  its  proper  place,  viz.  iodine, 

.         It   will    be    remembered   that    unsaturated    acids — those   with   double    bonds^ — can    add    two 
^ydrogens  to  e^ch  double  bond,  converting  them  thereby  into  saturated  acids  with  s? 
L^^We  p.  23).     But  hydrogens  are  not  the  only  additions  that  can  be  made  to  the  do 
*^«  elements  of  water  may  be  added,  as  we  have  seen,  one  of  the  valencies  taking  up  tl 
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oxtgen-co:mpoiint)s 


and  tlie  other  the  hydrogen,  or  two  hydroxyls  may  be  added  to  ench  double  bond.     The  elementa 
chlorine,  hronnne,  and  iodine  are  also  among  the  aihlitions  a  doiible  bond  will  accept.     Thus,  if  we 


add  iodine  in  excess  to  an  unsaturated  acid  a  certain  qimntity  will  be  absorbed  by  the  acid  and  ti 
rest  will  remain  free  and  unaltered.     The  qui      '        "    "  *      "  '       '  -    ■'-  -  -     - 

we  then  know  how  much  has  been  absorbed.     This  absorbed  quantity  reduced  to  per  cent,  of 


acid  or  fat  (iodine   being  abfiorbed  by  glycerides  as  well   as   by  free  acids)  is   termed  iodine- 
absorption. 


weitjl 


Taking,  for  instance,  the  molecular  weight,  282  (grammes,  decigrammes,  or  any  other  unit 
ght),  of  oleic  acid,  and  adding  632*5  (i.e.  5  x  126'5,  the  atomic  weight)  of  iodine,  we  can  ilk 


trale  that  as  one  molecule  of  oleic  acid  and  five  atoms  of  iodine  ;  iodine  we  propose  to  represeB 
by  this  symbol,  *^^- 


Fto.  893 


Fio.  894 


1        Jt 


h'U 


H§)^-0 


u 


I  !<:> 


I 


4 


One  molecule  of  oleic  acid  +  five  atoms  of  iodine 


Dt-iodo-oleio  acid  +  three  atoms  of  iodine 


We  then  learn  that  out  of  the  632*5  iodine  only  379*5  are  to  be  found  as  free  iodine  in 
reenlting  products;  consequently  253"0  have  disappeared,  i.e.  have  been  absorbed  by  the  oleic  acidJ 
These  2530  calculated  as  per  cent,  on  the  quantity  of  oleic  acid  make  (^^|gj^^)  ==  89*7.  Such  »l 
figure  is  termed  the  iodine  absorption  of  oleic  acid. 

This  method  appears  to  give  good  results  for  oleic  acid,  and  perhaps  for  some  more  of  the  acids 
with  one  double  bond;  but  for  oils  containing  several  double  bonds,  the  absorption  is  m  much 
dependent  on  the  time  of  action,  on  the  concentration  and  relative  proportions  of  the  solutions  - 
employed,  on  the  temperature,  and  on  the  solutions  being  freshly  prepared  or  not,  tliat  it  is  only  of  I 
value  as  a  comparative  agent  to  be  employed  under  exactly  the  same  circumstances  in  all  cases.  ] 
But  employed  with  these  precautions  as  a  comparative  method,  it  is  sometimes  possible  to  draw  ' 
valuable  conclusions  as  to  the  constitution  of  various  fats  if  utilised,  as  it  was  by  Heyerdahl  in  hia 
researches  on  cod-Hver  oiL 


c.    FOLYBASIC   ACIDS  ANT*   ALCOHOLS 


Neutral  and  acid  compounds  are  form et^  according  as  all^  or  only  some,  of  the  acid's  carboxyls 
are  joined  by  alcohols.  Malonic  acid  (fig.  713,  p.  184),  for  instance,  forms  two  ethers,  one  in 
which  both  carboxyls  are  united  to  an  alcohol,  the  neutral  compound,  and  another  in  which  only 
one  of  the  carboxyls  is  so  engaged,  the  acid  compound: 


Fio.  895 


^ 


-*o 


Ethyl  .malonic  acid,  CJi^Oj^  m.p.  lll°*o  ; 
acitl  compound  ©tber 


Q*^^ 


^ 


Fia.  896 


Malonic  ether,  ethyl'malonate«  CTHiaO^;  b.p. 
neutral  compound  ether 
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A  dibasic  acid,  also  called  ethyl-malonic  acid,  exists,  in  which  ethyl  forms  a  side-chain  in 
tnaloaic  acid— consequently  not  a  compound  ether,  but  an  isomer  to  pyrotartaric  acid  (figs.  719  and 
720,  p.  185). 

Malonic  ether  has  a  striking  resemblance  to  aceto-acetic  ether  (fig.  808,  p.  232).  They  both 
have  a  methylene  between  two  curbonyls,  and  they  have  therefore  the  same  chemicfd  properties,  as 
3xplained  on  p.  228. 


II.    Aliphatic  Acids  and  Phenols 


examples  of  this  class  are 


Fio.  897 


%    ■  W^> 


Phenyl-acetate,  CsHgOa ;  b.p.  193^ 


Prom  a  phenol-ether,  gicaiacol  (fig.  499,  p.  118),  and  a  dibasic  acid,  caroonio  acid^  a  neutral 
^xxxpoond  ether  is  formed : 

Fig.  898 


Qnaiacol-c&rbonate,  O15H14O5 ;  m.p.  85° ;  antiseptic  and  antipyretic ;  used  for  tubercalosiB,  especially  tor  phthisii, 
as  a  substitute  for  creasote  and  for  the  pure  guaiacol,  it  not  affecting  the  stomach 

B  2 
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Also  the  acid  compound  is  known  : 


Fig.  899 


Guaiacol-carbonic  aoid,  OsHsO^ ;  m.p.  150° ;  antiseptic  and  antipyretic 

Creosotal  is  anew  remedy  prepared  from  *  sodium-creosote  and  chloro-carbonic  acid'  (carbonic 
acid  in  which  one  of  the  two  hydroxyls  (p.  273)  has  been  displaced  by  chlorine).  In  the  case 
of  creasote  from  wood-tar  being  employed  creosotal  will  be  identical  with  guaiacol-carbonic  acid ; 
creasote  from  coal-tar  would  form  phenol-carbonic  acid  of  analogous  structure  {vide  creasote,  p.  119). 
It  is  not  stated  which  creasote  is  t.o  be  employed,  but  probably  that  from  wood-tar  is  meant. 

Similar  combinations  of  guaiacol  and  creosol  (from  wood-tar  creasote),  or  phenol  and  cresol  (fVom 
coal-tar  creasote)  with  oleic  acid,  have  been  prepared,  and  are  known  by  the  names  of  oleo-guaiacol 
and  oleo-creasote:   substitutes  for  salol  (comp.  p.  248). 


III.    Oyclo-acids  and  Alcohols 

When  methylrdlcohol  is  joined  to  the  carboxyl  of  salicylic  add  (fig.  823,  p.  215)  a  componiid 
ether  is  formed : 


Methyl-salicylate,  CaHsOg ;  b.p.  324° ;  chief  constituent  of  winter-green-  (gaolteria-)  oil  (90  per  cent) 

used  for  articular  rheumatism 
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If  methyl-cdcohol  joins  the  phenoUhydroxyl  an  ether  acid  (vide  p.  250)  is  formed : 
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Fio.  901 


Methyl-salicylic  acid,  G^HsOa ;  m.p.  98°*5 
and  if  metkyUalcohol  joins  both  the  ca/rboxyl-  and  the  phenoJr-hydroxyl  we  have  again  a  compound  ether : 

Fio.  902 


Di-methyl-salicylate,  O^HjoOa ;  b.p.  228^ 


IV.    Oyclo-acids  and  Phenols 

From  salicylic  add  and  phenol : 


Fio.  903 


Salol,  phenyl-Balioylate,  Ci^^H^oOa ;  m.p.  42° ;  used  for  acute  rheumatism,  and  externally  as  an  antiseptic  and  deodorant  like 
iodoform.  It  has  its  name,  not  from  salioyl  and  phenol,  which  seems  a  natural  conclusion,  but  from  a  Dr.  Sahli,  who 
was  the  first  to  recommend  and  report  upon  it  (Heger,  neue  Arsncim) 
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When  its  sodium  salt  is  heated  to  300°  the  phenyl  jumps  over  to  the  phenol-hydroxyl  (intra- 
molecular change,  vide  p.  40)  and  forms  an  ether-acid  (vide  p.  250). 


Fio.  904 


Phenyl-Balicylio  acid,  CiaHxoO,  {Ber,  xxi.  p.  501) 

Salacetol,  m.p.  71*",  is  a  compound  in  which  acetone,  instead  of  phenyl,  is  joined  to  salicylic  acid 
in  salol :  recommended  as  an  improvement  upon  salol. 

From  pcuroHyresotic  acid  (fig.  838,  p.  223)  and  phenol  we  obtain 

Fio.  905 


Methyl-salol,  phenyl-para-cresotate,  Ci4Hia0a ;  m.p.  92° ;  antirheumatio,  analogous  to  salol 
From  saUcyUc  acid  and  parorcresol  (fig.  430,  p.  95) : 


Fio.  906 


Cresalol,  para-oresol-salicjlate,  CmHisO,  ;  m.p.  89° ;  used  as  substitnte  for  salol 


COMPOUND   ETHERS 
From  anisic  add  (an  ether-acid,  fig.  918,  p.  251)  andpJienol: 
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Phenyl-anisate,  OjaHisOs;  m.p.  (?) ;  antirheumatic,  analogous  to  salol 


From  benzoic  add  and  gtuiiacol : 


Fio.  908 


Benzosol,  guaiaool-benzoate,  benzoyl-gualacol,  Ox^HxaOa ;  m.p.  50°;  used  in  phthisis 


From  salicylic  add  and  gvuiacol : 


Fio.  909 


Guaiacol-salicylate,  CX+H12O4 ;  analogous  to  the  other  guaiacol-compounds 
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From  dnnamic  add  (fig.  821,  p.  214)  and  guaiacoli 

Fio.  910 


LJ<^. 


Styraool,  oinnamyl-gaaiacol,  OieHx^Oa ;  m.p.  130^;  is  recommended  as  a  powerful  antiseptic,  internally  for  phthisis, 
blennorrhoea,  and  gonorrhoea,  and  as  an  intestinal  antiseptic ;  externally  it  acts  like  iodoform. 


The  object  of  all  these  synthetical  compounds  of  guaiacol  is  to  avoid  the  injurious  effects  of  the 
pure  drug  upon  the  mucous  membrane  of  the  stomach.  They  all  pass  unaltered,  or  almost  so, 
through  the  stomach,  because  of  the  acidity  of  its  contents;  but  when  they  reach  the  small 
intestines  and  are  mixed  with  the  alkaline  pancreatic  juice,  they  break  up  into  their  components 
(saponification).  Besides,  the  pure  guaiacol  has  a  loathsome  taste,  which  is  entirely  disguised  in 
these  compounds. 

We  know  also  compound  ethers  formed  from  naphthol. 

Thus  from  fi-naphOwl  and  salicylic  add  (fig.  452,  p.  103,  and  fig.  823,  p.  215) : 


Fia.  911 


Betol,  naphthol  salicylate,  naphthalol,  naphthol-salol,  sali-naphthol,  G17H13O3 ;  m.p.  95° ;  used  for  the  same  purposes 
as  salol,  but  preferred  by  many  in  gonorrhoeic  cystitis  and  articular  rheumatism ;  tasteless  and  odourless 


Alphol  is  the  a-combination. 


COMPOUND  ETHERS 
The  same  napkthol  forms  with  benzoio  acid  a  similar  compound : 

Fio.  912 
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Benzo-naphthol,  iS-naphthol-benzoate,  C^i^i^O^ ;  m.p.  (?) ;  intestinal  antiseptic ;  splits  up  in  the  body  into 
/3-naphthol,  which  passes  into  the  intestines,  and  benzoic  add,  which  is  carried  away  through  the  bladder 
partly  as  hippurio  acid 


> 

) 
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F.    ETHBR-AOrDS 

If  we  join  an  alcohol  to  the  alkyl-part  of  a  fundnmerUai  aliphatic  acid,  we  do  not  form  a 
compound  which  has  not  been  already  mentioned ;  we  simply  obtain  a  higher  homologne  of  the  acid. 
Take,  for  instance,  methyl^Ucohol  and  join  it  in  the  way  mentioned  to  acetic  dcid^  and  propionic 
acid  is  formed. 

Fig.  918  Fio.  914 


Ai  71 


Methyl.aIoohol  +  acetic  acid  >  Propionic  acid  (fig.  669,  p.  176) 

The  result  is  diiFerent  if  we  perform  the  operation  on  a  hydroxy-ncid,  having  an  alcoholic 
hydroxyl  which  can  form  an  ether  with  another  alcoholic  hydroxyl. 

The  process  is  in  every  respect  analogous  to  ether-formation,  p.  113,  and  the  resulting  compounds 
are  therefore  termed  ether-acids. 

The  aliphatic  compounds  are  not  very  important,  and  it  will  be  sufficient  to  illustrate  a  typical 
example : 

Fig.  915                                                                                       Fia.  916 
O     ^  -« ^     ^W    ,   O    ,0  O     ^   ■    O f   ■■■^*^  ■    •    "O 


t 


Methyl-alcohol  +  glycoUic  acid  •■  Methyl-glycollic  acid,  methoxy-acetio  or  oxy-methyl. 

(fig.  691,  p.  179)  acetic  acid  (comp.  p.  81),  O.H«0. ;  b.p.  206° 
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More   important  are  the  combinations  of  hydroxy-acids  with  phenols,  phenol-ethers,  &c.,  or 
hydroxy-cyclo-acids  with  alcohols. 
From  glycoUic  add  and  phenol : 


Fio.  917 


o 


Phenol-glyoollio  add,  phenyl-oxy-aoetio  acid,  GgHeOa ;  m.p.  96° ;  powerful  antiseptic 


We  have  had  another  combination  of  the  two  compoands,  an  aromatic  acid,  mandelic  acid 
(fig.  816,  p.  213,  where  phenol  was  substituting  a  hydrogen  of  glycoUic  acid),  possessing,  it  seems, 
no  therapeutic  properties. 

From  paror-hydraxy-benzoic  acid  (p.  216)  and  methyl  alcohol,  also  derivable  from  anisic  alde- 
hyde (fig.  560,  p.  136) : 


Anisic  acid,  para-methoxy-benzoic  acid,  OsHgOa ;  m.p.  184° ;  used  mostly  as  sodium  salt,  instead  of  sodium 

salicylate,  as  an  antiseptic 
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From  protocatechuic  dcid  (fig.  828,  p.  219)  and  methyl-alcohol^  or  from  oxidation  of  vaaUUin  (fig. 
562,  p.  136),  is  derived 


Fio.  919 


TanlUio  aoid,  G0HSO4 ;  meta-methyl-ether-protocateohmo  add ;  m.p.  207° 


From  caff&ic  acid  (p.  220)  and  methyUakoholy  or  from  coniferyl-^dcohol  (fig.  511,  p.  123),  by 
oxidation : 


Fio.  920 


0^1 


Feralio  aoid,  0xoHxoO4 ;  m.p.  168° ;  occurs  in  asafoetida 


From  glyeoUie  aeid  and  eugenol: 


ETHER-AOIDS 
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g-h) 


Eogenol-acetio  aoid,  O1SH14O4 


An  ether-acid  containing  an  aldehyde  may  also  be  placed  in  this  class,  viz.  opianic  acid:  its 
structure  will  be  seen  from  the  illustration : 

Fio.  922 


Opianic  acid,  C^JEi^Oi ;  m.p.  145° ;  as  an  anhydride  it  is  a  oonstitaent  of  hydrastine  and  narcotine 
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Another  ether-acid,  containing,  however,  an  alcohol  instead  of  the  aldehyde  in  opianio  acid  is 


Fia.  923 


Meooninio  aoid,  CxoHiaO« 


Only  alkyl-derivatives  are  known;  the  acid  itself,  as  soon  as  it  is  isolated,  forms  an  anhydride 
or  lactone,  meconiue. 


Fio.  924 


Meoonine,  O10H10O4 ;  m.p.  102® ;  one  of  the  oonstitaents  of  opium 
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We  have  seen  (fig.  859,  p.  229)  one  way  in  which  two  molecules  of  gallic  acid  can  join  each 
other.  Another  way  of  combination  is  to  join  the  carboxyl  of  one  molecule  to  an  alcoholic  hydroxyl 
of  another  molecule,  forming  an  ether  acid : 


Fio.  926 


o 


Two  molecules  of  gallic  acid  Tannin,  gallo-tannic  acid,  Ci^H^oO* 

Chief  constituent  of  nuigalls ;  present  also  in  tea 


We  have  already  had  occasion  to  mention  some  other  ether-acids,  viz.  methyl-salicylic  acid 
(fig.  901,  p.  245)  and  phenyl-salicylic  acid  (fig.  904,  p.  246).  Another,  lacto-lactic  acid  (fig.  933, 
p.  257),  has  a  formation  analogous  to  gallo-taunic  acid  above. 


OXTGEX-COMPOUNDS 


G.    ACTD-ANHYDRIDBS 

We  have  pivrio;i>Iy  wferr^i  ro  ;ce  scrt  of  anhydrides,  the  lactones  (p.  182),  formed  from  ow 
molecule  of  aoivK  ^vhoreas  the  hmI  :w:d-«nhvdrides  are  formed  from  two  molecnles,  in  both  cases  one 
molecule  of  water  Iviiu:  aSstraotevl  trvm  their  carboxyl-parts  (hence  the  name). 

ilost  of  the  acids  an?  oapaKo  o:  forming  anhydrides,  and  the  process  is  analogonB  to  the 
formation  of  ethers  (^p.  1 13V  As  with  them»  so  the  acids  can  form  simple  anhydrides  when  the  two 
molecules  are  of  the  sime  ^^rt,  or  mixed  anhydrides*  when  the  two  molecules  aro  of  different  adds. 
A  few  examples  will  sutlkv. 


SIMPLE  ANHYDBIDES 


Fio.  9^ 


Fza.9S8 


Q."^     •  -^^ 


■    mT   .   0    rn^m   <^ 


Formio  aoid     •¥     fortnio  acid 


Formio  anhydride,  GtHaO,,  is  not  prepaiei 


¥io.  989 


Fio.  930 


O^ 


-•- 


Acetic  acid 


6 


t 


acotio  acid 


4^=^^ 


Acetic  anhydride,  C«H«0,;  b.p.  133* 


MIXED  ANHYDRIDES 

Fio.  981 


4^ 


H 


Acetie-raleric-anhTdride,  CtH^sOs 
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Hydroxy-acids  with  a  hydroxyl  in  a-position  (as  to  /S-  and  7-positions  vide  p.  182)  behave 
differently,  and  sometimes  more  complicate  matters,  on  account  of  their  alcoholic  hydroxyl,  which 
tJiey  seem  to  let  go,  rather  than  part  with  their  carboxyl-hydroxyl.  Consequently  we  find 
that,  the  anhydrides  of  these  acids  are  not  formed  as  abore  by  two  carboxyl-ends  joining  (dropping  a 
molecule  of  water),  but  by  the  joining  of  the  carboxyl-end  of  one  of  the  molecules  to  the  alcoholic 
hydroxyl  in  the  other  (with  elimination  of  one  molecule  of  water),  in  which  case  the  product 
is  monobasic  ether-acid,  as  it  has  still  one  carboxyl  unaltered  (vide  fig.  933,  below).  Or,  real 
anhydrides  are  formed,  when  each  of  the  two  carboxyls  joins  an  alcoholic  hydroxyl  of  the  other 
molecule,  with  separation  of  two  molecules  of  water  (vide  fig.  935,  below).  There  is  still  a  third 
mode  of  combining  the  two  molecules  by  joining  the  two  alcoholic  hydroxyls,  when  a  dibasic  ether- 
acid  results  on  account  of  the  two  carboxyls  left  undisturbed. 

These  three  combinations  will  be  easily  understood  from  the  illustrations : 


1.  The  carboxyl  of  one  molecule  joining  the  alcoholic  carbon  of  another: 


Fig.  983 


o-Iiaotic  add 
(vids  fig.  692,  p.  179) 


•••  a-Laotio  aoid.  The  arrange- 
ment of  the  links  has  been 
altered,  according  to  what 
is  stated  on  p.  S,  in  order 
to  make  the  two  links  join 
more  comfortably 


L\ctolaotio  aoid,  CeH^oOs ;  decomposes  on  heat- 
ing; usually  called  lactic  anhydride,  though 
a  monobasic  acid 


2.   Carboxyl  and  alcoholic  carbon  of  one  molecule  joining  the  alcoholic  carbon  and  carboxyl  of 
another  : 


Fio.  984 


l^ 


Fio.  935 


^t 


Two  moleooles  of  a-laotic  acid 


Lactide,  CsH^O^ ;  m.p.  125^ 


Comp.  p.  183,  where  another  interpretation  is  represented. 


*ii^ 
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ci,    Hh>  Alcv>iK>Uc  carbott  of  oae  molecule  joining  the  alcoholic  hydroxyl  of  another  : 

^  ^  Ro.  987 

9  9 


*   1  6 


t 


.Sl^ 


{^i^"^p-"^*— ^^— 


1  I 

'Vwu  iuc^I^uIm  oi  a-lActio  acid  joining  with  their 
alooholic  hydroxyls 


Di-lactio  acid,  CsHioOs ;  di-hasic  add ; 
deeomposes  on  heating 


Auhvilriiloa  are  neutral  compounds,  therefore  the  first  and  the  last  of  the  above  oomponnds  lu*  J 
lu't  bt  lilt  ly  U^longing  to  this  class  of  bodies,  as  they  are,  one  a  mono-,  the  other  a  di-basic  ether-ad^-j* 

*  Lnotiilo*  was,  up  till  quite  recently,  the  only  Iodide  more  closely  examined.  Glycoli^^* 
(titio  |i.  182)  ia  probably  formed,  not  from  one  molecule  of  glycollic  acid,  but  from  several.  OHl^^^^ 
U\{\\\{\iMi  Imvo  boon  formed  from  aromatic  acids,  some  from  one  molecule,  others  from  sever  "^ 
MM»liHJiiloa,  of  the  acid  by  separation  of  a  corresponding  number  of  molecules  of  water.  A  lacti^:^ 
til'  riulitylio  uoid,  poly-salicylide,  has  been  prepared  (Ber.  xxv.  p.  3501),  its  structure  being  lopr  ^r- 
ttohUnl  thus: 

Fig.  93S 


Salicylide,  C2eHieOe ;  m.p.  261° 

Himilar  compounds  from  the  homosalicylic  (cresotic)  acids  (p.  223)  have  been  prepared.  They 
Hi'tt  Hfiid  to  be  of  considerable  importance,  as  they  combine  witii  chloroform,  producing  well-formed 
rryHtalH,  in  which  chloroform  plays  the  same  part  as  water  does  in  other  crystallised  com- 
prmiida,  one  molecule  of  salicylide  combining  with  two  molecules  of  chloroform.  This  salicylide- 
rliloroform  contains  the  chloroform,  of  course  free  from  all  impurities,  and  may  be  kept  any  length 
of  limn  in  closed  vessels  perfectly  unaltered.  In  the  air,  and  by  heating,  the  chloroform  is  given  offi 
liiid  run  thus  be  obtained  pure,  and  the  remaining  salicylide  may  be  used  over  and  over  again  for 
Mi«i  H/uiiH  purpose.    The  o-homo-salicylide-chloroform  keeps  better  than  any  of  the  others  (Ber.  xxv. 
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OXTGBN-STJBSTITUTIONS  IN  CLOSED  CHAINS 

We  have  already  been  acquainted  with  some  cyclo-csompounds  in  which  one  or  more  carbon-atoms 
forming  links  in  the  ring  itself  may  be  considered  substituted  by  an  oxygen-atom.  Thus  we  have  had 
di-ethylene  oxide  (fig.  489,  p.  115),  paraformic  aldehyde  (fig.  537,  p.  131),  and  paraldehyde  (fig. 
540,  p.  131)  as  instances  of  hexagonal  rings ;  aescaletin  (fig.  836,  p.  222)  as  an  interlocked 
hexagon;  succinic  anhydride  (fig.  716,  p.  185)  and  lactones  (fig.  701,  p.  182)  as  pentagons; 
aafrol  (fig.  505,  p.  120),  apiol  (fig.  506,  p.  121),  piperonal  (fig.  564,  p.  137),  as  interlocked 
pentagons. 

There  are  still  some  more,  the  derivation  of  which  is  interesting. 

One  of  thejse  is  furane  or  furfurane,  derived  from  mucic  acid  (fig.  733,  p.  188),  whose 
structure  is  this  (placing,  however,  all  the  alcoholic  hydroxyls  in  one  line  in  order  to  make  the 
process  plainer) : 


O*  9       ■^^   <► 


Fm.  989 
i) 


t 


l^ 


We  then  proceed  to  remove  the  two  carboxyls  and  as  many  hydroxyls  as  will  form  water : 


Fia.  940 


r 


S2 
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The  part  of  the  chain  left  unbroken  now  bends  to  unite  the  free  valencies  at  each  end,  the 
detached  atoms  forming  carbon-dioxide  and  water  : 


Fio.  941 


660 


Furfurane,  C4H4O ;  b.p.  82® 


$ 


Cross-bindings  between  the  carbon-atoms  instead  of  double  bonds,  analogous  to  diagonal  hon^ 
in  benzene  (fig.  284,  p.  54),  have  also  been  suggested. 

This  pentagonal  ring  forms,  exactly  like  benzene,  combinations  with  alcohols,  aldehydes,  acidSf 
&c. 

Pio.  942  Fio.  943  Fio.  944 


-t^^   X^i^ 


Furfurol,  f  arfurane-aldehyde, 
CsH^Os;  b.p.l61°-6 


Fnrfnr-aloohol,  GBHeOa;  Tarnish-like 
when  dried 


Pyro-mucic  acid,  C5H4O. : 
m.p.  134°-5 


A  hexagonal  ring  also  having  a  carbon-atom  substituted  by  oxygen,  is  7-pyrone,  which  may 
be  looked  upon  as  formed  in  a  similar  way  from  a  hydroxylated  acetone-di-acetic  acid. 


7-Pyrone,  CgH^Oa ;  m.p.  82® 


Besides  7-pyrone,  an  a-pyrone  with  carbonyl  in  a-position  is  also  known,  m.p.  207®.     Betwnl 
compounds  are  derivable  from  these  rings ;  thus  the  7-pyrone  combines  with  carboxyls  and  m 
with  hydroxyls,  forming  acids  : 
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Chelidonic  acid,  G^H^Oe  ;  m.p.  262° ;  occurs  in 
Chelidcmium  mqjus 


Meconic  aoid,  C7H4OT  ;  crystals ;  decomposes  on  heating ; 
the  exact  positions  of  the  carboxyls  and  hydroxyl  are 
not  known ;  occurs  in  opium 


"uture  Nomenclature  of  the  Mutual  Oombinatioiis  of  Oxygen-compounds 

There  are  bat  two  of  these  classes  specially  mentioned  in  the  Congress  rules,  viz.  compoand 
i  and  acid-anhydrides,  both  retaining  the  present  mode  of  forming  their  names,  of  course  with 
Iterations  necessitated  by  the  preceding  rules.     The  nomenclature  of  the  other  classes  may  be 
ited  by  the  rules  already  stated. 
Examples  are — 


Aldehyde  and  Ketone  Acids 


Old  Nomeiiclature 


Formyl-acetic  acid 
Pyro-racemic  acid 

Aceto-acetic  acid 

Levulinic  acid 


ketone  form 


New  Nomenclaturs 

(fig.  849,  p.  227)  =  Propanaloic  acid 
(fig.  851,  p.  227)  =  Propanonoi'c  acid 
(fig.  853,  p.  227)  =  Butan-2  onoic  acid 


alcoholic  form  (fig.  857,  p.  228)  =  2  Buten-2  oloic  acid 
(fig.  855,  p.  228)  =  Pentan-2  onoic  acid 


Methyl-formate 
Methyl-acetate 
Aceto-acetylic  ethyl  ether 
Triacetin 

Ethyl-malonic  acid 
Malonic  ether 


Compound  Ethers 

(fig.  861,  p.  231)  =  Methyl-methanoate 
(fig.  863,  p.  231)  =  Methyl-ethanoate 
(fig.  868,  p.  232)  =  Ethyl.batan-2  onoate 
(fig.  875,  p.  234)  =  Propyl-triethanoate 
(fig.  895,  p.  242)  =  Ethyl-propanedioic  acid^ 
(fig.  896,  p.  242)  =  Ethyl-propanedioate 


Both  the  German  and  French  commentators  use  methyl,  ethyl,  &c.,  in  their  examples,  though 
cannot  be  considered  side-chains  in  the  compounds,  and  though  they  are  termed  methane, 
e,  &c.,  in  the  analogous  ethers  (methane-oxy-methane).  If  the  latter  designation  were  employed 
aid  serve  as  a  more  ready  means  of  distinguishing  compound  ethers  from  the  iflomeric  dibasic 


Methyl- glycollic  acid 


Ether  acids 

(fig.  916,  p.  250)  =  Methane-oxy-ethanoic  acid  (?) 


he  dibasic  cthjl-malonic  acid  {vide  p.  243)  would  in  nomenclature  be  distinguishable  from  the  compound  ether  by 
meral  only  :  2  ethyl-propanedioic  acid. 
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Acid-anhydrides 

Formic  anhydride  (fig.  928,  p.  256)  =  Methanoic  anhydride 

Acetic  anhydride  (fig.  930,  p.  256)  =  Ethanolc  anhydride 

Acetic-valeric  anhydride  (fig.  931,  p.  256)  =  Pentanoic  ethanoic  anhydride 

There  is  no  mle  to  gnide  us  in  forming  the  name  of  lactide  and  similar  compounds  indie 
the  formation  of  a  hexagon  by  the  elimination  of  two  molecules  of  water  from  two  molecul 
acid. 

Nothing  shows  better  than  paragraph  30  of  the  Congress  Resolutions  that  the  French  Comr 
have  l>een  thinking  of  their  own  conventions  only ;  the  paragraph  runs  thus : — 

*  On  conserDS  les  conventions  actuelles  pour  hs  sels  et  les  Uhers  composes.' 

Now  it  happens,  as  we  know,  that  German  chemists  distinguish  the  latter  bodies  as  esten 
they,  of  course,  construe  the  resolution  as  referring  to  their  mode  of  designation.  Therefore  w( 
ethyl-succinate  termed  Butandisdure  cethylester  in  the  Grerman  eaoposS  of  the  Congress  rules 
xxvi.  p.  1614)  and  Imtanedioate  d'Sthyle  in  the  French  (Agenda  du  Chimiste^  1893,  p.  484).  A 
plete  conformity  of  nomenclature  in  the  difierent  languages  is  in  this  way  impossible. 
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'iLlorine-,  Bromine-,  and  Iodine-compounds 

Index^  ^^^     Chemical  Symbols,  CI,  Br,  I. 

A«Ve  have  now  to  call  upon  other  elements  in  order  to  form  new  compounds.  Amongst  them 
i  three  allied  elements,  chlorine,  bromine,  and  iodine,  collectively  termed  halogens,  are 
>i:ninent  (fiuorine  compounds  being  of  minor  interest).  They  are  elements  like  hydrogen,  which 
^y  can  replace  in  nearly  every  instance  where  it  occurs  in  a  compound,  and,  also  like  hydrogen, 
i    themselves  to  compounds  in  which  there  are  double  or  triple  bindings. 

-As  index  of  a  halogen  in  our  pictorial  representations  is  used  the  figure  -^^ ;  the  text  will 
licate  which  of  the  three  halogens  is  thus  represented. 

Trom  the  enormous  number  of  halog^li-substituted  compounds  only  those  will  be  discussed 
^ioh  have  been  introduced  into  materia  medica,  or  may  have  a  bearing  upon  them. 


HALOGEN-DERIVATIVES  FROM  HYDROOARBOK 

Methane-derivatives 

One  after  the  other,  the  hydrogen-atoms  in  methane  may  be  replaced  by  a  halogen : 

Fio.  948  Fio.  949  Tha.  950  Fia.  961 


°T°         "X         ^ 


Mono-ohloro-methane,  methyl-       Methylene  chloride,  Chloroform,  GHCI3 ;  Tetra-chloro-methane,  CCL  ; 

hloride,  CH3CI ;  a  gas ;  b.p.  -  23®    CHaCla ;  b.p.  41°-6  b.p.  61<»-2  b.p.  76°-6 

Methyl-chloride  is  used  as  an  artificial  cold-producer ;  also  as  a  local  anaesthetic  spray  for 
>schias  and  neuralgia.  A  saturated  solution  of  methyl-chloride  in  chloroform  is  known  by  the  name 
Df  compound  liquid. 

Methyl-bromide,  hrommethyl^  CHjBr,  is  a  gas,  b.p.  4P-5, 

Methyl-iodide,  CH3I,  a  liquid,  b.p.  42°"5,  is  prepared  on  a  large  scale  in  the  manufacture  of 
lyes. 

Methylene-chlorideis  used  as  an  anaesthetic  instead  of  chloroform. 

Methylene-broniide,  CHjBrg,  b.p.  82°. 

Methylene-iodide,  CHJ.^,  m.p.  4°,  b.p.  180°,  is  a  poison  when  subcutaneously  injected,  or 
;ven  inhaled. 


i/>t 


HA:/i<isx-':oMP'>uxijs 


Ethane-derivatives 

'Hi^?  fffrtft^um  </f  AUfffTf^it  c^nnif^/nuds  from  ethane  depends,  not  only  on  tlie  nnmber  of  lakgen 
hUfitin^  ht$i  dv;  //ri  ih^?  way  in  which  they  are  distribated  between  the  two  carbon-atoms ;  tkerefcre 
ih*^r«'.  hfti  iwf  mritm  *X  haU/^eri-derivatives  of  the  di-,  tri-,  and  tetia-5ab5tinitioii^[KrodiictB,  while 
tt$owf,  jMrrifii^,  Hii'l  k'^xii^hiil^^enwlerivatives  are  common  to  both. 

i/OinttHft$  to  both  MerieH: 

Fio.  9-52 


f4 


Ethyl-chloride,  CtHsCl ;  b.p.  12*»-5 


KlJivlidnnn-Mf^rii^Ny  asymmeirical,  in 
wliirli  (Tin  hftlo^mm  nrn  plnc^yl  fiH  ne^i^  one 
HMoIImt  fiM  |MmKibl«.  No  cliMtinciion  between 
tlin  vnrlotiN  |M>Miiionfi  on  fhe  hauh)  cnrbon-atora. 


Ethylene-series,  ^ymmefruMl,  in  which 
the  halogens  are  placed  as^  from  one  another 
as  posf-ible,  withoat  distinguishing  the  different 
positions  on  the  same  carbon-atom. 


Fto.  ori8 


H 


Fio.  954 


lahyliilriir  ohlorMn,  ()uH«Cl, ;  b.p.  58* 

Kid.  nn 


Fra.  067 


Efchyleneohloride, CaH^Cl, ;  b.p. 85** 
Fia.  956 

O        ^> 

Mono-ohlor-ethylene^shloiide,  OsHsCls ;  b.p.  US** 
Fio.  958 


H 


IM  ohW  <'lUytiawM^<»hK^ria<'.  C^U.Cl. ;  bp.  IW* 


Dichlor-cthylene-chloride,  0^014 ;  b.p.  147* 


Common  to  botii  series: 
Fio.  959 


DERIVATIVES   FROM  HYDROCARBONS 


Fro.  900 


Penta-chlor- ethane,  C^HClj  j  b.p.  159'' 


.^>« 


Per^chlOT- ethane,  CuClo  ;  m.p.  and  h^p.  185' 


I 


Ethyl -chloride,  cklor-ethyl,  rhelen  or  kelen,  CaH^^Cl  (fig.  952),  has  lately  been  recommended  aa 
an  anaesthetic  instead  of  methyl-chloride  (PA.  Zig.  1891,  p.  569).  Chloryl  is  a  mixture  of  methyl- 
and  ethyi-chloride. 

Ethyl-bromide,  hrometkylj  hydrohmmic  eOter^  ether  hromahts  (fig.  95 2) »  CgH^Br,  b.p.  38^» 
Anaesthetic  for  minor  (dental  &c.)  operations  ;  must  not  be  confounded  with  brom-methyl  (fv^.  948), 
Btdll  less  with  the  |>oipoiious  ethylene  bromide  (fig.  954), 

Ethyl  iodide,  CljH^J,  Kp.  72^*5  (fig.  952).     Used  for  inhalation  in  cases  of  asthma;  poisonou.^, 

Ethylidene  chloride,  eihidene  chloride^  CaH^Cl^  (lig.  953).  Aneesthetic,  especially  in  dental 
operations ;  asserted  to  be  less  dfingeroos  than  chloroform, 

Mono-chlor-ethylidene-chioride,  methyl-ddoroform^  trichhr-etkaney  C^H^Cl^  (fig.  955), 
Anaesthetic  ;  is  also  said  to  be  less  dangerous  than  chloroform,  and  preferred  on  that  account  in  caseg 
where  a  rapid  narcosis  is  not  indispensable. 

Ethylene-chloride,  etlufkne  bi-chloride,  Ihdeh  liquid,  C^HjClj  (fig.  954),  Has  been 
recommended  as  an  anaesthetic  in  preference  to  chloroform. 

Ethylene-bromide,  C^H^Br.^,  b.p.  13P  (fig.  954),  is  poisonous  in  doses  in  which  ethyl- 
bromide  is  osually  prescribed.  It  having  recently  been  recommended  hs  a  substitute  for  potassium 
bromide  in  epilepsy,  the  greatest  care  should  lie  taken  to  prevent  mistakes. 

There  are  one  or  two  more  compounds  named  ethylene-hromides  (vids  fig.  966,  p.  268),  bnfc 
fortunately  they  have  not  yet  found  their  way  into  materia  medica. 

Ethylene-iodide,  C^HJjj  m.p*  73*^  (fig.  954),  is  also  poisonous, 

Aran's  ether  anaesthetic,  is  a  mixture  of  tri-,  tetra-  and  penta-chlor-ethane. 

Instead  of  chlorine,  itself,  a  chloride  of  a  dyad  metal  may  replace  a  hydrogen-atom  of  the  hydrrv- 

carbons.  Such  a  dyad  metal  is  mercury  (chemical  symbol  Hg,  illustrating  index  "^— »  see  p.  175), 
which  combines  with  two  atoms  of  chlorine,  forming  mercnric  chloride,  commonly  called  corrosivB 
wuhlimate : 

Fio.  961 


Mercurio  chloride,  HgCl^ 

One  of  its  chlorine  atoms  joins  a  hydrogen-atom  of  ethane,  and  the  rest  of  the  mercuric  chloride 
fills  tlxe  vacant  place : 

Fm.  962 


+     0*0* 


lieretiTj-eihyl- chloride p  CgHsHgCL  -  Bublimet  at  40^  wiihont  melting ;  antieyphiliiio 
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Propane-derivatives 

Upwards  of  seventy  different  combinations  of  halogens  and  propane  are  known.     We  shall  only 
mention  one  or  two  of  them,  analogous  to  glycerin  (fig.  375,  p.  78)  in  their  structure : 

Fio.  963 


Tri-chloro-propane,  tri-ohlorhydrin,  glyceryl-tri-chloride,  CsHsGla  ;  b.p.  158** 

Tri-bromo-propane,  trinhromhydrin^  gJycerylniri-^omide^aUyUtrirbrom  CgHjEr,,  b.p.  219^ 
Antispasmodic  ;  a  remedy  for  whooping-cough. 

When  tri-chloro-propane  is  heated  with  water  to  160°  the  three  atoms  of  chlorine  are  exchanged 
for  hydroxyls,  glycerin  and  hydrochloric  acid  being  formed : 


Fio.  964 

ft'f 

i  i  i 


Fio.  965 


f  ?  f 


One  molecule  of  tri-chloro-propane  and 
three  molecules  of  water 


O 


One  molecule  of  glycerin  (CsHgOs)  and  three  molecoles 
of  hydrochloric  acid  (HCl) 


Ethylene-derivatives 


Inhere  may  be  two  series  of  these  halogen  compounds,  analogous  to  the  ethane-derivatives. 
Common  to  both  series: 

Pio.  966 


LL 


Chlor-ethylene,  ri/iy^c/tfonda,  CjHgCl;  a  gas;  b.p.  —18^. 
Brom-ethylene,  vinyl-hromide,  CgHjBr;  b.p.  16°. 
lod-ethylene,  vinyl  iodide,  CjHjBr;  b.p.  56°. 
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Asymmetrical  Series 
Fio.  967 


Symmetrical  Series 
Fig.  968 


li 


Asymmetrical  di-chlor-ethylene,  CaHjCla ; 
b.p.  37° 

Gnd  so  forth. 


Symmetrical  di-ohlor-ethylene,  acetylene  di-chloride, 


Alcohol-  and  Phenol-derivatives 

Halogens  will  replace  the  hydrogen-atom  in  an  alcohol's  radical,  but  not  the  hydrogen  of  the 
liydroxyl.  The  hydroxyl  itself  may,  however,  be  replaced,  whereby  halogen- derivatives  of  the 
liydrocarbons  are  arrived  at. 

The  same  rule  seems  to  be  general  as  regards  the  phenols.  In  them  the  hydrogen-atoms 
"belonging  to  the  ring  may  easily  be  substituted  by  halogens.     Thus  we  have 


8-Trichloro-phenol,  CeHgCIsO ;  m.p.  67° ;  a  powerful  antiseptic,  said  to  be  twenty-five  times  as  powerful  as 

carbolic  acid ;  its  calciom  salt  is  also  used 

Tribromo-phenol,  bromol,  CgH3Br30,  m.p.  92°-95°,  is  also  a  strong  antiseptic.  It  has  been 
administered  both  externally  in  tuberculous  processes,  gangrene,  diphtheria,  &c.,  and  internally  as 
a  disinfectant  of  the  bowels,  as  it  remains  undissolved  by  the  gastric  juice,  and  has,  particularly  as 
bismuth-phenolate,  given  the  best  results  of  all  antiparasitic  remedies  in  cholera  cases  (Hueppe, 
*Die  Choleraepidemie  in  Hamburg,  1892,'  Berlin,  klin.  Wochenschrifl^  February  1893,  p.  162; 
fh,  C.  xxxiv.  pp.  110,  237) ;  less  severe  cases  were  all  easily  cured.  In  severe  cases  the  mortality 
was  45  per  cent. 

Fia.  970  . 


liosophan,  tri-iodo-cresol  (vide  fig.  429,  p.  95),  CfHsIsO ;  m.p.  121° ;  used  in  oases  of  Herpes  tonaurofUt 
Pityriasis  versicolor,  &o.  {Thirap.  MoruUsh.  1892,  p.  544) 
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It  forms  with  water  a  hydrated  componnd  having  two  hydroxyls  attached  to  the  same  carbon- 
atom,  one  of  the  rare  cases  of  this  occurrence : 


Fio.  976 


Chloral  and  water 


Fig.  977 


I 


Chloralhydrate,  C,H3Cl,0a  ;  m.p.  57* 


Bromalhydrate  is  an  analogous  compound  with  bromine  instead  of  chlorine,  G^'R^Brfi^ 
b.p.  53°-5.  Its  therapeutic  action  is  similar  to  that  of  chloral ;  its  hypnotic  effect,  however,  is  not  so 
marked.     Used  mostly  as  a  sedative  and  antispasmodic  in  epilepsy,  chorea,  &c. 

Analogous  to  this  are  the  chlorine-derivatives  from  butyr-aldehyde  (fig.  543,  p.  132),  or  croton- 
aldehyde  (fig.  549,  p.  133) : 


Fig.  978 


Pig.  979 


Trichloro-butyr-aldehjde,  butylchloral, 
CAClsO;  b.p.  164° 


Batyl-chloralhydraie,  croton-ohloraUixdrmte, 
C4HtC1s02  ;  m.p.  78*' 


Hypnotic,  anesthetio,  and  sedatiye  in  trigemini  neuralgia ;  externally  for  toothache  with  eqoal  parts  of  earbolio  acid 


Chloral  may  be  joined  to  glucose  to  form  a  glucoside-like  compound : 

Fig.  980 


o  ■  i     4  '  o  "^-o 


Chloralose,  C.HuClaOe  ;  m.p.  186**  (Ber,  xxii.  p.  1050;  Compt.  Rend.  cxvi.  1893,  p.  63) ;  a  more  powerful  hypnotic 
than  chloral,  but  increases  the  irritability  of  the  spinal  cord.  Another  structure  with  ring  formation,  in  which 
tri-chloro-methyl  and  part  of  glucose  form  side-chains,  has  been  suggested.  An  isomer,  para-chloralose, 
m.p.  227^  has  also  been  prepared  {CompL  Rend,  cxvii.  p.  734) 
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Acid-derivatives 

Hydrogen-atoms  in  the  alkyl-body  (including  closed  chains)  of  the  acids  may,  one  after  the 
other,  be  replaced  by  halogens ;  carboxyl's  hydrogen  cannot  be  so  replaced,  whereas  carboxyVs 
hydroxy!  can. 

From  ea/rbonic  add  (fig.  690,  p.  179)  is  thus  formed 

Fig.  981 


Phosgene,  oarbon-oxy-ehloride,  oaibonyl-chloride,  001^0 ;  a  gas ;  b.p.  8^ 

It  is  formed  in  chloroform  by  exposure  to  light  for  several  months,  and  is  suggested  as  the 
Pix>bable  cause  of  death  during  chloroform  anaesthesia  (Ch,  &  D,  1892,  p.  221).  This  hypothesis  is, 
^o^^rever,  not  well  supported,  physiological  researches  having  given  contradictory  results,  disclosing 
^l3o  a  certain  connection  between  fat^  cases  and  the  amount  of  alkaloidal  substances  present  in  the 
^Tine  (Dr.  Lauder  Brunton's  inaugural  address  at  the  meeting  of  the  Pharmaceutical  Society  of 
Oreat  Britain,  October,  1893). 

Chloro-carbonic  acid  (Moroformic  acid)^  Cl-CO.OH,  is  carbonic  acid  in  which  one  hydroxy! 
only  is  substituted  by  chlorine.  It  cannot  be  isolated,  as  it  breaks  up  into  hydrochloric  acid  and 
carton  dioxide ;  nor  have  any  salts  been  prepared,  but  several  compound-ethers  are  known. 

From  acetic  acid : 


Fia.  982 


A^onochlor-aceiio  aoid, 
C^jClOa ;  m.p.  63® 


Fio.  983 


Diohlor-acetio  acid, 
CaHaClaOa ;  b.p.  191° 


Fio.  984 


Fio.  986 


4^-*^ 


Triohlor-acetic  acid, 
CaHClaOa ;  m.p.  62°-6 


Trichlor-acetyl-chloride 
CaCl^O ;  b.p.  118° 


All  these  compounds  are  caustics,  some  of  them  used  for  the  removal  of  corns  and  warts. 
From  a/ramoMc  adds  we  shall  mention 


Fio.  986 


Di-iodo-salioylio  acifl,  CTH^IaOs;  m.p.  220°  (decomp.) ;  analgesic,  antithermic,  antiseptic,  heart-paralysing 
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Future  Nomenclature  of  Halogen-compounds 

The  rules  for  numbering  carbon-atoms  in  hydrocarbons  are  also  applied  to  their  sabstitution- 
products.  In  chains  with  no  side-chains  and  no  triple  or  double  bindings  the  nambering 
commences  at  the  end  most  proximate  to  a  substituent,  and  when  two  substituents  are  placed  eqni- 
distantly  from  each  end,  the  one  is  chosen  where  the  substituent  is  of  a  higher  order ;  or,  in  the  case 
of  substituents  of  equally  high  order,  the  one  which  has  the  lowest  atomic  or  molecular  weight. 

Accordingly,  chloral  (fig.  975,  p.  271)  becomes  frir-chlor-etkanaly  cbloral-hydrate  (fig.  977,  p.  272) 
2  Iri-chlor-ethaneA  diol,  butyl-chloral-hydrate  (fig.  979,  p.  272)  2:2:3  tri-chlor'hutane-l  dioL, 
mpno-chlor-acetic  acid  (fig.  982,  p.  273)  chlor-ethane  (or  ethanoic)  acid,  &c. 


Part   IX. 

Sulphur  CompoTinds 


*s 


Sulphur-compounds 


IndeXt  A    Chemical  sywhol^  S. 

next  element  which  serves  to  form  new  compoundB  is  sulphur.  We  meet  here  with  an 
it  that  behaves  towards  other  elements,  as  regards  it^  power  to  combine  with  them,  in  a  way 
it  from  what  we  have,  as  yet,  seen  of  carbon,  hydrogen,  oxygen,  and  halogens* 
''e  have  been  led  to  believe  that  each  of  these  elements  has  a  certain  number  of  valencies j  no 
.,  no  less;  and  that  these  valencies  are  always  in  activityj  must  combine  with  some  other 
icies,  and  that  a  compound  is  not  at  rest,  i.e.  in  a  stable  form,  until  the  cravings  of  all 
icies  have  in  one  form  or  another  been  satisfied.  This  is,  however,  truth  with  mollifications, 
t  is  true  as  regards  hydrogen  in  all  its  combinations.     Hydrogen  is  a  monad,  and  remains  a 

Pnnder  all  circumstances  that  we  know  of, 
is  true  as  regaixls  carbon  in  all  its  relations  to  hydi-ogen,  provided  we  admifc  the  theory  of 
le  and  triple  bonds  as  truths. 

I  is  true  as  reganla  oxygen  in  all  its  known  combinations,  and  it  is  true  as  regards  halogens  in 
pmbinations  which  we  have  as  yet  discussed. 

bfore  we  go  on  with  this  subject  it  is  desirable  to  explain  what  is  understood  by  elsdro-posiiive 
dedrtHnegaiive  bodies,  not  so  much  because  I  consider  expressions  which  have  been  used  for 
wt  fifty  years,  unfamiliar,  but  that  I  seize  the  opportunity  of  presenting  (in  a  popular  and  much 
psed  form)  the  latest  views  on  molecules'  and  atoms'  behaviour  towards  heat,  electricity,  and 
btioo. 

Jl  bodies  can  exist  in  three  states  of  aggregation — in  the  solid,  licjuid,  or  gaseous  state — provided 
do  not  decompose  by  heat.  The  molecules  of  a  solid  are  all  under  the  influence  of  each  other ; 
cannot  move  about  as  they  like,  each  particular  molecule  being  within  the  Bphere  of  action  of 
I  neighbours.  In  the  liquid  state,  however,  they  can  move  about  more  freely,  although  they 
P  leave  each  other  entirely,  but  wander  about  from  one  to  another.  In  the  gaseous  st^te  each 
cule  is  beyond  the  attractive  force  of  any  other,  and  starts  away  along  its  own  path,  wkinh  is  a 
ght  one,  until  altered  by  its  col bding  with  another  molecule,  or  rebounding  from  some  impassable 
|dary.     In  all  the.se  aggregates,  even  in  th^  solid  one,  the  molecules  are  moving  about,  and  will 

fching  the  surface  of  the  body  exert,  a  certain  degree  of  pressure  on  the  enclosing  boundaries. 
case  of  solid  bodies  the  particles  are  held  together  with  so  much  force  that  scarcely  any  of 

can  escape,  even  if  the  enclosing  medium — air,  for  instance — would  allow  their  passage.     It 
a  ball  fastened  t^  a  string  being  whirled  round,  and  coming  too  near  a  window  will  manifest 

irer  of  pressure  by  smashing  the  glass,  but  without  being  able  to  gain  its  liberty  through  the 

ire  it  has  made,  except  when  the  string  may,  now  and  then,  be  cut  by  the  broken  glass.     In 
this  bond  is  so  much  loosened  that  many  of  the  particles  coming  to  the  suiface  can  free 

dves  from  the  restraint  of  the  others,  and  move  away  into  space,  i.e.  they  assume  the  conditions 

gaseous  state  (evaporation), 
know  that  all  bodies,  with  the  exceptions  mentioned,  can  exist  in  these  three  states  of 

[ation,  and  we  know  from  daily  experience  that  the  convei'sion  from  one  into  another  of  tliese 

is  effected  by  adding  or  afjstracting   heat*      But  heat  is  motion ;  so  it  appeal's  intelligible 
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enough  that  when  we  add  motion  to  motion  it  will  increase,  and  consequently  lessen  more  and  njore 
the  attracting  bond  betweein  nuilcciile  and  xnolecule. 

But  it  is  not  the  moleculrt^  only  tliat  are  tuoving  ;  the  several  atoms  of  which  a  molecule  con- 
sists have  a  motion  of  their  own,  which  h  similarly  afiW-ted  by  the  motion  we  call  heat.  As  sooa 
as  heat  has  made  the  molecules  independent  one  of  another,  in  other  words  converted  the  Ixxijinto 
the  gaseous  stat-e,  the  effect  of  heat  begins  to  tell  upon  the  atomic  motion  by  increasing  its  speed, 
and  thereby  hwsening,  and  at  last  breaking,  the  bond  that  holds  them  together,  splitting  the  mole- 
culos  gradually  up  into  smaller  and  smaller  fragments  or  groups  accm-ding  to  the  more  or  less  complei 
natnrt*  of  the  compound,  and  tinally  into  single  atoms:  this  process  is  termed  dissociation. 

The  molecules  in  a  gas  have  not  all  the  same  motion  or  heat,  in  consequence  of  their  irregular 
collisions.  When  we  measure  the  motion  or  heat  by  a  thermometer  it  only  gives  us  the  avemge 
heat  of  those  molecules  with  which  it  is  in  contact ;  some  may  have  a  higher,  others  a  lower  re la- 
perature.  Those  which  have  tlie  liigbest  temperature  commence  first  to  break  up,  and  gradnally,  us 
more  and  more  heat  is  addetL  the  others  fnllow  their  example. 

Water,  for  instance,  having  been  transformed  by  heat  into  gas,  undergoes  first  chemical  ex- 
change, forming  molecules  of  oxygen  and  hydrogen. 


Pw.  987 
o- — ®—^o 

2(H,0) 


FiQ,  988 


1+  0  -^-s 


and  on  further  heating  the^e  molecules  separate,  forming  a  mixture  of  free  atoms  i 

Fio.  989 


9  +  9  +  — ®- 


Q  "■  +  9  +  9 


At  3000**  the  separation  of  all  water-molecules  is  accomplished  ;  therefore  we  know  that  to 
steam  can  exist  above  tliat  temperature. 

In  hydrocarbons  much  less  heat  is  required  to  enable  the  hydragen  atoms  to  separata  from  th6 
carbon  than  to  make  the  carbon  atoms  themselves  saparatr©  from  one  another.  That  is  the  reason  ^^ 
double  bonds  being  formed  so  frequently  at  high  temperatures. 

The  temperature  at  which  dissociation  may  be  regarded  as  accomplished  varies  very  much  i^i^^ 
the  different  compounds,  some  being  dissDciat<.*d  at  ordinary  temperature  (carbon  monoxide  ftti" 
nitric  oxirle  '),  othery  at  temperatures  which  we  cannot  produce,  but  are  supposed  to  exist  on  tlio 
sun,  where  all  elements  may  be  considered  present  as  free  atoms  until  tliey,  hurled  away  into  spa^t 
cool  sufllciently  to  form  molecules,  and  fall  down  nj>on  the  sun,  to  be  again  dissociated,  tire  proc^^ 
continually  repeating  itself  and  giving  rise  to  those  movements  on  the  sun^s  surface  which  we  cofli'* 
pare  to  violent  storms  and  cyclones,  and  to  those  phenomena  which  we  describe  as  sun-spots,  facttl^ 
prominences,  &c. 

The  same  sort  of  dissociation  also  takes  place  in  solutions  when  solid  bodies  are  dissolved  i^ 
liquids,  or  even  in  other  solid  bodies,  as  they  are  in  steel,  glass,  alloys,  &c.     The  bonds  between  th^ 
molecules  and  atoms  are  so  much  loosened  by  coming  into  contact  with  the  dissolving  body  th^ 
one  by  one   they  tear  themselves  away  frora  the  rest  and  commence  their  wandering  through  tb^^ 
other  Ijody  just  like  the  molecules  of  a  gas.     It  is,  in  fact,  a  perfect  evaporation  of  one  bodyint^ 

*  These  compounds  baTc  a  very  low  boiling-pom (,  Bomcwhere  about  -200^  (carbon  monoxide's  m.p.  -199"),  aii4ft^ 
probalile  that  they  in  the  fluii]  state  flouble  the  number  of  atoms  in  the  molecule.     Carbon  monoxide,  for  inatanoe,  til 
glhs  coiupo&ed  ot  one  atom  of  carbon  and  one  atom  of  oiygen,  CO  leaving  tv^o  of  carbon's  valencies  free*     In  the  fluid  I 
the  molecule  will  probably  consist  of  two  such  groups,  0  =  C  =  C=0,  when  all  the  valencies  are  engaged;  slmSLuif  ^ 
nitric  oxide.  O  *=  K  -  N  =  O. 
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Aer,  just  as  a  liquid  voluntorily  evaporates  into  the  air.     As  a  striking  instance  of  these  move- 

itB  in  solid  bodies  may  be  mentioned  copper-plated  zinc ;  the  copper  gradually  penetrates  into 

ainc  and  at  last  leaves  the  surtace  (piite  white  as  it  was  before  it  was  coppered. 

e  kno\r  that  a  molecnie  iu  a  gas  rashes  alx>iit  in  all  directions,  frequent  ly  coming  in  contact 

r  molecules  from  which  it  rebounds,  continuing  its  path  in  one  direction  until  a  fresh 

ives  it  a  new  one.     But  of  course  a  certain  proportion  of  them  will,  if  the  gas  is  enclosed 

reekch  and  strike  the  wq,]\  of  that  vessel,  tmtl  consequently  ex*'rt  a  pressure  on  it, 

[y  the  same  process  takes  place  in  a  solution,  a  certain  number  of  the  moK^cnles  rushing  about 

Ivent,  reach  and  strike  the  sides  of  the  vessel  in  which  it  is  contained.     The  pre^^sure  exerted 

e  impacts  is  styled  the  osmotic  pressure,  and,  when  measured  by  a  suitable  apparatus,  has 

found  to  be  the  same  for  different  compounds  when  they  are  present  in  the  same  number  of 

mles.  all  other  circomstiinces  beingequal.     Consequently  when  we  have  ascertained  the  pressure 

grammes  of  cane-sugar  (whoJ=^e  molecular  w^eigbt  we  supi>ose  to  be  kno\vn)  in  a  litre  of 

',  and  Hnd  that  1 50  granimeB  of  tartaric  acid  (whose  molecular  weight  we  suppose  to  be  unknown) 

issolved  in  a  litre  of  watei*  exerts  the  same  pressure,  then,  knowing  342  to  be  the  molecular 

it  of  the  sugar,  the  molecuhir  weigiit  of  tartaric  acid  must  be  150.     It  has  further  been  dis- 

that  the  freezing-point  of  a  fluid  is  depressed  to  a  certain  degree  when  it  c<3ntains  in  solution 

tlier  com|Kiund,  and  the  same  law  has  been  found  to  hold  good  in  this  case  as  iti  that  of  osmotic 

Bsare,  vix.  that  the  depression  of  the  freezing  point  is  the  same  for  corresponding  molecular 

ghts  of  diflerent  compounds.     This  is  used  as  a  method  of  determining  the  molecular  weight, 

I  is  known  as  Haoult's  law. 

inhere  are,  however,  a  considerable  numl>er  of  exceptions  to  this  law,  compounds  that  depress 

peezing-poiut  twice  or  three  times  as  much  as  they  should  do  according  to  their  molecular 

pit.     In  order  to  explain  this  fact  the  hypothesis  has  been  propounded  and  generally  accepted 

correct,  that  these  compounds  dissociate  in  solution,  and  that  consequently  for  each  molecule  in 

ompound  there   are  two  or  three  &c.   fragments  of   it  present.     Common  salt,  for  instance, 

lis  composed  of  one  atom  of  chlorine  and  one  atom  of  sodium,  would,  dissolved  in  water,  split 

to  its  oompunents.     The  effect  of  tliis  on  the  freezing-point  would  therefore  be  doubled,  and 

Igrees  with  the  fact.     It  is,  however,  not  to  be  understood  as  if  sodium-  and  chlorine-ntoms 

swimming  about  without  taking  the  slightest  notice  of  each  other,  an  apprehension  ca]>able 

oducing  cold  perspiration  on  a  chemical   tuow ;  on  the  contrary,  there  is  an  incessant  joining 

separating  of  the  two  elements'  atoms,  an  uniutermiltent  compos^itiun  and  decomposition  of 

de  of  sodium.      We  may  perhaps  best  jiicture  tlie  process  to  ourselves  by  thinking  of  a  figure 

rtain  dances  called  the  grand  chain,  where  ladies  go  one  way  and  gentlemen  the  other,  seizmg 

lately  each  other's  right  and  left,  hands,  but  not  letting  go  one  hand  before  the  next  one  has 

taken  hold  of,  continually  changing  partners  without  for  a  moment  breaking  the  ring. 

Wrther  it  has  been  discovered  that  all  the  compounds  which  form  the  exceptions  from  littoult's 

Dehave  differently  from  what  all  the  compounds  that  folknv  the  law  do  towards  an  electric  cutrent. 

The  ends  of  the  wires  leading  to  and  from  a  voltaic   battery  when  dippf'd  down  in  a  vessel 

rie^lrolytw  cell)  containing  a  liquid  are  termed  ekdrodei<.     The  one  connected  with  the  copper- 

rbon-|jlate,  tlie  positive  pole  in  the  battery,  is  the  anmle^  the  other  connected  with  the  negative 

)!ate  is  the  knthmle.     If  the  vessel  contains  a  substance  that  follows  RaouU's  law  no  current 

p  through  the  liquid,  and  eveiything  will  remain  just  as  it  w^as  before  the  electrodes  touched 

quid.     But  if  the  vessel  contains  a  liqukl,  or  a  solid  in  solution  wliich  forms  an  exception  to 

law,  the  current  will  pass  through,  and  the  liquid  (electrolyte)  will  at  the  same  time  undergo 

aposition  (eledrolifhi-^). 

Oppose  common  salt  (one  of  the  exceptions)  were  dissolved  in  the  water ;  it  would  more  or 
iccording  to  concentration  and  temperature,  split  up  into  tree  atoms  of  sodium  and  chlorine, 
fig  aVjout  in  the  water  as  already  descril>ed.  When  now  the  electrodes  are  put  down  in  the 
on,  the  sodium-atoms  nearest  to  the  anode  at  the  moment  of  closing  the  current  will  be  loaded 
i'^^itive  electricity,  with  which  they  will  swim  over  to  the  kathode,  drop  anchor,  and  discharge 
^  which  then  returns  to  the  battery  through  the  kathode,  leaving  behind  the  sadium  still  at 
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anchor.  Atom  opon  atom  arrive  heaping  up  sodium  at  the  kathode^  each  atom  canyin^  a  fixed 
load  of  electricity ;  therefore  the  quantity  of  electricity  passed  throagh  an  electrcdjtic  cell  can  be 
determined  by  the  quantity  of  metal  deposited  on  the  kathode  (snch  meters  are  used  for  roeasariiig 
the  quantity  of  electricity  supplied  to  houses ;  as  the  electricity  is  only  carried  through  from  one 
electrode  to  the  other  none  of  it  is  lost  on  its  way  through  the  electrolytic  cell).  Similarly,  the 
chlorine-atooas  are  loaded  at  the  kathode  mth  negative  electricity,  which  it  cairiea  to  the  anode, 
where  it  is  forwarded  to  the  battery,  the  chlorine-atoms  remaining  behind  as  did  the  sodinm  at  A^ 
other  electrode,*  always  keeping  in  mind  please  *■  the  grand  chain.' 

The  fragments  into  which  the  original  compound  is  split  op  by  dissodatioQ  are  ooUeotmJ^^ 
termed  ions,  those  congregating  at  the  anode  being  called  anions,  those  at  the  kathode  kathiona.^ — - 
The  anions  are  said  to  have  electro-negative,  the  kathions  electro-positive  character.     The 
itself  is  called  electrolysis. 

We  are  now  prepared  to  conclude  our  discussion  of  the  valencies  of  elements,  which  we  broke  < 
after  having  remarked  that  hydrogen  was  under  all  circumstances  a  monad,  carbon  a  tetrad  (wit 
one  only  exception,  carbon  monoxide),  oxygen  a  dyad,  and  halogens  monads,  in  all  combinatic 
hitherto  discussed. 

But  the  halogens  are  only  monads  in  their  combinations  with  elements  more  elecfcro-poettm  < 
leas  electrcHuegativa  than  they  themselves  are ;  towards  oxygen,  however,  they  may  present  ose^  ^^, 
three,  five^  or  seven  vi^encies,  according  to  the  circumstances  under  which  they  combine  with  tha^^^^it 
element. 

Similarly  with  sulphur.    Towards  electro-positive  elements  or  groups  it  is  a  dyad  with  two  i 
but  towards  electro-negative  bodies  it  shows^  according  to  circumstances,  four  or  six  val«iciea.^ 
We  shall  therefore  have  to  consider  the  combinations  of  sulphur  under  different  headings :  first.,  1 
with  positive  lx)dies  in  which  sulphur  appears  as  a  dyad  ;  secondly,  those  with  negative  bodies  ir^^czB 
which  sulphur  will  be  considered  separately  according  to  its  tetrad  or  hexad  nature. 


iouui  ~i  I  ^ 


DYAD  SUIiPHUE-COMPOUNDS 
TMo-compouiids 

In  its  electro-negative  character  sulphur  always  appears  as  a  dyad,  and  has  such  a  remarkabl 
resemblance  to  oxygen  in  its  chemical  behaviour  that  it  may  often  be  looked  upon  as  replacixi|^^ 
oxygen  in  its  several  compounds.     All  these  are  termed  thio-compounds. 


SulpliTir  and  Hydrogen 

In  water,  onr  very  first  oxygen-compound,  sulphur  may  take  the  place  of  oxygen ; 

Fns.  WO 

Sulphoretted  bjrdrogesu  H,S ;  a  gu ;  present  m  mlphnicotift 


*  This  is  not  strictly  eamei,  mb,  in  point  of  hci,  neither  sodium  nor  ohlorine  is  to  be  found  at  aaj  of  tho  i 
account  of  a  eeeondftij  deoompooition*  wilh  which  we  shall  not  complicate  the  matter, 

'  Lately  a  suIpbuHc  a^^id  has  been  prepared  oonaaatmg  of  one  solphnr-atom  and  four  oiygen-atoma ;  if  Qmk  It  foond  l# 
lie  correct,  solpbor  maj  have  eren  eight  ire 


THIO-ALCOHOLS  AND   ETHERS 


281 


TMo-alcoliols,  or  Mercaptans 


Also  in  alcohols  (rule  p.  67)  sulphur  may  replace  oxygen,  giving  rise  to  a  series  of  compounds 
which  have  received  the  special  name  of  me  reap  tans,  other  nameB  being  alkyl-aulph  hydrates, 
thio-aicohols,  and  thiols.     Examples  are 


Fio.  991 


Fro.  992 


Ethyl -mercaptaD,  ethjl-hydroaulphide,  OaHaS ; 
b.p.  36*^ 


b 

^H  b-p.  6"^,  accordinis^  to  inoal  authorities;  Beiist 

^B  (i.  p.  340)  has  20^  and  Weyl  US'*  (probably 

^^P  a  misprint) 

'  The  latter  is  the  cause  of  the  peculiar  smell  of  uriiio  after  partaking  of  asparagoB  {ArcK  ea^.  Pathologies  xxviii.  p.  306), 

the  former  is  one  of  the  gases  in  the  intestines 

The  hydrogen  in  connection  with  sulphur  may  in  analogy  to  akohiylates  {vide  p.  109)  be 
i*eplaced  by  metals,  the  ensuing  compounds  being  termed  mercap tides. 

Sulphur  can  likewise  replace  oxygen  in  phenols  (p.  92),  forming  thio-pheuols  or  phenyl- 
tnercaptans. 

Thio-etliers,  or  Alkyl-  (phenyl-)  sulphides 

These  compounds  correspond  to  the  ethers  (p.  113),  and  may  b©  considered  derivatives  of  them 
*^y  substitution  of  sulphur  for  oxygen. 

Thus  to  methyl-  and  eihyl-eilier  (figs.  471  and  473,  p,  113)  correspond 


Fig.  993 


Mcthyl-sdphtde,  C5,H„S;  b.p.  41° 


Fio.  994 


Ethyl-sulphide,  C^H^o^ :  b.p.  93<» 


By  removing  a  hydrogen-atom  from  each  of  two  molecules  of  mercaptans,  we  obtain  di-sul- 
P hides,  to  which  there  is  no  corresponding  compound  among  the  oxygen  derivatives  (except,  per- 
haps, two  superoxides  of  acid  radicale,  acetyl-  and  butyryl-su peroxide),  e.g. 


Fio.  995 


Fio.  996 


Two  molecoles  of  ethyl-sulphide 


9 


Ethyl-di-sulphide,  OiHjoSa  ;  b,p.  153° 


Similarly,  phenyl-di-sulphide   ia  formed  from  two   molecules  of  thio-phenola  or  phenyl- 
tneicaptaas. 
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Thio-aldeliydes 

The  same  displacing  of  oxygen  takes  place  in  aldehj/dss, 


Fio.  997 


^ 


Thialdehyde,  C2H4S 

but  it  has  not  yet  been  isolated  free  from  other  compounds  that  accompany  its  formation.     It  will, 
however,  polymerise  exactly  as  aldehyde  forms  paraldehyde  {vide  fig.  540,  p.  131), 

Fio.  998 
Q 


Parathialdehyde,  GeHi^Ss  ;  m.p.  101° ;  a  hypnotic 

It  may  also  be  considered  a  benzene-ring  with  sulphur-atoms,  replacing  carbon-atoms  in  the 
ring,  analogous  to  oxygen  in  paraldehyde. 


Thio-acids 

Sulphur  can  replace  oxygen  in  hydroxyls  of  acids,  both  carboxylic  and  alcoholic  hydroxyls,  t:::^ 
not,  so  far  as  we  at  present  know,  the  oxygen  in  carbonyl,  except  in  carbonic  acid.  ^ 

Thus  we  have 

Fio.  999 

9 


-SH<^ 


Thiacetic  acid,  C2H4OS  ;  b.p.  93<» 


From  carbonic  acid  the  following  substitutions  by  sulphur  are  known,  though  most  of  thei^^      "^ 
derivatives  only: 


Fio.  1000 


Fig.  1001 


Fio.  1002 


-©-O 


O--^ 


^ 


■Q-^ 


<®> 


4Sh^ 


Thioxy-carbonic  acid,  carbonyl- 
thioxy-acid,  CHaSOa 


Di-thioxy-carbonic  acid,  carbonyl-     Tri-thio-carbonio  aoid,  siilpho-carboniA 
di-thio-acid,  CHaSaO  add.  CBJ^ ;  a  Iwown  oily  tiqnid 
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Fio.  1003 


.^ 


Fio.  1004 


^^ 


-^— O 


Oxy-di-thio-carbonio  acid,  CHsSaO 
Fio.  1006 


Di-oxy-thio-carbonic  acid,  CHaSOa ;  b.p.  161° ;  oily  liquid 
Fio.  lOOG 


Carbon-oxysolphide,  CSO  ;  a  gas 


Carbon-di-8ulphide,  CSg ;  b.p.  46® 


Many  derivatives  of  these  compounds  are  known,  principally  compound  ethers  (p.  231).     The 
id  compound-ethers  of  oxy-iU-thio-'Ca/rbonio  add  are  known  by  the  name  of  xanthic  acids: 


Fio.  1007 


■—^ 


(Ethyl-)  Xanthic  acid,  CsHeSaO;  decomposes  on  slightly  heating  (35°) ;  its  potassium  salt  is  used 

as  a  phylloxera-killer 

Similarly,  sulphur  can  displace  the  oxygen-atoms  in  carbonic  acid  when  this  acid  forms  part  of 
aroTiiafic  compounds ;  for  instance,  in  benzoic  acid. 

Fio.  1008  Fio.  1009.  Fio.  1010 


a-Thio-bei)zoic  acid,  CrHeSO 
m.p.  24° 


iund  in  salicylic  add : 


^-Thio-benzoic  acid,  CrHeSO 
crystals 

Fro.  1011 


Di-thio-benzoio  acid,  CrHeSa ; 
an  oily  liquid ;  easily  decomposes 


Thio-salicylic  acid,  CtHqSOq  ;  brown  amorphous  mast 
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In  hydroxy-bemoic  acids  (p.  216)  the  oxygen  in  the  hydroxyls  may  likewise  be  replaced  b; 
sulphur ;  thus  we  know 


Meta-thio-hydroxy-benzoic  aoid,  CrHeSOt ;  m.p.  146° 

Two  of  these  can  combine  by  eliminating  the  sulphurs'  hydrogens: 

Fig.  1013 


Meta-di-thio-hydroxy-benzoio  acid,  Ci4HioSa04 ;  m.p.  242* 


A  similar  compound  may  be  (theoretically)  derived  from  di-hydroxy-^enzoic  acids.  We  knov=— 
two  of  them,  though  the  exact  position  of  the  sulphur-group  has  not  been  ascertained.  For  the  sak'  — 
of  illustration,  we  represent  one  of  them,  analogous  to  the  preceding  one. 


CLOSED  CHAINS 

Fio.  1014 
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Dl-thio-salioylio  add,  Gi4HxoSaOe ;  a  thick  oily  liquid. 

The  other  acid  is  an  isomer ;  the  sodium  salts  of  these  two  acids  are  distingaished,  one  as  No.  I. 
^^*^^  the  other  as  No.  II.;  the  mixed  salts  have  the  trade  name  dithion,  which  is  used  as  an 
^^'^iseptic  in  articular  rheumatism  and  gonorrhoea. 

Thioform  is  the  analogous  basic  bismuth  salt  recommended  in  many  cases  as  a  substitute  for 
^^^^^icform  {Repert.  d.  Thim^heiUc.  vi.   1893). 


Thiophene 

-^        We  have  seen  oxygen  helping  to  close  a  chain  in  furfurane  (fig.  941,  p.  260)  and  pyrone  (fig. 
^-^5,  p.  260). 

Sulphur  can  perform  the  same  task : 

Fro.  1016 


"^^J^ 


Thiophene,  C4H4S ;  b.p.  84° ;  present  in  coal  tar 


Thiophene  is  a  compound  that  very  much  resembles  benzene.  Its  combination  with  two  atoms 
of  iodine,  thiophene-di-iodide,  has  been  recommended  as  a  substitute  for  iodoform,  being  non- 
poisonous  (Wiener  med.  Presse,  Ph.  0.  xxxiv.  p.  112). 
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The  heat  of  combustion  not  indicating  any  double-bonds  in  thiophene,  diagonal  bonds  have  here 
too  been  suggested, 

Fio.  1016 


analogous  to  those  proposed  for  benzene,  fig.  290,  p.  55 ;  what  is  said  there  about  this  sort  of  bonds 
holds  good  here  too. 

A  hexagonal  form  has  also  been  prepared  : 

Fio.  1017 


Penthiophene,  GsHeS ;  penthiophene  has  not  yet  been  isolated,  bat  a  methyl-derivative  is  known 
{Die  Thicphengruppet  by  V.  Meyer) 

The  methylene-group  in  para-position  has  also  been  substituted  by  sulphur  in  the  compound 
biophene,  C^H^Sj,  b.p.  170^ 


TETRAD  SXJIiPHUR-OOMPOUNDS 

Index,     f^ 

Snlphines 

If  one  of  the  valencies  is  occupied  by  an  electro-negative  mono-valent  element  or  group  (e,g. 
iodine),  four,  altogether,  of  the  valencies  of  sulphur  will  be  excited  to  activity,  so  as  to  admit  the 
connection  of  three  hydi'ocarbons  instead  of  two  in  alkyl-sulphides  (p.  281) : 

Fio.  1018 


Tri-methyl-sulphine-iodide,  CyHglS ;  crystals 

This  compound  behaves  like  a  salt ;  but  if  iodine  is  replaced  by  hydroxy!,  the  product  tri-methyl- 
sulphine-hydroxide  is  then  a  powerful  base,  as  strong  as  caustic  potash. 
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Oxygen-compounds  of  SulptLur 

Oxygen  and  sulphur  unite  in  many  proportions,  sulphur  acting  sometimes  as  a  tetrad,  sometimes 
_,  a  hexad.  We  have  not  to  do  with  all  of  them  in  organic  chemistry,  and  only  those  with  one, 
two,  three,  or  four  atoms  of  oxygen  will  be  spoken  of  here. 


as 


OXT-SUIiPHINES  AND    8ULPHINI0  AOIDS 

As  a  tetrad,  sulphur  can  combine  with  one  oxygen  atom,  leaving  the  two  remaining  free  valencies 
to  combine  otherwise.     The  radical  of  these  compounds  is  termed 

Fio.  1019 


^ 


Oxy-Bulphine,  SO 

If  both  free  valencies  are  united  to  carbon-atoms  the  compounds  are  known  as  sulphine- 
oxides  or  Snlphoxides;  if  only  one  valency  is  united  to  a  carbon-atom  and  the  other  to  a 
hydroxyl,  we  call  theoompoand  a  sulp]jinic  acid.  If  both  valencies  are  connected  with  hydroxyls, 
it  is  termed  symmetric  sulphurous  acid. 

Oxy-salphuie,  being  a  radical,  does  not,  of  course,  exist  in  the  free  state ;  sulphinic  acid  and 
symmetric  sulphurous  acid  have  not  themselves  been  isolated,  being  converted  into  sulphurous 
anhydride.     Thej  are  all  known  chiefly  through  their  derivatives  or  as  salts. 

Some  of  these  are 

Sulphine-oxide's  Derivative 

Fio.  1020 


4^ 


Di-methyl-Bolphine-oxide,  di-methyl-snlphoxide,  CgHeSO ;  an  oily  liquid 


Sulphinic  Acid's  Derivatives 

Fig.  1021 
9         9 


O- 


1  1  O 


-®— o 


6        O 
Ethyl-sulphinic  acid,  CaHoSOa ;  syrupy  liquid 


288 


TETRAD  SULPHUR-COMPOUNDS 

Via.  1023 


Benzene-Bulphinic  aoid,  CeH^SO, ;  m.p.  83® 

Some  authorities  look  upon  sulphur  in  these  compounds  as  a  hexad,  and  place  the  oxygens  on 
each  side  of  the  sulphur  in  the  form  of  sulphone  (fig.  1029)  and  the  hydrogen  in  direct  coimection 
with  sulphur. 

SyTnmetric  Sulphurous  Acid's  Derivatives 

Sulphurous  acid  does  not  exist  in  the  free  state,  but  is  supposed  to  be  present  in  derivatiyes  in 
either  of  the  two  following  structurally  different  forms : 


Fig.  1024 


Fig.  1023 


Symmetrical  snlphiiionB  add,  SH^Oa  Asymmetrical  BulphmoiiB  add,  SHaOa 

It  assumes  in  its  combinations  such  form  as  is  best  suited  to  the  circumstances.     But  both  foHOS 
when  liberated  lose  a  molecule  of  water,  and  are  converted  into  sulphurous  anhydride. 

Fig.  1025 


Salphorous  anhydride,  snlphor  dioxide,  SO,  ;  a  gas 

The  process  is  analogous  to  that  of  carbonic  acid,  being  converted  into  carbon  dioxide  (fig.  7^^' 
p.  184). 

In  the  first  form  sulphur  is  a  tetrad ;  in  the  second  it  is  a  hexad,  and  therefore  not  to  ^ 
dealt  with  just  now. 

The  symmetrical  acid's  derivatives  are  characterised  by  their  instability.  They  form  neutral 
and  acid  compound-ethers  (p.  231),  the  latter  being  incapable  of  existence  in  the  free  state,  but  » 
potassium  salt  is  known ;  also  some  neutral  ethers.     They  are  all  readily  saponified  by  water  alone- 

Fio.  1026  Fio.  1027 


+f 


^ 


-•— o 


.11.1 


H 


Ethyl -snlphnrous  acid,  CnH^SO, 


Ethyl-sulphite,  C4H,oS03 ;  h.p.  161®.  Compare  the  strnctnpe 
of  the  oompomid  ethers  of  asymmetrical  solphurons  add 
(ag.  1054,  p.  295) 
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These  radicals  may  be  affixed  to  many  hydrocarbons  and  their  derivatives,  whether  with  open  or 
closed  chains.  One  that  has  gained  much  notoriety  is  propane,  through  having  two  of  its  hydrogen- 
atoms  replaced  by  ethyl-sul phone ; 

Fio.  1036 


Bulphonal,  di-methyl-di-ethyl-salphone-methane,  CvHieSaOA ;  in.p.  125° ;  an  excellent  hypnotic 

Several  efforts  have  been  made  to  improve  upon  sulphonal  by  replacing  one  of  the  methyls  by 
ethyl  (trional)  or  both  methyls  by  ethyls  (tetronal),  or  by  addmg  a  third  ethyl-snlphone  to 
sulphonal  (tri-ethyl-sulphone-methyl-methane),  but  without  success.  Also  snbstitntion 
of  one  or  more  hydrogen-atoms  by  chlorine  has  been  tried  with  the  same  result. 


Sulphonyl  OompoTuids 

When  a  hydroxyl  is  added  to  one  of  sulphone's  free  valencies  we  have  the  mono-valent  radical 
of  sulphonic  acid,  sulphonyl : 

Fio.  1037 


f 


Sulphonyl,  SHO, 

When  a  hydrogen  is  added  on  the  other  side,  the  hypothetical  sulphurous  acid  (asifmmetriea!^^ 
is  formed. 

Fio.  1038 


Asymmetrical  Bolphuroas  acid,  SH2O3 

The  radical  of  sulphonic  acid  can  be  joined  to  hydrocarbons,  both  with  open  and  closed  chains, 
or  their  derivatives,  forming  acids  (sulphonated). 
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Derivatives  from  Open  Ohains 


Fia.  1089 


Hethyl-snlphonio  add,  0H4S0a ;  syrnpy  fluid ; 
deoomposes  on  heating 


Fia.  1040 


-I 


-®-^ 


Ethyl-Bulphonio  aoid,  CaHeSOg ;  deliqaesoent  crystalline 
mass ;  decomposes  at  a  high  temperature,  and  is  not 
saponifiable  (compare  the  structure  of  ethyl-sulphurous 
acid,  fig.  1026,  p.  288,  which,  bemg  an  ether,  is  saponi- 
fiable) 


Two  or  three  snlphonic  add  radicals  may  join  the  same  carbon  in  these  hydrocarbons : 


Fio.  1042 


Fxo.  1041 


^**hyl-di-8nlphonio  acid,  CH«S,Oe ;  deliquescent  crystals 


^j^^H  h-H^--®-^ 


0— •- 


Methyl-tri-sulphonic  acid,  CH^SaOe ;  crystals 


As  a  derivative  from  alcohol  or  glycol  (fig.  364,  p.  76)  may  be  considered 


Pio.  1048 


O"  o  "  4   '  4  '^^Ih^^ — o 


Isethionic  acid,  hydrozy-ethyl-sulphonic  add,  CaHeSO^ ;  deliquescent  crystals 


Derivatives  from  Benzene 

While  the  radical  of  sulphonic  acid  is  introduced  into  the  open-chain  compounds  with  some 
difficulty,  or  at  least  by  a  roundabout  way  only,  it  is  characteristic  of  compounds  with  closed  chains 
that  they  join  the  same  radical  most  easily,  and  as  directly  as  possible,  by  being  treated  with  sulphuric 
acid.     Consequently  a  great  number  of  these  compounds  exist  of  which  we  shall  mention  a  few. 

u  2 
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Fia.  1044 


Phenyl-  or  benzene-Bulphonio  aoid,  CeHeSOa ;  m.p.  40® 


Benzene  will  also  combine  with  two  or  three  snlphonic  acid-radicals,  bat  does  not  seem  willing 
to  accept  more  than  three,  although  some  derivatives  will  take  four — which  is  their  present  limit. 

Fig.  1045 


Afieptol,  Bozolio  aoid,  ortho-phenol-Bolphonio  aoid,  CeHeSO« ;  disinfectant  and  antiseptio,  more  powerful  than 

oarbolio  aoid  or  salioylio  aoid 


On  heating,  the  hydroxyl  leaves  its  position  and  exchanges  places  with  the  hydrogen-atom  in 
para-position  (intramolecular  change) : 

Fio.  1046 


Para-phenol-Bolphonio  aoid,  CeHeSO^ ;  syropy  liquid 
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Sozal  is  the  aluminium-Bait  of  this  acid  (two  atoms  of  aluminium  engaging  six  molecules  of 
the  add).     Clinical  and  bacteriological  experiments  do  not  agree  as  to  the  value  of  this  antiseptic. 
Two  hydrogens  in  the  benzene-ring  may  be  displaced  by  iodine-atoms: 


Fio.  1047 


Sozoiodol,  di-iodo-phenol-j>-salphonio  aeid,  OaH^IaSOA 


The  add  itself  is  not  employed  for  medicinal  purposes,  but  its  salts  have  found  extensive  use. 
The  potassium-  and  sodium-salts  (the  metal  replaces  the  hydrogen-atom  in  the  sulphonic  radical) 
are  used  as  non-poisonous  antiseptics  in  obstinate  diseases  of  the  skin,  chronic  catarrh  of  the  nose, 
gonarrhoea,  syphilis,  cancer,  rheumatism,  &c.j  salts  with  mercury,  zinc,  aluminiam,  magnesium, 
ammonium,  lithium,  silver,  lead,  &c.,  are  in  use. 

When  another  hydroxyl  is  added  to  the  above  we  have 


Fia.  1048 


Picrol,  di-iodo-resoroin-Bnlphonio  aoid,  OeHJaSOs ;  the  potassium  salt  is  used  as  an  antiseptio 
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Sulphonyl's  Combinations  with  Acids 

Fio.  1053 


Ffo.  1053 


Unlphtv-aoetic  acid,  C^H^SOs ;  m.p,  62° ;  strong  di- basic  acii  ; 
maj  be  conaidered  a  comhmatioQ  of  solphoniQ  acid  with 
either  acetic  acid  less  Hgi  or  glycoUio  acid  less  H.>0 


o-Mono-sulpho-bcnzoic  acid,  C^H^jSOa;  m,p,  240* 
dccomp. ;  mother- sub  stance  of  the  sweet  sacoha- 
rine  (fig.  130B,  p.  368) 


The  sulphonic  acids,  like  other  acide,  form  compouTtd  ethers  : 

Fio.  lOU 


it 


Ethyt-sulphonic  ethyl-ether,  C4H10SO3  ;  b.p.  213".     Compare  the  structure  of  the  compound  ethers  of 
Bjmmetncal  sulphurous  acid  (fig.  1027,  p.  288) 

Experience  has  taught  us  that  the  introduction  of  sulphur,  in  one  form  or  the  ottierj  into  Tarious 

compoiindB  produces  therapeutically  beneficial  effects.     Thus  a  very  ancient  remedy  was  linseed 

^^}  in  which  sulphur  had  been  dissolved  by  heating.    More  recently  natural  products  have  been  found 

^^DtainiDg  a  large  percentage  of  snlphur,  and  these  have  been  utilised  for  the  same  purpoa©; 

prominent  among  them  is  a  bituminous  mineral,  found  somewhere  in  the  Tyrol ^  called  stinking  st&ney 

J*'^  may  safely  suppose,  from  the  smell  of  it :  it  consists  mainly  of  fossilised  remains  of  fish  from 

orm^r  ages.     The  destructive  distillation  of  this  bitumen  yields  a  distillate  separating  into  two 

^J  hiyers,  the  lighter  of  which j  purified  by  redistillation,  is  rich  in  sulphur  (2*6  per  cent.),  bnt  its 

rl^^^^^titution  is  unknown.     This  light  oil  is  sulphonated  by  treating  with  sulphuric  acid,  after  which 

^^^is  neutralised  with  ammonia  (formerly  soda  was  used)  and  given  the  name  of  ichtyol.     The 

*<3  is  said  to  be  dibasic,  and  its  empirical  formula  to  be  C^atrggNjS^Og  {Monaish.  f.  pr.  Dermai',  ii, 

£^*     257),  thus  containing  about  16  per  cent  sulphur;  no  donbt  it  is  a  mixture  of  several  thio-, 

j^^^Phon©-,  and  sulphonic  compounds.     It  is  a  tar-like  substance  of  herb- like  odour.     The  raw  oil  is 

j^^^<>luble  in  w^ater,  and  the  object  of  sulphonating  (as  in  most  other  cases  where  this  operation  is 

^^^J'Xbrmed)  is  to  make  it  soluble*    A  general  characteristic  of  sulphooic  acida  (except  those  with  long 

l^^^-chains),  and  especially  their  salts,  is  their  solubility  in  water,  even  when  the  mother-subatance 

^_         ^\iite  insoluble.     Ichtyol  is  partly  soluble  in  water,  entirely  so  in  alcohol-ether, 

^^L  It  is  used  in  psoriasis,  eczema,  and  articular  rheumatism,  internally  for  catarrh  of  the  stomach 

^^'i  lungs. 

-fc^  or  course,  the  success  of  ichtyol  has  called  forth  several  attempts  to  displace  it  by  artificial 

^^^'^^^ucts. 

Thiol  (Ichtyolum  germanicnm)  is  one  of  them.     It  is  prepared  from  the  brownish  paraflBn-  or 
-oils  by  first  heating  them  with  snlphur  (10  per  cent.)  to  form  tliio-com pounds ;  afterwards. 
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treating  tliem  witli  snlpliiiric  acid,  producing  sulphotiic  acids,  neutralising  with  atninonia,  and  con- 
verting them  at  last  bj  evaporation  into  a  form  of  either  fluid  or  dry  extract. 

Taraenol  is  prepared  from  bituminoas  oils  (sp.  g.  0* 86-0  89),  ft*om  which  phenols  and  acids 
have  been  removed  by  caustic  soda,  and  baaea  by  diluted  sulphuric  acid.  The  purified  oil  is  then 
Bulphonated ;  according  to  the  degree  of  sulphonat ion ,  tumenolsulphone  or  tumenolsulphonic 
acid  is  obtained.  Thns  tumenol  is  not,  like  thiol,  first  enlphuretted  (heated  with  snlphnr  to  form 
thio-compounda),  and  contains  for  that  reason  less  sulphur.  It  is  a  dark  syrupy  fluid,  and  is  recom- 
mended for  running  forms  of  eczema,  prurigo,  and  prontus, 

ThioHn  la  linseed  oil,  first  sulphuretted,  then  sulphonated  and  neutralised  with  soda  or  potash. 

Thilanin  is  sulphuretted  (but  not  sulphoBated)  lanolin. 

Polysolve,  mlmjiy  may  be  prepared  from  olive-,  almond-,  caator-oil,  &c.,  by  treating  them  with 
Hnlphuric  acid  and  neutralising  with  potash,  soda,  or  ammonia;  a  soap-like  fluid,  dissolves  sulphur, 
iodoform  J  c^mphorj  metal-sal ts,  &c.,  and  is  itself  soluble  in  water,  benzin,  carbon  disulphide,  ether^ 
and  chloroform. 


Sulphmlc  Acid 


When  snlphone  (fig.  1029,  p.  289)  is  joined  by  two  hydroxy  Is,  on©  on  each  side,  we  have  sul- 
phuric acid« 


Sulpliuric  acid,  BH.O* ;  b.p  338'' 


The  chief  part  ifc  plays  in  organic  chemistry,  as  regards  structures,  la  as  one  of  the  components 
in  neutral,  and  acid  compound  ethers,  combining  with  alcohols  and  phenols  by  separating  on©  or 
two  molecules  of  water.     Thus  with  eihyUalcoJwl  it  forms 


Fia.  1056 


Pid.  1057 


n  •  $■ 


-^— o 


Etbyl'STilphario  acid,  anlptio-vinio  acid,  CaHgSO^  ;  syrupy 
fiuid;  decomposes  on  heating ;  the  Bodimn  salfe  ib  ysfi>d 
as  a  cathartio 


i  'S' 


Ethyl-sulphate,  C^HjoSO* ;  h,p.  208'' 


Ethyl-sulphuric  acid  is  formed  when  alcohol  and  sulphuric  acid  are  heated  together.     Ethyl- 
Bulphuric  acid  when  heated  with  alcohol  forma  ethyl-ether  and  sulphuric  acid: 


I 
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The  free  acid  decomposes  almost  immediately  into  phenol  and  sulphuric  acid.  The  8odiuin-€al 
ie  naed  as  an  antieeptic  for  gonorrhrjea.  The  potaaaium-salt  is  found  in  human  urine  ;  if  it  is  beate 
to  150°  it  is  by  intramolecular  change  transform ed  entirely  into  potassium-p-phenol-STilplioixate,j 
eulphonyl-part  of  the  sulpliui-ic  acid  exchanging  places  with  the  hydrogen  in  para-position. 


Fio.  10G3 


Potasaiuna-p-phenol-sulphonate  {vide  fig.  1046,  p,  202) 

Future  Nomeaclature  of  Sulphui'-compouiids 

Mercaptans  receive  the  name  of  thiok  ;  thio-ethers  or  sulphides  forju  their  names^  in  aiialog 
etherSj  by  placing  thio,  or  in  case  of  disulphides  dithiOy  between  the  names  of  the  hydrocarboni 
Thio-aldehydea  and  thio-ketones  become  ihials  and  ihioneSt  and  acids  have  their  names  formed 
according  as  sulphur  substitutes  the  singly  or  doubly  bound  oxygen,  by  the  suffixes  ihxolic  acid  aD< 
fhi&nic  acid ;  when  both  oxygens  have  been  substituted  they  receive  the  suffix  thion-thwlic  add 
Sulphones  have  sulpJione  placed  between  the  names  of  the  hydrocarbons. 


Old  Nornendaiure 

Methyl-mercaptan 
Ethyl-mercaptan 
EthyL  sulphide 
Et  by  1-disulphide 
Thialdehyde 
Thioxy-carbonic  acid 
Di-thioxy-carbonic  acid 
Tri-thio-carbonic  acid 
Oxy-di-thio-carbonic  acid 
Di-oxy-thio-carbonic  acid 
Di-methy  1-3  ul  phone 
Sulphonal 


(fig- 
(fig- 
(fig- 
(fig- 


mi, 
992, 
994, 
996, 
997 

(fig.  looo!  p 

(fig.  1001,  p 
(fig.  1002,  p 
(Bg,  1003,  p, 
(fig.  1004,  p 
(fig.  1030,  p, 
(fig.  1036,  p 


New  Norn encla t tire 

281)  =  Methane-thiol 
„  )  =  Etbane-thiol 
,,  )  =  Ethan e-thio-ethane 
,,  )  ^  Ethane-di-thio-eihane 

2S2)  =  Ethane-thial 
,,  )  =  Methane-thiolic  acid 
,,  )  =  Metbane-di-thiolic  acid 
,,  )  =  Methane-thion-di-thiolic  acid 

283)  =  Methane- thion-thiolic  acid 
„  )  =  Methane-thion-di(oic)  add 

289)  =  Methane-sulphone-metho 

290)  =  Propan6-2  :  2  di-sulphone 


The  other  classes  of  aulphur-compounds  are  not  mentioned,  and  theii'  nomenclatu' 
be  formed  from  the  above  rules. 
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These  compounds  are  styled  nitroBo-compounds  to  distiogTiisli  them  from  the  oaBimeSf  which  may  also 
be  looked  upon  as  formed  from  hypo-nitrous  acid  in  the  following  way  :  | 

When  two  valenciea  of  a  carbon-atom  are  available,  the  double  molecule  of  hypo*nitrous  add 
simply  divides  itaelf  into  two  di-valent  radicals  : 

Fia.  1068 

Hydroximide,  NOH 

the  two  free  valencies  joiniog  the  carbon-atom's  valenciea.  These  compounds  are  termed  oximes 
(contracted  from  hydroximide  or  oximide).  Ab  the  formation  of  them  in  this  way  ia  purely  theoretical 
they  will  presently  be  considered  a  little  more  fully  under  Nitrous  Acid  and  Hydroxylamine. 

Nitrous  Acid 

The  next  combination  is  one  atom  of  nitrogen  and  two  of  oxygen.  Like  the  previona  acid,  and 
like  BulphurouB  acid  (p.  288),  it  seems  capable  of  arranging  itself  into  two  strnctura!  forms,  in  one 
appearing  as  a  triad,  in  the  other  as  a  pentad. 

Fig.  1069  Fm.  1070 


KitroniB  acid,  NO,H;  decomposes  easilj  when  sUglitlj  varioed 

Salts  of  this' acid  are  formed  by  metal  replacing  the  hydrogen,  just  in  the  usual  way.  But  all 
metals  do  not  assert  their  influence  npon  the  acid  radical  in  the  same  degree ;  some,  e.g,  alkali 
metals,  are  quite  content  to  come  into  contact  with  the  nitrogen,  through  the  intervention  of  the 
oxygen,  by  replacing  the  hydrogen-atom  of  hydroxyl  (fig.  1069,  above) ;  but  this  does  not  satisfy 
the  uoble  silver ;  it  wants  to  come  so  near  the  nitrogen  as  to  actually  shake  hands,  and  the  acid  lias 
to  comply  by  arrangiDg  things  a  little  differently  (fig.  1070,  above).  Therefore  derivatives  of  the 
acid  with  such  a  structure,  as  in  the  silver-salts,  are  different  from  those  of  alkali  salts. 

We  shall  fitudy  the  latter  a  little  first.  

As  will  be  seen,  we  can  make  two  radicals  out  of  the  nitrous  acid,  1,  by  removing  the  hydroseyl: 

¥io,  1071 

Nitroeyl,  NO 

when  we  have  a  mono-valent  radical  the  substitution-products  of  which  are  the  same  nUroso-cowr  ] 
pouTuU  as  produced  from  hypo-nitrous  aeid  (p.  301) ;  and  2,  by  removiTig  the  dovhly-b&utul  oxygen  \ 

Fio.  1072 
Hjdrqximide,  NOH 

when  we  have  a  di-valent  radical  whose  subatitntion-prodncts  are  oximea  (sometimes  also  ' 
iso-nitroso-compounds)  mentioned  above. 
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Fio.  1078 


O— •— © 


-•-^ 


Iio-amyl-nitrite  (amyl-nitris,  Ph,  B.),  OBHiiKOa;  b.p.  94-99^;  prodaoes  an  expansion  of  the  blood-veaaeU  and  a 
diminution  of  the  controlling  power  of  the  oontraotile  masoles ;  very  poisonous ;  is  employed  internally  and  by 
inhalation  in  angina  pectoris,  asthma,  epilepsy,  &o. 

The  amyl-alcohol  firom  which  it  is  prepared  does  not,  as  a  rule,  ooDsist  entirely  of  the  pare  iso- 
compound ;  therefore  amyl  nitris  is,  as  a  consequence,  slightly  mixed  with  some  of  the  isomeric 
amyl-nitrites. 

Nitrous  acid  of  the  structure  (fig.  1070,  p.  802),  which  it  has  in  the  silver-salt,  forms  another 
series  of  compounds  differing  frtm  the  preceding  ones  by  not  being  compound  ethers :  they  are 
distinguished  as  nitro-compounds,  and  the  radical  of  nitrous  acid  in  this  form  is  termed  nitro- 
group.     Thus  from  mefhylnaJcohol  is  formed 


Fio.  1079 


4,« 

Methyl  aloohol + nitrons  add 


FiQ.  1080 


Nitzo-methane,  niiro-earboU  CH,NOt ;  h.p.lOP; 
the  salts  are  explosiTe 


The  alcohols  and  the  acid  are  practically  not  employed  for  preparing  these  compounds;  medi^ 
iodide  (fig.  948,  p,  265)  and  silver  nitrite  are  used  for  the  purpose.  In  these  compounds  iodine 
replaces  tike  hydroxyl  in  the  alcohol,  and  silver  the  hydrogen  in  the  acid^  the  process  going  on  as 
illustrated  above,  only  that  silver-iodide  is  separated  instead  of  water. 

For  the  sake  of  our  theory,  mention  should  not  be  omitted  of  the  fi^ct  that  this  process  is  only 
carried  out  thoroughly  by  m^^ane.  llie  higher  homologues  deliver,  besides  nitro-oHnpounds,  also 
the  compound-ethers ;  and  the  higher  the  homologue  the  more  of  the  latter.  A  satis&ctoiy  e^* 
nation  of  this  &et  is  still  wanting. 

The  nitpo-group  can  aUo  substitute  the  other  hydrogen-atoms  in  the  methane  group;  for  instance: 


Fts,  lOSl 


Fia.  lOSi 


<A> 


TH^itN^-VMUiasM,  i^troABTEEv.  CHX^O, ;  m.jk  IS' ; 


Item  lutro iiinhaTiP .  nitro-earticm,  GK«0«; 


•  l^i 
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The  nitrogTOup  imparts  eucli  an  electro-negjitive  character  to  the  carbon-grotip  as  to  make  it 

»  strong  acid  as  long  as  there  are  hydrogen-atoms  attached  to   the  same    carbon-akmi.     Soch 

ijrdrog€!n-atoms,  or  at  least  two  of  them,  are  therefore  replaceable  by  metals,  forming  salts.     If  all 

the  liydrogen-atoms  are  replaced  bvnitro-groups  the  compound  loses  its  acid  character  and  l>ecomea 

neutral.      Thus  nitro-,  di-,   and   tri-nitro-m ethane    are   strong   acids,  but   tetra-nitro-methane  is 

neatral. 

Jt  is  the  same  if  some  of  the  hydrogen- atoms  are  replaced  by  halogens,  AUhongh  the  hydro* 
car-lDon  ia  made  electro-negative  by  the  presence  of  the  nitro-group^  it  does  not  for  that  reason 
obj  ^ct  to  its  remaining  hydrogens  being  replaced  by  aach  electro-negative  elements  as  the  halogens ; 
tliiaa  we  have 


Fio.  1083 


O-H^ 


Fia.  1084 


Bromo-nitro-methane,  CH.BNOa  j  b.p*  143* ; 
a  strong  acid 


Tri-diloronitfo-mGlliane,  ohloropicrin,  nitro-cliloroform, 
CClaNOj  ;  b.p*  112^  ;  neutr&l  compound 


Similar  componnds  have  been  prepared  from  some  of  the  higher  homolognes  of  methane. 

It  is  into  these  nitro-compounds  that  the  radical  nitrosyl  has  been  successfully  introduced ;  no 
otlier  compounds  of  the  aliphatic  series  have  been  found  willing  to  combine  with  that  radical,  as 
mentioned  p.  303.  It  attaclies  itself  to  the  same  carbon -atom  that  holda  the  nitro-group,  and  the 
ensuing  prodocts  are  termed  nitrolic  acids  when  both  are  combined  with  the  methyl-gronp  of 
an  alcohol  radical  (primary  alcohols),  but  when  combined  with  a  methylene-link  (secondary  alcohols) 
tliey  are  neutral  bodies  for  the  reason  stated  above,  and  are  called  pgendo-nitrols.  The 
derivatives  from  propane  or  propyl-alcohol  and  iso-propyl-alcohol  (figs.  338  and  339,  p.  70)  will 
serve  to  make  this  better  understood  : 


Fia.  1085 


Fio.  1086 


<s> 


O-H^— H^^ 


47a' 


I        l*ropyl -nitrolic -acid,  C^HrtN^O^,  ;  m.p.  60  ;  an  aoid,  becaase 

it  has  a  hjdrogen  atom  connecttd  with  the  same  carbon- 

^^      atom  as  the  miro-  and  nitrosjl -groups 


Propyl -pBeiido-aitroI,  CflHuNgOa ;  m.p,  76^;  (decomp.)  a 
neutral  body,  because  fio  hydrogon-atoni  is  connected  nvlth 
the  same  oarbon-atom  as  the  niiro*  and  nitrosyl -groupi 


The  Bolutions  of  the  nitrolic  salts  have  a  dark  red  colour,  whereas  the  solutions  of  pseudo- 
nitrola  are  dark  blue.  This  reaction  is  taken  advantage  of  to  determine  whether  an  alcohol  is 
^^  primary,  secondary,  or  tertiary,  as  nitrolic  compounds  are  derived  from  primary,  and  pseudo-mtrola 
^Kbnom  secondary  alcohols.  Tertiary  alcohols  cannot  form  these  derivatives,  ag  they  have  no  spare 
^"Toom  for  the  nitrosyl  (inde  fig.  335,  p.  69),  and  consequently  give  no  colour- reaction  in  this  way 
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Some  chemiata  are  of  opinion  fchat  fche  nitrolic  acid  has  in  its  atructiire  hydroosimtde  (fig.  1068, 
p.  302)  iiiBtead  of  nitrosyl ;  cx)nst)qiiently  propyl-nitrolic  acid  would  liav©  this  Btrncture ; 


Fm.  1087 


I 


i 

Propyl-pseudo-nitrol  cannot  have  hydroximide  in  its  etmctiire,  as  there  are  not  sufficient  valenaea 
and  no  hydrogen  available.  It  seems  more  reasonable  to  give  these  two  compounds  analogous  con- 
structions ;  the  nitrosyl-strncture  ib  perhaps^  therefore,  preferable. 

There  are  a  great  many  more  nitro-compounda  which  may  be  theoretically  derived  from  nitrous 
acid  ill  a  similar  way  ;  but  as  all  of  them  can  theoretically  be  equally  well  derived,  and  practically 
are  derived,  from  nitric  acid,  they  will  be  mentioned  under  that  head. 

Hitric  Acid 

Nitrogen  is  penta-valent  in  nitric  acid,  uniting  with  three  atoms  of  oxygen,  one  of  which  fonns 
hydroxyl  with  a  hydrogen-atom  ;  consequently  its  structure  may  be  thus  depicted  ; 

Fra.  106B 


-®— O 


Nitric  acid,  NHOa  ;  b,p.  86*» 

Nitric  acid  does  not  readily  form  nitro-coui pounds  direct  from  the  single-linked  hydrocarbons 
of  the  aliphatic  series  ;  a  couple  or  so,  formed  from  hydrocarbons,  with  double  bonds  appear  to  be  | 
known,  and  a  few  secondary  nitro-compounds  have  recently  been  prepared  from  the  normal  saturated 
hydrociu'boos  (Ber,  xxy.  ReJ\  p.  108;  see  also  xxvi.  p.  129),  else  it  has  ordinarily  no  action  upon 
them.  The  aromatic  hydrocarlx)nSj  however,  and  their  derivatives  are  easily  reacted  upon  by  nitric 
acid,  their  hydrogen-atoms  forming  water  with  the  acid's  hydroxy  1,  and  the  nitro-group  taking  the 
place  of  the  hydrogen  : 


Fia.  1089 


Fig.  1090 


0iH!H-O 


Benzene  and  nitric  acid 


Kitro -benzene,  essence  of  mirban,  ortifioial  bitter- 
almond  oil,  C^iHaNOa ;  b.p.  210** 
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Nitro-benzene  is  ased  in  large  quantities  for  the  manufacture  of  colours,  also  in  perfumery, 
on  account  of  its  odour  being  very  Uke  that  of  bitter-almond-oil  (vide  fig.  554,  p.  134).     Poisonous. 

As  many  as  three,  but  not  more,  nitro-groups  have  been  thus  introduced  into  benzene  and  its 
derivatives. 


Fio.  1091 


Symmetrioal  tri-nitro-benzene,  OeHsNsO^ ;  m.p.  121^ 


When  an  iso-butyl  (fig.  53,  p.  13,  also  Table,  p.  82)  is  placed  in  para-position  to  one  of  the 
nitro-groups  and  methyl  in  ortho-position,  we  obtain  a  compound  with  a  strong  musk-like  odour. 


Fia.  1093 


Tonqninol,  artificial  musk,  tri-nltro-bntyl-tolaol,  CnHisNsOe ;  m.p.  96° ;  the  coxnmeroial  product 
is  a  mixture  of  10  per  cent,  of  this  compound  and  90  per  cent,  of  acetanilide 


Though  tonquinol  is  only  two  or  three  years  old  it  has  already  found  a  rival,  which  can  do  things 
better,  can  dissolve  itself  in  water,  which  tonquinol  can  not.  This  opposition-compound  consists  of 
a  benzene-ring  in  which  the  bydrogen-atoms  are  replaced  by  1,  two  methyls  (xylene,  p.  44)  ;  2,  one 
iso-butyl ;  3,  a  sulphonyl  (fig.  1037,  p.  290) ;  and  4,  a  nitro-group.  The  different  positions  of  these 
radicals  in  the  benzene-ring  have  not  been  ascertained :  its  systematical  name  would  be  nitro-suljjli^O' 
iso-btUyl-xyleiie ;  it  does  not  appecur  to  have  received  a  trade  name  yet  (PL  0.  zxxiii.  p.  80). 

X  2 
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Of  iiit3x>-compon]id8  from  other  benzene-derivatiyes  we  shall  call  attention  to  two : 
Fzo.  1093  Fio.  1094 

<P 


o-Di-nitro-oresol,  OTHeNaOg ;  explosive        Picric  acid,  tri-nitro-phenol,  CoHsNgOT ;  yellow  ciystalB ;  m.p.  128**'5; 
CTTstals ;  m.p.  85^  a  yellow  dye ;  explosive ;  the  chief  constitaent  in  the  French  explo- 

sive melinite 

The  potassium  salt  of  the  o-di-nitrol-cresol  (the  metal  replaces  hydrogen  in  hydroxyl)  is  an 
excellent  insect-killer,  and  mixed  with  equal  parts  of  soap  is,  under  the  name  of  antinonnin6| 
used  for  freeing  plants  from  all  sorts  of  noxious  insects,  wood  from  dry-rot  (Merulius  polyporutt 
irameteSj  &c.),  and  for  killing  rats  and  mice. 

Also  in  scabies  it  is  said  to  be  an  effective  remedy. 

Yrom  phenyl  propiolic  acid  (fig.  822,  p.  215)  we  have  an  ortho-nitro-compound : 

Fio.  1095 


^ 


Ortho-nitro-phenyl-propiolic  acid,  C5H5NO4  ;  crystals,  decomp.  at  166® 

Boiled  with  water  this  acid  looses  its  carboxyl,  and  is  turned  into  a  hydrocarbon: 

Fio.  1096 


Ortho-nitro-phenyl-acetylene,  C^HjNOa  ;  m.p.  81® ;  compare  fig.  291,  p.  65 


Through  copper,  which  is  a  dyad,  two  molecules  of  the  above  hydrocarbon  are  joined,  the  copper 
replacing  the  hydrogen  in  each  of  the  two  acetylenes  ;  and  then  eliminating  the  copper  by  oxidiUion 
we  get  the  two  nitr^phenyl-acetylen^  directly  united : 
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When  this  compound  is  treated  with  sulphuric  acid  an  intramolecalar  change  takes  place 
without  elimination  of  anything.  The  re-arrimgemeut  concerns  only  the  nitro-  and  acetylene-groups ; 
oue  ox\='geu  goes  to  one  of  acetylene's  carbona,  breaking  the  triple  bond,  turning  it  into  a  single 
one,  and  taking  possession  of  the  two  valencies  thus  set  free ;  the  other  oxygen  sticks  with  one 
valency  to  the  nitrogen  and  unites  through  the  second  valency  with  one  of  the  other  carbon's  free 
valencies  liberated  by  breaking  the  triple  bond.  There  are  now  four  free  valencies  left,  three  of 
which  belong  to  the  nitrogen  and  one  to  the  second  carbon.  This  last  one  unites  with  one  of  nitrogen's 
free  valencies  forming  a  closed  chain  (pentagon),  and  the  two  remaining  free  valencies  of  the 
nitrogen  disappear,  the  pentad  being  reduced  to  a  triad. 

Fia.  1098 


Di-iaatogen,  C|aH>N304 


When,  again,  di-iaatogen  ia  treated  with  reducing  agents,  the  oxygens  inside  the  pentagons 
are  withdrawn ;  two  valencies  thus  set  free  unite  the  two  isatogen-groiips  by  a  double  bond,  and  the 
free  nitrogen-valencies  are  each  provided  with  a  hydrogen  from  the  reducing  agent ; 


Fio.  10^9 


Indigo,  Oi<jH^t,NaOj 


Indigo  is  obtained  from  several  plants,  but  especiaUy  from  IncHgofera  iindoria^  in  whicli  it  is 
present  in  reduced  state  (indigo- white,  fig.  1295 j  p.  3G5)  as  a  gluooside. 
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In  its  quality  of  an  acid,  nitric  acid  forms  compound  ethers  with  alcohols.     Some  of  these  are 


Fio.  1100 


t 


r5 


Fzo.  1101 


Alcohol  and  nitric  add 


Ethyl  nitrate,  OjHsNOs ;  b.p.  86®-8  ?  ezplodTe  fluid 


From  glycerin  and  nitric  acid : 


S^ 


Fio.  1102 


tJp 
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Nitro-glycerin,  glycerin  nitrate,  trinitrin,  glonoTn,  angio-nearosine,  C3H5N3O9  ;  an  oily  fluid,  explodes  on  heating; 
poisonous ;  used  in  neuralgia,  migraine,  asthma,  (fee.;  a  mixture  of  nitro-glycerin  and  silioious  earth  {Siiex 
farinaceuSy  Eieselguhr)  is  called  dynamite 


As  nitro-glycerin  is  a  compound  ether  in  which  nitro-groups  are  joined  to  the  carbon-atoms 
through  an  oxygen-atom  by  replacing  hydrogen  in  hydroxy!,  this  name  is  scientifically  not  the 
proper  designation.  In  nitro-compounds  the  nitro-groups  are  joined  directly  to  the  carbon-atoms, 
and  not  through  the  intervention  of  oxygen,  because  they  displace  the  whole  hydroxyl,  and  not  its 
hydrogen  only,  as  in  the  compound  ether  above.  They  are  therefore  identical  with  the  oorresponding 
nitro-hydrocarbons.  The  true  nitro-glycerin  is  thus  the  same  as  tri-nitro-propane,  and  has  the 
following  structure : 

Fio.  1103 


True  nitro-glycerin  or  tri-nitro-propane,  C^HsNaOe ;  oily  fluid ;  b.p.  200** ;  the  hydrogens  other  than  the  hydroxyli' 

in  alcohols  cannot  be  replaced  by  nitro-groups 


Prom  carbohydrates  (p.  151),  which  it  will  be  remembered  are  alcohol-aldehydes  and  alcohol- 
ketones,  some  important  compound  ethers  are  formed  with  nitric  acid.  The  most  noted  amongst 
them  are  the  oeUoloee  compounds  (vide  p.  158).     We  do  not  know  the  structure  of  oelluloee;  tine 
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only  thing  we  can  conclude  from  its  cberaical  behaviour  is  tliafc  it  must  be  a  combiijatioti  of  several 
XDoleculea  of  liexoses  by  eliiuination  of  water,  and  that  its  empirical  formula  is  (C^;Hj^,0^).r,  where 
a;  Btaods  for  an  unkno'WTi  figure,  which  for  the  sake  of  illustration  we  will  take  to  he  equal  to  2. 
^e  will  further,  for  the  same  reason,  suppose,  quite  arViitrarily^for  we  know  uothiug  about  it— that 
the  two  molecolea  are  joined  somewhat  in  lactide  fashion  (ride  tig.  935,  p,  257).  Into  this 
double  molecule  it  is  possible  to  introduce  by  way  of  etherification.  from  two  to  six,  radicals  of 
citric  acid.     The  hexa-nitrated  ether  would  thus  have  some  such  structure : 

Fia.  1104 


C«Uuloso  bexa-nitrate,  CiaHj^N^Oag 


Other  names  are  guu-cottooj  pyroxylin^  and,  quite  improperly  (see  above),  nitro-celliilose, 
It  is  insoluble  in  a  mixture  of  alcohol  and  ether. 

The  chief  constituent  of  the  different  sorts  of  so-called  smokeless  gunpowder  is  pyroxylin, 

prepared  from  various  cellulose-sources  {e.g.  straw)  mixed  with  other  things,  such  as  camphor,  potas- 

«ura-nitrate  and  -chlorate,  barium-nitrate,  Ac,  which  either  modify  or  increase  its  explosive  property. 

The  new  smokeless  powder,  cordite,  consists  of  gun-cotton  dissolved  in  acetone  and  nitro-glycerin^ 

1)eing  afterwards  formed  into  strings  or  cubes.     Celluloid  is  a  mixture  of  pyroxylin  and  camphor. 

When  nitrated  cellulose  is  subjected  to  reducing  agents  the  nitric  radicals  are  removed  and  the 

pure  cellulose  is  restored.     Textile  fabrics  treated  in  this  manner  are  said  to  hecorae  much  stronger, 

and  are  disliked   by  moths   and  other   in.^ects.     Such   fabrics  are   known  by  the  name  of  pilou. 

Compressed  pyroxylin  is  used  for  torpedoes. 

Cellulose  pent  a-  and  tetra-nitrate  are  soluble  in  a  mixture  of  alcohol  and  ether,  and  used  for 
the  preparation  of  col lodium  ;  hence  they  are  distinguished  as  colloxylins.  Mixed  with  nitro- 
glycerin they  form  a  gelatinous  mass  used  for  blasting  purposes.  Ballistite  is  the  name  of  one  of 
these  compounds.  Zapon  is  the  name  of  colloxylins  dissolved  in  amyl-acetate  and  amyl-alcohol ; 
camphoi'de,  if  they  are  dissolved  with  camphor  in  absolute  alcohol;  and  crystalline  when  dis- 
solved in  methyl-alcohol. 

Fatiire  Nomenclature  of  Organic  Oompounds'  TTmon  with  Oombinations 

of  Nitrogen  and  Oxygen 

The  only  two  Congress  rules  referring  to  these  compounds  are — 

1.  Iso-'nifToso'Coinpounds  will  be  considered  and  named  oximes.     Therefore  they  will  be  mentioned 
tinder  that  heading,  p.  320. 
•    2.  Niiro-compounds  7'etam  throitghoui  their  present  desi/jnoUon. 

As  the  nomenclature  of  cyclo- compounds  has  not  yet  been  settled,  and  as  interpreters  of  the 
rules  do  not  agree  on  the  nomenclature  of  poly-valent  radicals,  it  is  impossible  to  give  exam|>lea 
from  the  preceding  pages  except  that  of  true  nitro-glycerin  (6g.  1103,  p.  310),  which  will  receive 
the  name  of  1:2:3  nitro-propane. 
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NITROGEN  AND  HYDROGEN 
Ammoiiia  and  AmTnomnm 

Nitrogen  combines  aa  a  triad  with  hydrogen,  forming  ammonia  : 

Fig.  1105 


O*— A"^^ 


Ainmoma,  KH« ;  a  gaa ;  b>p.  -  40** 

Like  the  behaviour  of  sulphur's  valeiicies  (p.  286),  two  more  valencies  in  ammonia's  nitrogen 
may  come  into  play  when  an  electro-negative  group  or  element  is  affixed  to  one  of  them ;  for 
instance,  hydroxyl,  chlorine,  bromine,  iodinej,  acid-radicals,  &c* : 


Ammomom  bydroiide,  NH^O 

It  is  supposed  to  be  existing  in  the  solution  of  ammonia  in  water,  but  has  not  been  isolated,] 
has  ammonium  it£elf>  which  probably  would  consist  of  two  ammoniom  radicals  joined. 

Flo,  1107 


AnuDonium,  NgH^ 

It  is  very  mnch  like  a  metal  in  its  chemical  properties,  but  shonld  it  ever  be  obtained  in  frte 
state  it  would  probably  prove  to  be  a  gas. 

These  two  compounds  can  combine  in  a  most  varied  manner  with  other  organic  compounds, 
forming  i>erhape  the  largest  and  one  of  the  most  important  sections  of  organic  chemistry, 
including  the  alkaloids,  the  greater  part  of  the  modern  synthetical  remedies^  and  otss.  The  study 
of  this  subject  may  be  considered  scarcely  out  of  its  '  teens  *  yet,  but  is  in  a  state  of  very  promLsiug 
development,  growing  so  quickly  that  its  most  intimate  friends  would  hardly  recognise  it  after  bat 
a  few  years'  absence. 

The  process  of  combination  take^  place  'partly  by  the  hydrogen-^tom  in  the  two  ootnponndi 
being  replaced  by  other  compounds,  or  even  by  one  or  more  of  their  own  kin,  and  partl^f  1^  these 
two  compounds,  or  their  derivatives,  replacing  hydrogens  in  other  compounds,  although,  of  course, 
in  some  caaes  where  two  compounds  only  unite  there  is  no  distinction  between  the  two  processes. 

We  may  thus  divide  them  into  two  large  classes  with  subdivisions ;  in  the  following  claBsific»- 
lion,  however,  this  is  not  adhered  to,  as  thereby  nearly  allied  compounds  would  aometmea  be  widely  M 
separated,  and  their  relationship  would  be  lost  sight  of.  V 

A  short  description  of  the  structural  forms  of  the  several  classes  will  precede  the  derivativea  of 
such  members  of  each  class  as  are  supposed  to  have  sufficient  interest  for  as. 
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Ammonia's  Oombinatioiis  with  Hydrocarbons 
Amines  (Amido-conipounds) 


MOISTAMINES 

Primaxy  Ammonia-bases 

(amidobases) 

If  only  one  hydrogeii-atom  in  ammonia  ia  substituted  by  a  radical  we  obtain  what  is  termed  an 
amido-compoTind;  if  tho  radical  is  from  the  aliphatic  series  they  are  commonly  distinguished  as 
am^ines;  in  cyclo-compoiiQds  it  depends  upon  how  we  regard  them  j  if  we  look  upon  them  as 
cyclo-com  pounds  io  which  ammonia  has  been  introduced  we  call  them  ami  do-compounds;  but 
if  we  consider  them  ammonia  in  which  cyclo-componnds  ha^e  been  introduced  they  also  are 
termed  amines. 

Fia.  1108  Fio.  1109  Fio,  1110  Fio,  1111 

9 


0-HH*0 


Q*   4   O 


Methylamine,  CH^N ; 
a  gas 


O— <> — O 


0 — <► — o 


Propylamine,  C^HgN ; 


Fig.  1112 


O'-Ch^O 


Amido-benzeiie  or  phenylflmine, 
anilina,  CeHyK  j  b.p.  181*' 

Fio,  1113 


t 


o-Toluidiiie,  CjU^S  ;  b,p.  IS)?** 


Benzylamine,  C^H^N ;  b*p»  183"* 


Methyl  amine  occurs  in  a  plant,  Mercurialis  annua  and  perennu,  in  herring  brine,  and  in 
crude  wood-sph'it.     Water  absorbs  more  of  this  gas  than  of  any  other  (1150  volumes  at  12'^* 5). 

Ethyl  amine  ia  a  stronger  base  than  ammonia. 

Propylamine  is  used  in  chorea  and  rheumatism  ;  is  formed  by  the  putrefaction  of  glue. 

Aniline,  poisonous,  has  been  used  as  a  destroyer  of  lupus  nodules.  It  is  now  manufactured 
on  a  large  scale  from  nitro-benzene  (vide  p.  335),  originating  in  the  iir^t  instance  from  coal-tar.  It 
is  chiefly  used  in  the  colour  industry. 

Brom amide,  a  new  American  anti-neuralgic,  ifl  said  (A met.  Jaum,  Fharm,]  Ph.  G.  xxxiv. 
p,  lOOj  to  be  aniline^  in  which  three  benaeue-  and  one  amido-hydrogens  are  replaced  by  bromiiLQ. 

o*Toluidine  occurs  together  with  para-  and  meta-compouuda  in  coal-tar. 

Flo,  1114 
That  part  of  ammonia  which  remains  unaltered,  NH^  q^^^^-^q  is  termed  an  amido-groop. 

(For  further  development  see  p»  3J 
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Secondary  Aminoiiia-bases 

(IMIDO-BASES) 

Wlien  two  of  the  hydrogen-atoms  in  ammonia  are  replacecl  by  hydrocarbon-radicals  the  oom- 
poiinds  are  termed  secondary-  or  imido-bases,  the  rest  of  ammonia  in  which  only  one  of  tho 
hydrogens  is  left  randisturbed  being  designated  as  an  imido-gronp,  NH.     Their  nomencktnrd 
is  formed  by  placing  *  di-  *  before  the  hydrocarbon  radical,  indicating  that  there  are  two  of  tbem  ii* 
the  compound. 

Thus  we  have 


Fio.  1115 


Fio.  1116 


Fio.  1117 


4^+f4+-^:H^ 


Di-methylftmine,  O^H^N  ;  b-p.  8^ ;  Di -ethyl  wmn©,  C^HuK  ; 

preseni    in  hemng-brine   and  b.p.  67° 

Bausages ;  not  p^oisonoas 


Di-ph©njl amine,  C,5H|,N  ;  m*p,  54" ; 
derivatives  fami  dyes  (aturantia  and 
di-phenjIamiDe-blae) 


The  substituting  groups  need  not  he  of  the  eame  sort;  they  may  be  varied  according  ^ 
instance : 


Fio.  1118 


Fio.  1119 


Q 


Methyl-aniline.  C,HgN ;  b.p.  191*» 


Etbyl-ftnilme»  OaH^N  ;  b.p.  aDi** 


FiQ,  1120 
Q  9 


6        o 


Peeudo-ephedrinep  phenyl-hydroxy-propyl-m  ethyl  amine,  C10H15NO ;  m.p.  114'^  fHeger,  Netu  Artneimiitel,  1891)) 
a  new  mydriatic  remedy,  iaid  to  be  ever  so  much  better  than  any  other. 

(For  further  development  see  p.  351.) 
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Tertiary  Ammonia-bases 

(NITEILE'BASES) 

When  all  three  liydrogen-atomB  in  ammonia  are  replaced  we  obtain  tertiary  bases.  The 
rest  of  ammonia  consists,  then,  of  an  atom  of  the  triad  nitrogen,  which  may  be  considered  the 
radical  of  tertiary  bases,  and  is  also  dLstingui^hecI  as  such  by  German  chemists  as  nit  rile,  and 
its  derivatives  of  this  class  as  nitrile-bases,  but  it  has  not  been  generally  adopted  by  English- 
speaking  chemists,  the  name  being  reserved  for  another  series  of  compounds,  the  cyanides  of  alcohol- 
radicals,  where  the  three  valencies  are  linked  to  one  carbon-atom  (idde  p.  419). 

Analogous  to  secondary  bases,  the  nomenclature  is  formed  by  placing  *  tri-  *  before  the 
hy  d  rocarbon-rad  i  cal , 


Fio,  1121 


Fia.  1122 


^ 


'ri-uiethylaminet  C^H^N  j  b.p.  variously  stated  from  3'*'2  O^'S  ; 
occtira  in  herring  brine ;  was  mistaken  for  propylamine  in 
earlier  clieraical  works ;  it  is  nsed  in  chorea  inmor,  articular 
and  ftouto  rheumatism,  nnd  paralysis  agitans 

Fio.  1123 


Tn-ethylamiDe,  C^iHu^N  ;  b.p.  91*';  U  a 
product  of  putrefying  fish  ;  not  poi&onoua 


Tri'phenjlamin©,  Ci^Hi^.N  ;  m.p.  127*' 


(For  further  deTelopment  see  p.  353.) 


Future  Nomenclature  of  Ammonia-bases 

In  the  combinations  of  ammonia  with  hydrocarbons  the  latter  are  to  be  considered  substitnents, 
and  the  compounds  to  be  dislingnished  as  amines  and  not  as  aniido-,  iruido-j  or  nitrile-base?» 

Methy]-,  ethyl-,  propyl-,  di-methyl,  di-ethyl-,  tri-methyl-,  ethyl-methyl-,  &c*,  amines  retain, 
therefore,  their  respective  names* 
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Quarternary  Bases 

(AAIMONI  t^M-B  ASE8) 

As  previously  stated,  the  triad  ammomo  turng  into  a  pentad  when  it  comes  into  contact 
electro-negative  compounds.  Substituted  ammonias  behave  in  an  aualogous  manner,  the  electro- 
positive part  of  such  coin  pounds  going  to  oue  valency  and  the  rest  to  the  other*  The  word  '  tetra-* 
is  placed  before  the  name  of  the  corapuund  (prov^ided,  of  course,  that  the  substituting  groups  are  of 
the  same  sort)  and  that  of  the  electro-negative  part  after  ;  e.g. 

Fia.  1124 


T€tT&-inetbjI-&minomiim-hjdroxidei  C^Hjs^O  ;  a  cryBtalline  m&sa;  decomposea  on  heattng  * 

antiaeptic  in  diphthem 


used  aa  an 


A  corresponding  phenyl  compound  does  not  exist*  All  alkyl  compounds  are  strong  bases, 
some  even  stronger  than  ammonia  and  as  powerful  as  the  fixed  caustic  alkalis  which  they  greatly 
resemble  in  their  chemical  properties. 

Phenyl -compounds  of  lumnonia^  on  the  other  hand,  are  weak  bases;  the  more  phenyl  they 
contain  the  more  they  lose  of  their  basic  character,  so  that  tri-phenylamine  is  a  neutral  compound, 
and  will  uot,  therefore,  be  excited  into  a  pentad  in  the  presence  of  electronegative  bodies,  nor  will 
it  form  tetra-phenyl-ammonium-compounds. 

(For  further  development  see  p.  354.) 


Future  Nomenclature  of  Quartemary  Bases 

Nothing  is  said  in  the  Congress  resolutions  of  these  bases  except  of  one  group,  viz.  betaln6$ 
(vide  p.  356),  which  is  thus  specially  mentioned^ — 

'  The  miffix  to  dUiinyukk  this  fu7iction  is  -tame*     Exwrn^e  :  EthaiwylinTniethyltmne/ 

The  example  is  betaine  proper  (fig.  1265,  p,  o55)j  in  the  structure  of  which  there  is  a  closed 
chain.  Ethanoyl,  however^  the  radical  of  acetic  acid  with  its  carboxyl  unaffected  (vide  p,  202),  im 
an  open  straight  chain  which  would  constitute  the  compound  an  acid;  consequently  the  suffix  -taiJi^ 
must  be  int^suded  to  denote  a  closed  chain  in  the  structure,  and  the  oppoi-tunity  of  using  this  suffijc 
for  all  the  substituted  hydroxyl-ammonium  compounds  (vide  fig.  1124^  above)  with  choline,  neurine, 
muscarine,  &c*,  is  thereby  excluded. 

If  the  group  =  NOH  had  been  designated  by  the  suffix  'talne  (hydroxyl-amone  ?)  we  vvould 
have  had  the  means  of  providing  all  the  quarternary  bases  besidt^s  the  betaine-like  compound  (in- 
cluding amido-acids)  with  names,  though  the  use  of  ^tatne  for  this  purpose  would  scarcely  bd 
considered  a  very  happy  idea. 

The  ring-formution  might  be  indicated  by  tlie  prefix  cyclo-,  or  described  according  to  Professor 
Armstrong  as  tetra^phane  (Froceedings  of  Uie  Ch.  S.  1892-93,  No.  1134,  and  Chemical  New^^  Ixvi. 
p.  31). 


DIAMINES  AND  POLTAMINES 


317 


DIAMIM^ES 

The  former  class  was  termed  monamines  because  the  compotindB  were  formed  bj  substitutjong  in 
one  ammonia  molecule.  Diamines  are  so  called  because  they  are  formed  through  subatittitions 
by  two  ammoniaa  in  on©  or  more  hydrocarbons.     As  example  may  be  illustrated 

Fio.  1125  Fm.  1126 


Ethjlene-diftmine,  C,H,N,;  m.p.  10**;  b.p.  116^-6 


p-Dmmido*benzene,  p'phenjicne  diamine,  C,[H«Ng; 
m,p,  147*^ ;  photographic  developer 

(For  further  development  see  p.  356.) 


POLYAMINES 

Chemists  have  not  succeeded  in  affixing  more  than  two  amido-groiipa  to  one  aliphatic  hydro- 
carbon-molecule, but  as  many  as  five  amido-groups  have  been  joined  to  cyclo-eompounds. 

Two  or  more  molecules  of  hydrocarbons  can,  however,  be  joined  by  three  or  more  ammonia-rests  : 
one  or  more  will  in  this  case  be  imido-gronps  because  of  ha\4ng  a  hydrocarbon-radical  on  each  side. 
\Mien  the  number  of  ammonia-groups  and  hydrocarbon-groups  are  equal,  they  will  form  closed  j 
chains  by  dropping  a  hydrogen-atom  from  each  end  of  the  open  chain.     Amongst  these  compounds  1 
dare  such  as 

Flo.  1127  Fio.  1128 


Di-ethjlene  trianiine,  C4Hi.»Na  ;  b.p.  208" 


Tri-etliylene-triamine,  C^HisNii;  b.p.  2ir,^ 
(For  further  development  see  p.  oOO.) 


Future  Nomenclature  of  Diamines  and  Polyamines 

The  old  method  of  constructing  the  nomenclature  is  adopted,  subject,  of  course,  to  preceding 
rules.     When,  however,  the  group  NH  closes  a  chain  it  is  termed  imin^. 

Old  Nome7iclature  Nmv  Nomenclature 

Ethylene-diamine         (fig.  1125)  =  Ethane-diamine 
Di-ethylene-tri amine    (fig.  1127)  =■  Di-ethanearaine-amine 
Tri-ethylene-triamine  (fig.  1128)  —  Trl-etliane-triimine 

Both  BericJite  and  Agemla  have  in  the  first  example  Ethene-diamiDe — why  I  know  not. 
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Ammoiiia's  Combinations  with  Hydroxyl 

HYDBOXYLAMINE 

We  have  seen  that  the  triad  nitrogen  turns  into  a  pentad  when  one  of  its  valencies  is  joined  to 
hydroxy!  or  another  electro-negative  body.  This  presupposes  that  an  electro-positive  body  is  at 
hand  to  take  up  the  iifth  valency.  If  not,  ammonia  will  give  up  one  of  its  hydrogens  and  oH'er  the 
place  to  hydrosyl,  forming  a  compound  which  has  been  termed  hydro xylamine,  and  has  been 
successfully  isolated  about  a  year  ago  (Rec.  Trav.  ckim.x.  p.  101}  ;  derivatives  have  been  known  some 
years. 

The  structure  in  therefore 

Fid.  112& 


Hjdroxylamme,  hydreiy-ftmmonia,  NHaO ;  large  cryitale ;  m-p,  aS 

It  is  a  base,  and  will  take  up  by  addition  Jiydrochloric  acid, 

Fia,  1130 


Hydioijlamino  chloride,  hydroxy -amaiomtim  chloride,  NH^CIO  r  crystals ;  m.p.  100* ;  used  in  skm  diseaeefl 
ae  a  substitute  for  pyrogallic  acid^  chrysafobin,  J^ 

Hydroxy  lam ine  will  also  combine  with  benzoic  acid,  separating  a  molecule  of  water;  tw 
structures  are  possible  and  have  been  suggested. 


Fin.  1131 


FiQ.  1132 


— O 


Bena-hydroxylamme,  CtH^NO.j  ;  m.p.  124^ 


BenZ'hydroxamio  aoid 


The  first  is  a  substituttid   bydi-oxylamine,  the  second  is  a  hydroxamic  acid  (see  below), 
which  of  the  two  is  the  right  one  has  nob  yet  been  decided ;  researches  and  discussions  are  si 
going  on — may  be  that  both  are  right  (molecular  change). 

All   tln^e   hydrogen-atoms   of    hydroxylamine   are    rephiceable    by    benzoyl ;    if   one   or 
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hydrogen-atoma  are  thus  replaced  the  substitation-prodiicts  behave  like  ucids,  and  are  therefore 
termed  respectively  hydroxamic  and  hydroximic  acids;  the  compound  with  three  hydrogens 
replaced  is,  however,  a  neutral  compound. 

Hydroxy lamine  has  a  atracture  analogous  to  nitrous  acid  (fig.  1069,  p.  302)  with  this  difference, 
that  two  valencies  in  the  latter  bind  an  oxygen-at-om,  whereas  they  each  have  a  hydrogen-atom 
in  the  former*     On  account  of  this  similarity  of  structure  they  are  capable  of  forming  a  series  of 
the  same  sort  of  compounds,  viz,  oximes  (vide  p,  303)   by  separating  a  molecule  of  water  ;  there- 
fore nitrous  acid  with  its  oxygen  will  form  them  from  couiponnds  where  two  hydrof/ens  are  boiuid  to 
the  same  carlxm-aiom  (vide  fig.  1073,  p.  303),  whereas  hydroxylamine  with  its  two  hydrogens  will 
form  them  from  compounds  in  which  a  carbaii-atom  w  joined  to  an  oxygmv-aiom  by  two  of  its 
valencies  (carbonyl)  :  aldehydes  and  ketones  are  such  compounds.     The  oximes  fi*om  the  former  are 
termed  aldoximes,  from  the  latter  ketoximes  or  simply  oximes. 


Fio. 1133 
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Fio.  11^4 


Flo.  1135 


^ 


lldehjde  (%  538,  p.  131) 
^  hjdroiylaiQiiie 


-       Acetddoxiine,  CaH.NO ;  b.p.  114*» 


Actitoxime,  C^H-NO  ;  m.p.  60** ; 
from  aoetone  (fig.  566,  p.  138) 


Hydroxylamine  has  also  been  introduced  into  the  carbonyl  of  acids  in  the  same  way  as  when  it 
**^**iaia  oximes.  We  have  jost  had  occasion  to  mention  its  combination  with  benzoic  acid  (fig,  1132, 
It*-    318),     An  example  from  the  fatty  acids  is 


Fio.  use 


+ 


-^^-O 


Ac6to-hydroxiimio  acid^  CaHaNOa ;  m.p.  87''  (Ber,  xiii.  p.  2854) 


A3  a  class  they  are  distingnished  as  hydroxamic  acids. 

In  many  cases  it  has  been  foond  that  hydrtjxylamines  and  analoo^ua  compounds  (hydroxamic 
T^^^dfj^  hydrazoaes,  p.  338  &c.)  form  isomers,  which  must  be  stereo-isomers.     It  haa  been  au^^gested 
\Is^y^  XXV.  p.  1908)  that  the  hydroxy!  in  these  cases  does  not  stand,  as  it  were,  impartially  (perpen- 
^^Ularly)  between  the  groups  on  each  side  (they  being  difierent  groups),  but  leaning  over  to  one 
^^•ie  or  the  other  is  thus  supposed  to  influence  these  groups  differently.     In  order  to  express  this 
«*^ition  with  our  symbols  we  have  only  to  turn  the  nitrogen-symbol  upside  down : 
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Fm.  1138 


O*- 


A  n  ti  ^  ace  taido  xlme 


Sjn-acefaldoxime 

and  in  order  to  distangaish  the  isomers  by  naznes  it  has  also  been  proposed  to  prefix  the  compound 
by  »yn-  (syn-aldoximes)  when  the  configuration  is  as  in  the  tirsfc  of  the  tigurea  above,  and  by  tjntit 
(anti-aldoxinies)  when  the  hydro xyl  leans  the  other  way.  The  above  atructures  are  only  geometridl 
expressions  for  nitrogen *s  stereo-isomerism. 

Di-aldehydes  and  di-ketones  form  similar  compounds  with  hydroxy  lam  ines. 


From  Qlijoxal  (fig.  545,  p.  132)  : 
Fia.  1139 


9      9 


From  Aceionyl  acetone  (fig,  578,  p.  140): 
Fio.  1140 


<i><^ 


-o 


Glyoxime,  CjHiNaOa ;  m.p.  178^ 


O- 


Acetonyl-aeetoxime,  CnHjaNgOa  :  m.p.  134* 


Future  Nomenclature  of  Iso-nitroso- compounds,  HydroxylamineSj 

and  Oximes 

The  OongTees  rules  affecting  these  bodies  are^ 

1.  Compounds  derived  from  hydroxylamine  by  substitutions  of  the  hydroxyUc  hydrogen 
the  suffix  hydro3syla/mine. 

2.  Oximes  are  to  be  distingnisbed  by  adding  the  word  oxime  to  the  hydrocarbon  from  whicii 
they  are  derived. 

The  first  rule  is  simple  enough,  but  we  have  had  no  occasion  to  mention  any  of  these  compoundB 
on  the  preceding  pages. 

The  second  rule  liad  the  following  rider  added  to  it  in  the  resolution  published  in  Nduf^ 
(omitted  in  Atje^uld,  perhaps,  because  it  is  considered  self-evident) : 

*  Iso-nitrnso-coni pounds  are  looked  upon  as  oxiviesJ 

The  only^  and  also  sufficient,  way  in  which  aldoximes  can  be  distinguished  from  ketoxira^a  m 
the  new  nomenclature  is,  therefore,  by  the  numerals  indicating  the  place  of  hydroxylamine. 


Old  NoTnenclaturt^ 

Iso-nitroso-acetone 

Propyl-pseudo-nitrol 

Acetaldoxima 

Acetoxime 

Glyoxime 

Acetony  1-acetoxime 


New  Nomenclaiure 

(fig*  1074,  p,  303)  =  Propanone-oxime 

(fig.  1087,  p.  30*3)  =  1  Nitro-propane-1  oxime 

(fig.  1134,  p.  319)  =  Ethane-oxime 

0 


(fig.  1135,  p.  319)  =  Propane-2  oxime 
(fig.  1139,  p.  320)  =  Ethane-dioxime 
(fig.  1140,  p,  320)  ^  Hexane-2  :  5  oxime 

and  if  also  hydroxamlc  acids  are  to  be  considered  derivatives  from  the  corresponding  hydpocarboni  j 
and  nut  from  the  acids : 


Aceto-hydroxamic  acid  (^g.  1136,  p.  319)  —  EthanoH  oxime, 


Hydrogen  in  ammonia  may  be  displaced  by  radicals  of  mon-acid  alcohols  witli  elimination 
erf"  two  hydrogens  or  of  poly-acid  alcohols  with  elimination  of  water,  such  compounds  being  termed 
iydraminea.     According  to  the  number  of  hydrogen-atoms  thus  or  otherwise  replaced,  primary, 

icondary,  and  tertiary  bases  are  obtained. 
We  know  of  substitiitiona  by  eikijl-alcohol  (or  ghjcol) : 
Fio,  1141  Flo.  1143 


Fig.  1143 


{)        6 


— #— O    0— # 


=H4 


-#--^ 


Tn-etho3tyl- amine,  azo-etbyl-ftlcohol, 
CcH^s^O^  ;  tertiary  base 


^^^j^ojy.e^ylamine,  Di-ethoiyl-ainine,  imido-ethvl-aleobol, 

^ ^^^ oiyl- amine, C^H^NO  C^HnNOj;  secondary  b ase 

E*^^jcjiary  base 

Syropy  litiuida 

3?or  tertiary  bases  retaining^  on  accoupt  of  their  hydroxy!,  the  properties  both  of  a  base  and 
*-  alcohol,  and  their  ability  to  form  ethers  of  a  basic  character,  a  collective  name,  alkines,  has 
^^^^i:^  proposed,  and  for  their  ethers  the  name  of  alkeines  {Ber,  xix.  p.  1873),' 


■  T>t^« 


Ammonia's  Combinations  with  Phenols 

AMIDO-PHEXOLS 


Phenol  and  ammonia  combine  in  the  same  manner,  thaf.  is,  one  to  thi'ee  ammonias  may  unite 
^^^^t  one  phenolj  but  not  more  than  one  phenol  can  join  one  ammonia,  e,g. 
~  Fm>  1144 


p-Amido-phenoU  CoH^NO  ;  m.p.  184'^ ;  an  excellent  photograpliic  developer  ;  tlie  ortbo-  and  meta-oompoandi 

have  aUo  b«e(i  prepared 

(For  further  development  see  p,  346.) 


%         \iltbougb  the  definition  compiiaea  tertiary  bases  only,  the  proposer  of  the  name  calls  eonbydrine  (fig«  1430,  p.  39G)  an 
^  j^^ltiue/  thongb  it  la  not  a  tertiary  but  a  aecaadary  base.     Tbis  olass-naine  should  therefore  be  used  with  a  certain  amount 
Reserve  QQtU  a  better  deOniiion  turns  up. 
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Ammonia's  Combinatioii  with  Aldehyde 

Ammonia  can  be  atltled  to  acetic  aldehyde  (fig.  538,  p.  131),  canaing  a  re-arrangement  of  ita 
Btrnctnre  by  ^ivin*^  up  ooe  of  its  hydrogen-atoms  to  aldehyde's  OKygen,  and  assuming  itself  the 
place  vacated  by  changing  the  double  bond  into  a  single  one  : 


Fm,  1145 


Fig.  1146 


-^>J 


Aldehyde 


ammonia 


Aldeh  J  de-ammonia,  C^H^NO  ;  ni.p.  80** 


When  two  nioleculca  of  sulphuretted  hydrogen  act  upon  three  molecules  of  aldehyde  ammonia,  I 
two  molecules  of  ammonia  and  three  of  water  are  split  off,  and  two  atoms  of  sulphur  take  the  plaos 
of  ammonia : 

Flu,  1147  Fio.  1148 


^tt     0-  4  'O  ja 


o-~®-^o 


^.^^-^" 


—        oH^^^o 


o--^--o 


Three  molecales  of  aldchydi^  ammonia  +  two  molecTileft 
of  sulphuretted  hydrogen 


Tbiaiame,0eHi3NSa;  m,p.  48**;  +  three  molecule 
water  and  two  molecules  of  ammonia ;  poiBoa^ 
(Medical  Annual,  1892) 

(For  derivative  see  p.  368,^ 


Future  Nomenclattire  of  Hydramines  and  Aldehyde -ammonias 
The  rules  ali'eady  given  are  sufficient  to  tbnix  the  names  in  these  classes  : 

Old  Nomenclature  New  N{/me7iclaiur6 

Hydroxy-ethyl-amine  (^g.  1141^  p.  321)  =  Ethane-2  ol-amine 
DL-ethoxyl-amine         (fig.  1142,  p.  321)  =^  Di*ethane-2  ol-amine 
Tri-ethoxyl-amine        (fig.  1143,  p.  321)  —  Tri-ethane-2  ol-umine 
Aldehyde-ammonia      (fig.  1146,  p.  322)  ^  Ethane-1  ol-amine 
Chloral-ammonia         (fig,  1809,  p.  368)  ^  Trichlor-e thane- 1  ol-amine 
Chloral-imide  (fig.  1312j  p.  369)  =  Trichlor-ethane-tri-imine 
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Ammonia's  Combinations  witli  Acids 

Ammonia  and  acids  may  combine  in  two  ways,  either  by  addition  or  by  substitution. 


AMMONIUM  SALTS 

By  addition  ammoniom  salts  are  formed,  the  triad  nitrogen  assuming  the  character  of  a  pentad, 
one  of  the  new  valencies  receives  the  acid's  hydrogen,  the  other  the  rest ;  for  instance,  ammonia 
and  hydrochloric  acid : 


Fig.  1149 


O'  O    o         + 


G**^- 


Ammonia       +     hydroohlorio 
acid 


Fio.  1160 


^ 


ATnTnoninm  chloride,  sal  ammoniao,  NH^Cl ; 
Tolatilifles  without  melting  when  heated 


Fia.  1161 


0»-^!HO       +       O'^^     # 


Ammonia        +  f  ormio  aoid 


Fio.  1162 


Ammonium  formate,  CH5NO2 ;  m.p.  100** ; 
used  in  ohronic  paraljsiB 


Fig.  1163 


Fig.  1164 


O*   ^   'O 


Ammonia 


acetic  aoid 


Ammonium  acetate,  C2H7NO2  ;  m.p.  89^ ; 
used  in  influenza  complicated  with  bron- 
chitis, scarlatina,  and  yellow  fever 


By  substitviion  there  is  an  alternative  :  the  organic  acid  attaches  itself  either  by  its  alkyl  part 
or  by  its  carboxyl  part.  In  the  former  case  we  call  the  compounds  amido-acids,  in  the  latter  case 
amides  (add  amides  or  a/mine-^Lcids). 


T  2 


<i^ 
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AMTDO-AOIDS 
,^u^,  v.Jw*  {K  175): 

Fia.  1155 


Nv  >.4.v>  .wiU«  vXiurlMamo  aoid,  CHsNO,,  may  also  be  looked  open  as  an  amine-aoid,  and  will  be 
mentioned  as  snch  afterwards 

.i^a  (tig.  tJt>7,  p.  175)  : 

Fio.  1156 


o-i-l^ 


Amido-aoetic  acid,  glycocoU,  glycocine,  CsHsNO,  ;  m.p.  232° ;  decomposes 

V(  I  V  ^  ^'voll  (to  be  carefully  distinguished  from  glycol,  fig.  364,  p.  76)  is  found  in  human  urine; 
o  tU-  uiiivo  vif  hdrbivora  it  occurs  in  combination  with  benzoyl  as  hippuric  acid  (fig.  1185,  p.  330). 
VVU  >H  lu.iuiumliu  are  fed  upon  glycocoll  it  leaves  the  organism  as  urea,  but  from  birds  it  is  voided 

\uUvl^»  t^v^ulH  are  rather  peculiar  compounds:  their  ammonia-end  can  combine  with  acids  and 
tK  li  r^MiUi^.vl-mid  with  bases,  at  the  same  time  they  are  in  the  free  isolated  state  perfectly  neutral. 
\  i  l4i\4  UmvoluiH)  been  suggested  (Ber.  xvi.  p.  2650)  that  the  fi^e  compounds  form  a  ring,  perfectly 
>vt\  \i^Vd^>ufei  Ui  butuYue  (fig.  1265,  p.  355)  by  joining  the  carboxyl  to  the  nitrogen,  ammonia  becoming 
(uuunoulum).     This  structure,  e.g.y  of  glycocoll  is  thus  represented  : 

Fio.  1157 


°TO^ 


lu  jMmrly  all  their  derivatives,  however,  the  closed  chain  is  broken  and  is  re-converted  into  an 
\\\\v\\\  \'Mixu\  ;  they  will  here  be  represented  in  the  usual  form  of  the  open  chain,  because  thus  they 
m  vj  Imttar  comparable ;  besides,  as  structures  with  a  closed  chain,  they  would  have  to  be  referred  to 
\\\M  iluriviitives  from  quartemary  bases  (i.e.  betaines). 

H  a  methyl  be  introduced  into  the  amido-group  of  glycocoll  we  obtain  methyl-glycocoll  : 


iaioosine,  methyl-glyooooll,  C,HyKO.  ;  m.p.  %IQ^ 


AMIDO-AOIDS 


825 


^^B^Gm  propionic  acid  (fig.  669,  p.  176) : 


Fig.  1169 


O— A 


t 


^ 


-#-*^ 


Alanine,  a-amido-propionic  acid,  OsH^NOa ;  melts  and  sublimes  at  255°,  partially  decomp. ;  the  mercniy-salt 
is  used  in  syphilis.    The  jS-oompound  is  also  known 

Cystine  is  formed  from  alanine  by  replacing  the  hydrogen  joined  to  the  central  carbon-atom 
y  the  radical  of  sulphuretted  hydrogen  (SH). 

IVom  capra'ic  acid  and  iso-butylnicetic  acid  (figs.  673,  674,  p.  177)  : 


+H 


Fio.  1160 
? 


Fio.  1161 


I 


^ 


A    A 


■•--o 


Lencine,  o-amido-caproio  acid,  CeHisNOa  ;  m.p.  170° ;  occurs  Leucine,  a-amido-iso-caproic  acid,  CoHisNOg ;  is 

abundantly  in  the  animal  orgazdsm  as  a  product  of  kata-  derived  from  vegetable  proteids  (Ber,  xziv. 

holism  of  proteids ;  is  the  white  substance  in  the  *  eyes'  p.  ""''' 
of  gruy^e  cheese 


Prom  ethylene-lactic  acid  (fig.  693,  p.  179)  ; 


Fio.  1162 


Serine,  a-amido-ethylene-lactic  acid,  amido-glyceric  acid,  C3H7NO, 
From  succinic  acid  (fig.  714,  p.  185)  : 


Fig.  1163 


^.  <^M<^. 


*o 


Aspartic  acid,  amido- succinic  acid,  C4H7NO4 ;  may  also  be  looked  upon  as  malic  acid,  in  which  hydroxyl 

is  replaced  by  an  amido-group 
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The  aldehyde  of  this  acid 


Aspartic  aldehyde,  O^HtNO,  ;  hypothetieal 
has,  however,  been  suggested  as  the  compound  irom  which  proteids  are  formed  by  condensati 
From  glutaric  acid  (fig.  719,  p.  185)  : 


Fia.  1166 


■^1ii^-' 


Glntamio  aoid,  ObHqNOa  ;  m.p.  202° ;  is  nearly  always  foond  together  with  aspartio  aoid 
From  eroUmic  acid  (fig.  740  p.  190)  : 


Fig.  1166 


4^ 


JC-. 


3-Amido-crotonio  aoid,  O^HtNOs 

Amido-acids   formed  firom   the  acrylic-acid   series  with  a  double  bond  are  collecfcivel; 
tinguished  as  leucei'nes,  whereas  those  irom  the  fundamental  acid  series  are  leucines. 

From  cyclo-^icids  (p.  208).: 

Oyclo-acids,  being  aliphatic  acids  with  a  cyclo-hydrocarbon  affixed  to  their  alkyl  part,  cai 
fore,  form  similar  compounds  ;  for  instance,  benzoic  acid  (fig.  812,  p.  211). 

FiQ.  1167 


♦-0 


p-Amido-benzoio  acid,  CtHtNOs  ;  m.p.  186^ 


According  to  the  position  of  the  amido-group  there  are  also  an  ortho-acid  (1  :  2),  ai 
acid,  and  a  meta-acid  (1  :  3),  benzamic  acid. 


AMIDES   AND   ACID   AillDES 
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Two  or  three  amido-groiips  may  be  fixed  to  the  beozeue-ring,  forming,  theoretically,  six  di-amido-, 
«nd  six  tri-amido-benzoic  acids,  five  of  the  former  and  two  of  the  latter  having  been  prepared. 

The  amido-groop  need  not  always  affix  itself  to  the  benzene^ring  ;  it  can  also  enter  the  aide- 
ohain. 

An  instance  is  para-con inarlc  fuid  (vide  p.  216),  where  ammonia  breaks  the  double  bond,  gives  a 
^liydrogen  to  one  of  the  valencieSj  and  the  rest  seizes  the  other. 

Fio.  116R 


O— ©-^ 


-#™o 


I  Tyrosine,  iS-hydroxy-pheiiyl-alftiiine.  p-hydrt)iy.pheojl-o-atiiid<»-propioiiiG  acid,  C„HiiNOj;  m.p.  235° ;  ocours  in 
^^  anhealthj  liyer,  molasses,  old  cheese,  panoreatio  gland,  and  is  a  decompusition  product  from  horn,  albiimen,  feathers, 
^V         hair,  Ac;  it  may  also  be  looked  upon  as  a  combina-titin  of  pJienol  and  alanine  (fig.  115'J,  p,  325) 

^^^L  (For  further  development  see  p.  363.) 

^^^H  Future  l^omenclature  of  Amido-acids 

Ammoma  forming  a  substituent  in  the  alkyl-part  of  an  acid  ia  distinguished  by  the  prefix 

I  Old  NommiclaiuYe  Netr  Kmumxlaiure 

Carbarn ic   acid    (figs,  1155  and    1173,1  _  J  Amino-methanoic  acid,  or  methanole  amide 
pp*  324,  328)  f  ~    I       (according  to  the  rule  of  amides) 

GlycocoU  (fig.  1156,  p.  324)  ^  Aniino-ethanoi'c  acid 

Glycocoll  (fig.  1157,  p.  324)  s=  Ethanoyl-taine 

Sarcosine  (fig,  1158,  p.  324)  =  Methyl-am ino-ethanoTc  acid 

Alanine  (fig.  1159,  p.  325)  ^  2  Amino-propanoic  acid 

Lencine  (fig*  1160,  p,  325)  ^  2  Amino4iexanolc  acid 

Leocine  (fig.  IWl,  p.  325)  =  4  Amino-2  methvl-pentanoic  acid 

Serine  (fig,  1162,  p.  325)  :^  2  Amino-propane-l  ol-oic  acid 

Aspartic  acid  (fig,  1163,  p,  325)  =  2  Amino-botane-tlioic  acid 

Aspartic  aldehyde  (tig*  1164,  p,  326)  =  Amino-butane-dial 
T 


AMIDES  AKB  AOID  AMIDES 


{or  AMINIO  ACIDS) 

These  are  formed,  an  already  mentiooed,  by  affixing  to  ammonia  an  acid  by  its  carboxyl-end ; 
a  molecnle  of  water  is  separated,  the  bydroxyl  of  which  is  taken  from  the  carboxyl,  ammonia  con- 
tributing the  hydrogen  needed  to  form  water.     Thus  ammonia  forms — 

From  formic  acid  (tig.  G66,  p,  1 75)  : 


Fig.  1169 


Fia.  1J70 


O^^^     +  Htf"^^ 


Formlo  aoid  +  &mmoaia 


Water +  formiimLde,  CH^NOi  b.p.  192* 
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The  mercury-compoiMid : 

Fio.  1171 

Mercnry-formnmide,  Hg(CH^NO).j ;  used  for  subcotaneous  injectioni 

From  iiceiic  acul  (fig.  G67,  p.  175)  : 

Tio,  1173 


Acetamide,  CaHgNO  ;  m.p.  82*> 


The  two  remaining  hydrogens  of  ammonia  may  also  be  substitoted  by  acid  radicals  in  the  i 
way  as  the  first  hydrogen,  produciiig  secondary  or  tertiary  amides;  or  they  may  be  repl 
by  alcohol  radicals  (alky Is  forming  alkylated  amides). 

Dibasic  acids  (p,  184),  having  two  carboxyls,  may  have  an  ammonia  rest  affixed  to  eitJier  onm 
or  both  of  them;  in  the  former  case  the  compomids  are  acid  amides  or  amine-acids,  in  tl^ 
latter  amides.  OarlH>nic  acid^  thet*efore,  forms  two  combinations  with  ammonia,  one  of  which  h=a 
already  been  mentioned,  viz.  carbamic  acid  (fig.  1155,  p.  324),  which,  besides  being  considered 
derivative  of  formic  acid,  may  just  as  well  be  looked  upon  as  formed  from  carbonic  acid. 


Pio.  1173 


o*-H^       ™^- — @=-€> 


Caibainio  acid,  CHaNOn  \  cannot  exist  in  free  slate,  splitting 
ap  into  carbon  dioxide  and  ammonia ;  bnt  as  booh  as  a 
base,  an  alcohol^  or  oven  another  ami  do -group  lend  a  a 
helping  hand  by  pushinp  the  hydroiyl  iiwaj,its  existence 
AS  a  aalt,  ether,  amide,  <&o.,  is  secured 


Fia.  1174 


Carbamide,  urea,  CH^N.jO ;  m.p-  133°;  it  is  the  final  -^ 
compoaition  product  from  the  oxidation  of  nitrogen^c: 
compounds  (albumen  d'c),  just  as  carbonic  acid  is  fi^-^ 
the  oMdation  of  hydrocarbons  and  their  oxygen-derm- 
tives.    An  adult  produces  about  30  gmmmes  urea  f 
the  urine  contains  20-30  grammes  in  a  litre 


Oxalic  acid  (fig.  712,  p.  It54)  forma  similarly,  two  compounds  : 

Fig.  1175  Fig.  1176 


Oxjunic  acid,  CjHaNO^ ;  m.p.  173^ ;  decomp. 


Ox  amide,  C^H^N^O, ;  splits  up  on  heiktiag 


and  succinic  acid  (fig.  711,  p.  185j  ; 


Fm.  1177 


I  l<^L 


Ffo.  1178 


Baooinamic  acid,  C^H^NO,, ;  nixp.  .100° ;  bting  at  the  Bam© 
time  converted  into  sucoinimide 


Succinamide,  04HeN!,O2 ;  being  oooTert^  into  ma 
mide  at  200^ 


AMIDES   AND  ACID  AMIDES 
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If,  instead  of  saccinic  acid,  we  employ  amido-succinic  acid  (fig.  1163,  p.  325)  we  may  have 
±  w<D  structures  according  to  which  hydroxy  1  is  replaced : 

Fio.  1179  a  Fio.  1179  b 


iB-  -A^sparagine,  amido-saooinamio  acid,  aspartic  amide,  C^HgNiOs  o-Asparagine  C4H8N;jO:, 

The  first  of  the  figures  represents  ordinary  dextro-rotatory  asparagine,  the  second  is  optically 
ix^ixctive  and  a  laboratory  product. 

Ordinary  asparagine  is  widely  distributed  in  the  vegetable  world,  particularly  in  plants,  or  parts  of 

X^l^  CMits,  growing  in  the  dark,  e.g,  asparagus.     The  peculiar  smell  of  urine  after  eating  asparagus  is  not 

ci\a«  to  asparagine,  as  formerly  believed,  but  is  now  attributed  to  ethyl-mercaptan  (fig.  992,  p.  281). 

When  succinamide  is  heated  to  200**  one  of  the  amido-groups  leaves,  taking  a  hydrogen-atom 

a*long  with  it  from  the  amido-group  at  the  other  end,  thus  leaving  a  free  valency  at  each  end.     The 

consequence  is  that  the  chain  bends  and  forms  a  closed  chain  : 

Fig.  1180 


Sacoinimide,  CaHsNOs  ;  m.p.  125° ;  the  same  happens  to  saccinamic  acid  at  300^,  water  being  dropped 

The  hydrogen  attached  to  the  nitrogen-atom  may  be  replaced  by  some  metals.     Mercury,  which 
ia  a  dyad  element,  will  replace  the  hydrogen-atoms  of  two  molecules  of  succinimide. 


Fio.  1181 


Mercary  BQCcinimide,  Hg(04H4N02)3  ;  used  for  subcutaneous  injections ;  it  has  no  effect  upon  albuminous 
fluids,  and  is  therefore  well  adapted  for  this  application 

The  two  oxygen-atoms  of  succinimide  may  be  removed,  leaving  four  free  valencies.  In  order  to 
accommodate  these  the  hydrogens  inside  the  ring  will  leave  their  places,  and  remove  to  the 
valencies  outside  the  ring,  so  that  double  bonds  may  be  formed,  and  a  compound  of  this  structure 
will  result. 

Fio.  1182 


Pyrrol,  O^HgN  ;  b.p.  131° ;  occurs  in  coal-tar  and  bone-oil 
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Pyrrol  is  analogous  to  furfurane  (fig.  941,  p.  260)  and  thiophene  (fig.  1015,  p.  285),  all  three 
being  di-ethylenes,  which  are  formed  into  closed  chains  through  the  assistance  of  oxygen,  sulphur, 
or  nitrogen.     Compare  also  succinimide,  above,  and  succinic  tmhydride  (fig.  716,  p.  185). 

When  the  four  hydrogen-atoms  bound  to  carbon-atoms  in  pyrrol  are  replaced  by  iodine  it  is 
converted  into 


Fig.  1183 


lodol,  tetra-iodo-pyrrol,  O4HI4N  ;  deoomp.  on  heating ;  non-poisonoas ;  need  instead  of  iodoform  as  an  antiseptic ; 

it  is  also  a  local  anadsthetio 


From  benzoic  acid  is  derived 


Fio.  1184 


Benzamide,  O7H7NO ;  m.p.  130'' 

By  joining  acetic  Ojcid  by  its  alkyl-part  to  the  amido-group  we  have  the  structure  of  hippur-   :^Bc 
acid: 

Fio.  1186 


H 


-•-O 


Hippurio  acid,  benzamido-acetic  acid,  CgHsNOa  ;  deoomp.  on  heating 


It  is  found  in  the  urine  of  herbivora ;  also  in  that  of  camivora  after  taking  benzoic  ax^^d 
internally.  It  may  be  looked  upon  as  a  joining  of  benzoyl  and  glycocoU  (fig.  1156,  p.  324),  tie 
latter  being  found  in  the  bile  as  glycocholic  acid,  which  explains  the  production  of  hippuric  acid  m 
the  human  urine  after  eating  benzoic  acid. 

Eugenol-acetic-amide,  OigHigNOg,  m.p.  IIO*',  formed  from  eugenolr-acetic  acid  (fig.  93  J, 
p.  253)  by  substituting  an  amido-group  for  carboxyrs  hydroxyl,  is  recommended  as  a  loc?«' 
ansBsthetic. 

(For  anilides,  which  strictly  belong  to  this  class,  vide  p.  341 ;  and  for  further  development,  p.  S68-) 
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Future  Nomenclature  of  Amides  and  Acid  Amides 

The  nomenclature  of  these  compounds  is  to  be  formed  from  the  corresponding  hydrocarbons  (not 
from  the  acids)  and  the  suiB^  ^amide,  or  -imide,  ill  the  case  of  the  group  NH  closing  a  chain.  An 
exception  is  urea,  which  retains  its  name.  Amidoximes  (a  class  we  have  not  had  occasion  to 
mention)  also  retain  their  names  with  aforesaid  restriction. 

Old  Nomenclature  New  Nomenclature 

Formamide  (fig.  1170,  p.  327)  =  Methanamide 

Acetaniide  (fig.  1172,  p.  328)  =  Ethanamide 

Oxamic  acid        (fig.  1175,  p.  328)  =  Ethanamide  acid  (?) 

(Ethanoyloic  (acid)  amide  ?) 
Oxamide  (fig.  1176,  p.  328)  =  Ethanediamide 

Succinamic  acid  (fig.  1177,  p.  328)  =  Butanamide  acid  (?) 
Succinamide        (fig.  1178,  p.  328)  =  Butanediamide 
Succinimide        (fig.  1180,  p.  329)  =  Butanimide 
Asparagine  (fig.  1179,  p.  329)  =.  2  Amino-butanamide  acid  (?) 

Amidines 

The  carbonyl-oxygen  in  amides  may  be  replaced  by  an  imido-group,  and  such  compounds  are 
distinguished  as  amidines.     The  free  amidines  are  unstable,  but  i^ey  form  with  acids  stable  salts. 

Fig.  1186  Fio.  1187  Fia.  1188 

O-*^^  m  ^|^-*Q  qJIC-^— O  O"    #        WLf  ^y»^»0 

Formamide  +  ammonia  a  Formamidine,  methenylamidine,  similarly :  Aoetamidine,  ethenylamidine, 

CH4N2  ;  m.p.  81°  CaHeNa  ;  deoomp.  on  heating 

Mention  is  due  to  these  compounds  as  a  class,  otherwise  they  are  of  little  interest  to  us. 

Future  Nomenclature  of  Amidines 

The  sufi^  ^amidine  is  retained  as  the  distinguishing  class-designation,  but,  like  amides, 
amidines  are  considered  derivatives  from  hydrocarbons,  and  not  from  acids. 

Old  Nomenclature  New  Nomendature 

Formamidine  (tig.  1187,  above)  =  Methanamidine 
Acetamidine  (fig.  1188,  above)  =  Ethanamidine 

In  the  case  of  substitutions  in  one  or  both  nitrogen-groups  it  has  been  suggested  to  split  up 
the  suffix  -amidine  into  amidnimidine,  e.g.  ethanamidr^thylimidine. 
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Hydrazme 

Ammonia  is  also  able  to  combine  with  itself  by  removing  one  pair  of  hydrogen-atoms; 
the  ensuing  compound  is  termed  hydrazine. 


Via.  1189 


Two  molecales  of  ammonia 


Fio.  1190 
Hydrazine,  N3H4  {Ber.  xx.  p.  1632) 


Hydrazine,  which  has  been  known  only  the  last  few  years,  is  a  colourless  gas  faming  in  the 
air,  and  is  a  strong  base.  Its  hydrogen-atdms  may  be  substituted  by  hydrocarbons  and  derivatives. 
If  the  substitution  takes  place  in  the  same  nitrogen-atom,  the  derivatives  are  styled  hydrazine- 
compounds;  but  hydrazo-compounds  if  hydrogen  in  each  of  the  two  amido-groups  is 
replaced. 


HYDRAZINB-OOMPOUNDS 

(Asymmetrical    or    a-hydrazines) 

According  as  one  or  two  hydrogen-atoms  in  the  same  amido-group  are  replaced,  they  are  dis- 
tinguished as  primary  or  secondary  hydrazines,  e.g^. 

Fio.  1191 


-U-l. 


Ethyl-hydrazine,  CaHgNa ;  b.p.  100°  ;  primary 
Fio.  1193 


0        O 
Di-ethyl-hydrazine,  C^HnNa  ;  b.p.  96-99** ;  secondary 

Fio.  1194 


Phenyl-hydrazine,  CeH„Na ;  m.p.  23** ;  primary 


Di-phenyl-hydrazine,  C^aHiaNa ;  oily  fluid ;  secondary 


HYDRAZINE-COMPOUNDS 
Also  mixed  secondary  hydrazines  exist : 
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Q 


•*"^  *  ^^-*Q 


a-Methyl-phenyl-hydrazine,  C^HioNa ;  b.p.  227°,  under  745  mm.  pressure,  slightly  deoomposing 


HYDRAZO-OOMPOUNDS 

(Symmetrical    or    /3-hydrazines) 

Hydrazo-componnds  of  the  aliphatic  series  alone  are  not  known ;  cyclo -compounds  and  their 
derivatives  are,  however,  prepared  in  great  numbers,  as  well  as  mixed  cyclo-  and  aliphatic  com- 
X>omids. 

As  the  simplest  examples,  may  be  mentioned 

Fio.  1196 


o-^Vi4-|-o 


Hydrazo-methyl-phenyl,  $-  or  /3-methyl-phenyl-hydrazine,  GtHjoNs  ;  b.p.  180° ;  a  volatile  onstable  oil,  used 

in  the  preparation  of  antipyrine 

Fio.  1197 


Hydrazo* benzene,  O19H19N, ;  m.p.  131° 
(For  farther  development  of  hydrazines  and  hydrazo-compounds,  vide  p.  380.) 
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Future  Nomenclature  of  Hydrazine- compounds 

The  conventional  diatinction  between  symmetrical  and  jisym metrical  hydrazines  is  maintam&£^ 
the  former  by  interposition  of  the  word  hyd/razo  between  the  eabstituting  hydrocarhom  in  ea-c^V 
amido-gronp,  the  latter  by  the  snfBx  -hydrazine  added  to  the  names  of  the  substituting  hydrocar^x^"'^      ? 
radiccbk.  ■ 

We  will  in  tlie  undermentioned  examples  suppose  that  benzene  and  phenyl  are  to  retain  th^^wit^ 
old  names. 

Old  N(mi€7bclat/u/r& 


Ethyl-hydrazine 
Di -e  thy  1-hy  drazine 
Phe  ny  1-hydrazine 
Di-phe  ny  1-hy  drazine 


New  Nomenclature 

(%.  1191,  p.  832)  ^  No  change 

(fig.  1192,  p.  332)  ^  No  change 

(fig.  1193,  p.  332)  =  No  chang© 

(fig.  1194,  p.  332)  =  No  change 
Methyl-phenyl-hydmzine  (fig,  1195,  p.  333)  =  rhenyl-methyi-hydraziue 
Hydrazo-methyl-phenyl     (fig,  1196,  p.  333)  =  Benzene-hydrazo-methane 
Hydrazo-benzene  (fig.  1197,  p.  333)  =  Benzene-hydrazo-benzene 

Acetyl-phenyi-hydrazine  (fig.  1356,  p.  380)  =  Benzene-hydrazo-ethanoyl  (?) 
Ethoxy-hydracetine  (fig.  1357,  p.  381)  =  Ethane-oxy-benzene-hydrazo-ethanoyl  (?) 

W^hether  ethanoyly  which  is  a  radical,  is  correct  in  the  last  two  examples,  I  am  unable  to  $aj 
in  full  accord  with  the  hydrocarbon-name  on  the  other  side  of  the  hydrazo-gronp  it  ought,  perhaps, 
be  ethanal,  which  is  not  a  radical. 

AEO-oxy-compounds 

When  we  let  a   molecule  of  oxyfi^en  react  upon  hydra zo-compoonds  one  atom  seizes  the  tv 
hydrogen-atoms  in  the  imido-groops  forming  water,  and  the  other  oxygen  takes  their  place. 
Fits.  1198  Fm.  1199 


I     £> 


"8^^ 


Hjdnuso-betuiene  4-  oxjgen 


iUo-ozj-benxeiie,  CitHif|K,0 ;  ni.p*  36^ 


AzO'Corapounds 


By  suitable  reducing  agents  the  oxygen  chu  again  be  removed  without  any  substitution  taking 
place ;  the  two  free  imido-valencies  wiU  then  join,  forming  a  double  bond  between  the  two  nitrogen- 
atoms ;  the  resulting  compound  is  termed  an  azo-com pound. 


Fio.  12O0 


A£o  beD£eG«i  Ci^HipN,  ;  ted  ciysulg ;  m.p.  fiS" 


AZO-OXY-,   AND   AZO-OOMPOQNDS 

Hydrazo-  and  azo-compounds  are,  for  the  manufacture  of  dyes,  of  great  significanc?©.  From 
lem  are  prepared  colours  varying  from  yellow,  through  orauge  aud  goldeii  yellow,  to  brown. 
Uiiline-yellows,  chrysoidines,  pbenylenediamine-brown^  indulinea  (blue)i  and  tropaJoHnes  are 
■^ODgst  them.     The  last  one  is  also  a  valuable  alkaline  indicator  in  titration. 

All  these  azo-oxy-,  azo-,  and  hydrazo-compounds  are  sometimes  collectively  diBtinguished  as  azo- 
'^ompounds ;  practically  they  are  derived  from  iiitro-benzene  (fig,  1090^  p,  306)  by  the  successive 
action  of  reducing  ami  oxidising  agents  in  this  way  : 


CM)      <M> 

ro  moleoaleB  of  mtro-betizene  -  three  atome  of  oxygen 


Aito-oxj-benzene  —  oxygen  -t^  two  hydrogen  uloma 
Ficj.  1205 

^jdrazQ' benzene  — t^o  hydrogen -stoma 


t    t 

9      9 

four  hydrogen^ntoms 
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From  nitro- benzene,  thi'oiigh  azo-oxy-benzene,  hydrazo-benzene,  and  azo-benzene,  we  finally 
arrive  at  amiJo-henzene^ 

Azooxy-  and  azo-compoands  are  coloured  bodies,  hydrazo-com pounds  moafcly  colourless. 

If  we  try  the  same  process  upon  aUphadt'  nitro-^compound.^  we  shall  find  they  are  reduced  to 
amido-compounds  without  passing  through  t!ie  intermediary  stages  of  the  nitro-cyc la-compound r* 


Pig.  1209 

t 


Fio.  1210 


Nitro-ethane  +  three  molecules  of  hydrogen  ^  Ethylamine  {6g.  1100,  p.  813) 

For  this  reason  the  azo-compounds  of  the  aliphatic  series  are  not  known,  it  is,  however, 
probable  that  there  are  intermediary  stages  in  these  transformations,  not  by  the  co-operation  of  two 
molecules,  as  in  the  cyclo-compounds,  but  by  momentary,  still  successive,  conversion  oi  single  nitro- 
molecules  through  nitroso-  and  hydroxylamine-stages  iuto  amido-compounds. 

MiiEied  Azo-componnds  and  Diazo-componnds 

Althougli  no  azo-compounds  have  been  prepared  exclu^sively  from  aliphatic  compounds,  chemists 
have  succeeded  in  producing  a  sort  of  com promise^om pound  in  which  alipibatic  nitro-derivatives 
occupy  one  side  of  the  azo-group,  the  other  being  retained  by  the  benzene-derivative.  They  are 
termed  mixed  compounds,  which  d<>signation  also  includes  t^uch  azo-com pounds  in  which  the 
benzene-derivatives  on  each  side  of  the  azo-group  are  not  idi-uticLd. 

Fra,  1211 


Azo-nitro-propjl-phenyl,  C^HjiNaOj  ;  m.p,  98* 

Such  azo-nifcro-compounds  are  brilliant  dyes. 

Finally  we  can  on  one  side  of  the  azo-groop  place  an  electro-negative  element,  Boch  as  chlorine, 
iodine,  bromine,  an  acifl-  or  a  busic-group :  these  compounds  are  termed  diazo-compounds  (the 
logic  of  which  designation  is  not  obvious). 

Combination  with  stdphiiric  cuM  : 

Fig.  1212 


Acid  dijuBo-benzene-sttlphal©!  O^H^NaSO*  ;  explodes  at  100* 
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This  is  an  acid  salt  because  sulphuric  acid  is  di-basic.  With  mono-basic  acids  neutral  salts  are 
formed. 

The  free  diazo-benzene,  where  the  sulphuric  group  in  the  above  structure  is  replaced  by 
hydroxyl,  is  a  thick  yellow  oil.  It  is  readily  decomposed,  evolving  nitrogen.  The  same  decomposition 
takes  place  with  diazo-compounds  in  the  (alkaline)  blood.  Animals,  therefore,  quickly  die,  exhibiting 
symptoms  of  suffocation  after  taking  such  compounds. 


Combination  with  buti/ric  acid : 


Fio.  1213 


Tyrotoxicon,  diazo-benzene-butyrate,  CxoH^aNaOa ;  the  poisonous  alkaloid  (ptomaine)  of  milk 
and  cheese  (IJaiLder  BrunUm^  p.  60) 

The  structure  of  one  or  two  dyes  may  interest. 

Fio.  1214 


Ammoniom-gronp 
(fig.  1106,  p.  812) 


Pi-methyl-amine- 

group 
(fig.  1116,  p.  314) 


Salphonio  acid-  Azo-benzene-gronp 

group  (fig.  1037,  p.  290)  (fig.  1200,  p.  884) 

Methyl-orange,  C24HX8SN4O3 ;  is  also  nsed  as  a  delicate  indicator  in  alkalimetrioal  titrations 

Fio.  1215 

Sodium  Bulphonate 


Amido-group 


Amido-group 
(fig.  1114,  p.  813) 


Sodium  Bulphonate 

Congo-red,  benzidine-tetraxo-di'Sodium-naphthionate  {vide  p.  351).    Ck)mpounds  with  two 
azo*groupB  are  termed  tetrazo  compounds 
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Future  Nomenclature  of  Azo- compounds 

The  class  distinctions  hitherto  in  ns©  are  retained,  the  committee  having  aUowed  the  opportnn 
to  pass  of  getting  rid  of  the  misnomer  diazo. 

The  compounds  attiached  to  the  group  of  nitrogens  are  to  be  separated  in  the  nomenclature 
the  Nvords  o^oxij^  azo^  or  Aiazo  in  the  same  way  as  they  are  in  the  structure. 


OH  NoTTienchUure 


New  Nome^iclature 


Azo-oxy-benzene  (fig.  1199,  p. 

Azo-benzene  (fig.  1200,  p. 

Azo-nitro-propyl-phenyl  (fig.  1211,  p. 

Acid-diazo-benzeue-Bulphate  (fig.  1212,  p.  336)  =  Benzen6-diazo-(acid  ?)  sulphate 

Tyrotoxicon  (fig.  1213,  p.  337)  =  BenzeneHdiazo-butyrate 


334)  =  Benzene-azoxy-benzene 

334)  =  Benzene-azo-benaene 

336)  —  Benzene-diazoS  nitro  propane 


Hydrazones  and  Osazones 

Phenyl-hj^drazine  (fig.  1193,  p,  332)  joins  aldehydes,  ketones,  aldehyde-acids,  ketone-aci 
{p.  227),  aTid  generally  compounds  with  one  or  more  carbonyls  in  the  same  way  as  we  saw  hydrox; 
amine  (fig.  1133^  p.  319)  do  it.  If  one  phenyl-hydrazine  JoinSj  the  compounds  are  termed  hydt 
zones.  In  the  case  of  alcohol-aldehydes  and  alcohol-ketones  (carbohydrates,  p,  151),  di-aldehyc 
(p.  132),  di-ketones  (p.  140),  or,  generally,  compounds  with  two  carbonyls,  two  phenyl-hydrazit 
may  join,  and  these  compounds  are  termed  osazones. 

Examples  of  these  compounds  are —  I 

From  mlicylic^ldeliyde  (fig.  559,  p»  135)  and  niethyl-pheni/l-hydraxhie  (fig.  1195,  p*  333):       ! 

Fio.  121G 


^^ 


Agathine,  sttlicyl-o  methyl-phenyl-liydrRaone»  CnHi^N^O ;  m.p.  74**  {Ph.  C.  xixiii.  p.  383 ;  D,  Mrd,  Zig,  1802,  | 
useful  in  rheumatic  affGctiona ;  Analge&io.  Although  methyl-phenjl-hydra&ine  u  poisonous,  this  deriYativo  ( 
appear  to  be  so 
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From  leviUinio  acid  (fig.  855,  p.  228)  and  phenyl-hydrazine : 

Fio.  1216  a 
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Antiihennine,  phenyl-hTdnudne-leTtiliiiio  acid,  CiiHx^NsO, ;  m.p.  108°;  antiiebrilimn,  bat  nnreliabU 
^^  is  generally,  but  incorrectly,  referred  to  as  a  phenyl-hydrazine. 

^ToxR  diacetyl  (fig.  576,  p.  140)  and  phenyl-hydrazine  : 

Fio.  1217  Fio.  1218 


IDiaoetyl-hjdraaone,  CioHiaNaO ;  m.p.  133°  Diacetyl-osazone,  C^eHieN^ ;  nLp.  239^ 

-*^^Xwn  ghfoxai  (fig.  645,  p.  132)  and  phewyUhydraaine : 

Fio.  1219 


GlyoxaloBazone,  C^^H^^N^  ;  red  crystals ;  m.p.  155° 


l^^^ydrazones  and  osazones  firom  sugars  form  well  crystallisable  compounds,  and  have  therefore 
(^^*y  been  very  useful  in  the  synthetical  preparation  of  them.     The  process  has  been  described 


very 
Pp.  154  and  155. 


z  2 
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Future  Nomenclature  of  Hydrazones  and  Osazones 

The  Dames  of  hydrazones  should,  according  to  the  Congress  resolutions,  be  formed  by  convertiDg 
the  terminations  -at  and  -one  of  aldehydes  and  ketones  into  the  suffix  -hydraaone,  or  into  dihydrazone 
in  the  case  of  osazones,  instead  of  the  now  usual  form  of  pJienyJnhydrazones  and  phenylrosazones. 
The  editor  of  Berichte  objects  to  the  omission  of  the  word  phenyl^  because  other  hydrazines  enter 
into  aldehydes  and  ketones  exactly  in  the  same  way  as  phenyl-hydrazine  proper.  This  objection 
seems  unimpeachable,  and  the  suffix  -phenyl-hydrazone  will  probably  have  to  be  adopted,  wherefore 
T  substitute  it  in  the  following  examples  : 

Old  Nomenclature  New  Nomenclature 

Diacetyl-hydrazone  (fig.  1217)  =  Butane-3  one-2  phenyl-hydrazone 
Diacetyl-osazone      (fig.  1218)  =  Butane-2  :  3  diphenyl-hydrazone 
Glyoxal-osazone       (fig.  1219)  =  Ethane-diphenyl-hydrazone 


Acridines  and  Azines  (Phenazines) 

There  are  two  groups  which  are  theoretically  interesting  because  they  tnay  be  considered 
anthracenes  (fig.  307,  p.  59),  in  which  either  one  or  both  groups  CH  in  the  middle-  (ethylene-) 
group  are  substituted  by  nitrogen ;  otherwise  they  are  of  no  special  value  here,  being  chiefly 
employed  to  produce  dyes,  many  brilliant  enough,  as  mauvefiTiey  magdalorredj  chrysamline^ 
safrarmies,  Ac. 

Their  structures  are 

Fia.  1221 


Acridine,  CisHgN ;  m.p.  107°  Phenazine,  CuHgN, ;  yellow  orystals ;  m.p.  171* 

These  compounds  are  generally  represented  as  consisting  of  three  interlocked  hexagons : 

Fio.  1222 

It  is  evidently  less  correct,  and  has  already  caused  some  confusion  if^  the  nomen- 
clature by  giving  the  same  name,  uzhies,  to  a  different  series  of  compounds  (vide  f»»*««>  dUunnes, 
&c.,  pp.  388,  389).  \. 
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Furtlier  Developmeiit  of  Ammonia-coinbiiiatioiis 

DERIVATIVBS  FROM  PRIMARY  AMMONIA-BASES  (vide  p.  313) 

Beyond  those  already  mentioned,  no  other  primary  ammonia-base  derived  from  aliphatic  hydro- 
carbons calls  for  our  attention.  There  are,  however,  derivatives  from  aromatic  amines  which  are 
of  special  importance,  including  some  very  modem  remedies.  The  first  to  be  mentioned  are  those 
derived  fix)m  aniline  by  replacing  a  hydrogen-atom  of  the  amido-gronp  by  the  radical  of  an  acid. 
They  are  rather  numerous,  and  belong  strictly  to  amides,  but  are  as  a  class  distinguished  as 

Anilides 

If  we  combine  formic  ddd  and  aniline  by  separating  a  molecule  of  water  (hydroxyl  from  the 
acid  +  a  hydrogen-atom  from  the  amido-group)  we  obtain 

Fia.  1223 


Formanilide,  CtHtNO  ;  m.p.  46"* ;  acts,  suboutaneoasly  injected,  as  an  anaBSthetio,  and  externally  aa  a  styptic 
By  substituting  acetic  acid  for  formic  acid  we  have 

Fio.  1224 


Acetanilide,  antifebrine,  phenyl-acetamide,  CaH^NO ;  m.p.  114'' ;  hypnotic  and  antipyretic 

Exodyne  is  a  so-called  patent  medicine,  containing  acetanilide,  sodium  salicylate,  and  sodium 
bi-carbonate. 

Phenolide  is  a  mixture  ot  acetanilide  and  sodium  bicarbonate. 

Antikol  is  acetanilide,  sodium  bicarbonate,  and  tartaric  acid  (Ph.  Rundschau,  1892,  No.  8| 
p.  18G). 
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When  acetic  add  is  combined  with  o-amido-phenol  (vide  p.  321)  instead  of  with  aniline,  we 
produce 

Fio.  1225 


Hydroxy-aoetanilide,  aoeto-amido-phenol,  OgHgNOs ;  m.p.  201^ 
which  is  meant  to  be  an  improvement  upon  acetanilide. 

By  heating,  methyl  goes  away  as  methane,  complementing  its  hydrogens  from  the  hydroxy! ; 
the  two  free  valencies  thus  created,  one  in  the  acetyl-group,  the  other  in  the  hydroxyl-group,  unite, 
forming  with  benzene  an  interlocked  ring  (pentagon). 

Fio.  1226 


Carbonyl-omido-phenol,  oxycarbftnil,  anhydro-amido-phenyl-oarbonio  aoid,  CtHbNOs  ;  m.p.  187^ ;  antipjretio ; 
it  is  the  form  in  which  acetftnilide  leaves  the  organism  of  oamivora 

By  substituting  bromine  or  iodine  for  the  hydrogen  in  para-position  in  acetanilide,  we  obtain 

Fig.  1227 


"i:^ 


lodo-acetanilide,  iodo-antifebrine,  CeH,01N0 ;  m.p.  181^*5 ;  is  not  a  febxifage 

Bromo-acetanilide,   bromo^cmUfebriney    antisepsine,   CgH^BrNO,   antipyretic,   sedative,   and 
antiseptic. 

Salbromalide,  salicyl-bromanilide  or  antinervine  is  a  mixture  of  ammonium -bromide,  salicylic 
acid,  and  acetanilide. 

If  the  last  hydrogen  in  the  amido-group  in  acetanilide  is  substituted  by  methyl,  the  product  is 
called 

Fio.  1228 
Q 


Exalgine,  methyl-aoetanilide,  methanilide,  C^HxiNO ;  m.p.  101^ ;  analgesic  and  antiseptie 


Salophene,  CiaHigNO^;  ni.p.  1«7° 

It  is  intended  to  bo  used  in  lieu  of  salol  (fig,  903,  p,  245)  ;  it  may  be  conBidered  a  combinntion 
of  salol  and  acetamide  (fig.  1172,  p.  328):  acetyl-j>amido-saloL  The  object  of  iotroduciug  the 
latter  into  the  former  is  to  lessen  the  sometimes  toxic  effects  of  salol*  Salophene  should  not  be 
confounded  with  saliph&ne  (fig.  1247,  p.  349). 

With  aceto-aceiic  acid  (fig,  853,  p,  227)  aniline  forms  an  anihda : 

Fig.  1230 


i^U^i 


4>  6 

Aoeto-acetanillde,  CioHi^iNO^;  m.p.  Bb"* 

Mefhylamine  (fig.  1108,  p.  313)  will  join  aceio-'acstanilide^  and  form  from  the  side-chain  a  cyclo- 
cooipoundj  separating  water  and  hydrogen,  a  molecule  of  each  (Bb7\  xxv.  p.  1869)  : 


Jia.  1231 


Fra.  1232 


"Pi  ' 


AcetO'ELcetanilide  i- me  thy  lomine  — water  and  hydrogen 


OK> 


ADtipyrine,  phenazone,  di-metliyl-oxy-quiniyane, 
anodyaine,  metozine,  pftrodytie»  analgesine^ 
scdatine,  phenyl  -  di  -  methyl  •  pyraeolone, 
C^iHjaNjjO  ;  m.p,  US"^;  hypaotio  and  and- 
pyretic 


This  is  known  aa  Knorr's  antipyrine.     Practically  it  has  to  be  prepared  in  a  more  complex 
way  by  heating  a  mixture  of  aceto-acetic  ethyl-ether  (fig,  868,   p,    232)   and   phenyl-hydrazine 
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(fig,  1193,  p.  332),  whereby  phmyl-metliyl- pyrazolone  is  obtained  (i.e.  antipyrine  +  II  and  — CH, 
to  which  the  necessary  methyl  is  added  by  heating  with  methyl-iodide. 

Before  proceeding  with  antipyrine  we  shall  ineution  an  isomer.  Knorr's  antipyrine  is  protect eil 
by  a  patent,  and,  on  account  of  the  enormous  consumption  it  enjoys,  tremendous  e(forts  have  been, 
and  are  still,  being  made  to  find  some  other  way  of  preparation.  Organic  chemistry  is  the  only 
one  that  has  as  yet  profited  by  these  exertions ;  no  result  has  been  obtained  that  could  be  turned 
to  any  practical  account  by  inventors. 

The  most  interesting  of  these  attempts  to  form  antipyrine  is  the  experiment  with  batyric  acid 
(Hg.  670,  p.  176j  and  phenyl-hydrazine.  The  brotn-ethyl-ether  of  butyric  acid  was  used,  but  in 
order  not  to  unnecessarily  complicate  matters  we  will  for  the  purpose  of  illustration  agaia  use  the 
simple  acid. 


Pia.  1233 


Fia.  1234 
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Phcnyl-hydrasine  +  bulyrio  acid 


Phenyl -methyl  ISO -pyrazolone.  C,qHjoN,0;  m.p.  167** 


The  cause  of  isomerism  is  that  butyric  acid  unfortunately  turns  the  wrong  ends  to  phenyl  hydm- 
zine,  as  will  be  seen  by  comparing  this  compound  with  the  preceding  one.  The  missing  methyl- 
group  maybe  introduced  as  before  through  methyl-iodine-  This  is  known  as  Bohringer's  (or  i^o-) 
antipyrine,  but  it  has  not  found  any  therapeutical  emplo^fment  (compare  also  p.  382). 

Attempts  at  improving  uix)n  antipyrine  have  not  been  wanting.  lodim  and  bromitie  have,  of 
course,  been  introduced:  several  combinations  seem  to  be  possible;  by  addition,  breaking  the 
double  bond  in  the  pjTazolone  ring,  or  by  substitution  of  the  H  either  in  pyrazolone's  CH  group 
or  in  the  benzene-ring.  Except  one  with  the  iodine-substitution  in  tlie  benzene-ring  (/o//x^^-^\//^n/*^), 
they  do  not  seem  to  be  of  any  use  as  medicines,  as  they  go  right  through  the  system  without  any 
change. 

Further,  through  substitution  by  ethylene  hydroxide  (the  radical  of  glycnl,  fig.  304,  p.  76)  of 
the  methyl  affixed  to  nitrogen,  the  compound  receiving  the  name  of  oxethyl-inethyl-phenyl- 
pyrazoione. 

Quite  recently,  after  having  tried  the  introduction  of  eihoxyl  (fig.  389,  p.  SI)  into  the  phenyl- 
group  in  para-position,  but  without  producing  any  therapeutically  useful  compound,  meihijl  was 
tried,  also  in  para-position,  and  the  resulting  compound  is  favourably  spoken  of  as  a 
modified  aiitijiyrine.  The  methyl  tranafonna  the  phenyl  iuto  tolyl  (^g.  177,  p.  34);  therefore  this 
new  compound  has  been  termed  tolypyrine,  the  systeoiatical  name  being  p'tolifl^di-methyl'pyni' 
zohme.  Just  as  antipyrine  combines  with  salicylic  acid  {vide  fig.  1236)  to  form  salipyrinej  so  this 
new  compound  unites  with  the  same  acid,  producing  aalicylic  ^tolvl-di-methyl-pyrazolouej  which 
has  the  trade  name  tolysal,  Ci^Ha^NjO^,  m.p.  101-102'  (PA.  0.  xxxiii.  p.  715). 

Several  combinations  of  antipyrine  and  chloralhydrate  (fig.  97 7 »  p.  272)  have  been  made.  One 
of  them  enjoying  the  title  of  dehydro-tri-chloraldehyde-phenyl-di^methyl-pyrazolone 
has  probably  this  structure : 
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C13H13CI3N2O3 ;  it  is  insolable  in  water,  and  melts  at  186^ 


Another  which  has  to  content  itself  with  the  shorter  name  of  hypnai  is  also  composed  of  one 
molecule  of  chloral  and  one  molecule  of  antipyrine  ;  melts,  however,  at  67° ;  nothing  is  known  of  its 
structure. 

Butyl-hypnal  is  a  similar  combination  of  hrdylr^hloralrhydrate  (fig.  979,  p.  272)  and  antipyrins^ 
ra.p.  70<>  (PA.  0.  xxxiii.  p.  714 ;  Ph,  Ztg.  1892,  No.  94). 

SaUcyUe  add  has  also  been  combined  with  antipyrine  to  form  salipyrine,  which  had  such  a  run 
during  the  influenza  epidemic.     Its  structure  is  probably 

Fzo.  1236 


Salipyrine,  antipyrine-salicylate,  CigH^sNaO^ ;  m.p.  91^*6 ;  antipyretio  and  antlseptio 

Antikamine  is  a  mixture  of  antipyrine,  sodium-bi-carbonate,  and  traces  of  tartaric  acid  and 
caffeine. 

After  this  antipyrine  episode  we  may  finish  the  class  by  mentioning  two  more  anilides. 
One  formed  from  benzoic  acid  and  aniline : 

Fio.  1237 


Benzanilide,  CiaHnNO  ;  m.p.  168® ;  antipyretio 
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Another  is  formed  from  salicylic  add  and  aniline : 

Fio.  1238 


Salioylanilide,  CiaH,iNOa ;  m.p.  134° 
Salicyl-brom-anilide  (a/ntinervine)  has  nothing  to  do  with  this  compound  (vide  p.  342). 

Amido-phenols  (p.  321) 

Although  not  in  strict  order,  they  have  so  much  in  common  with  amines  that  I  have  thought 
it  right  to  refer  to  them  here. 

We  have  already  mentioned  one  combination  between  amido-phenol  and  acetic  add  (vide  p.  342), 
in  which  a  hydrogen  in  the  amido-group  was  replaced.  Another  class  of  derivatives  are  analogous 
to  the  anilides,  and  differ  from  them  chiefly  in  the  capability  of  the  phenol's  hydroxyl  of  forming 
ethers.     Thus  amido-phenol  will  form  an  ether  with  methylnalcohol,  separating  a  molecule  of  water : 

Fia.  1239 


4-G4 


p-Anisidine,  metbyl-j^amido-phenate,  GfHgNO  ;  m.p.  56^ 
and  with  ethyl-dlcohol : 


Fio.  1240 


H4 


0-4 — ^ — •" 

Phenetidine,  ethyl-^p-amido-phenate,  CgHiiNO  ;  b.p.  253°;  antifebrilium 
Phenetidine  may  also  be  considered  amido-phenetol  (comp.  fig.  495,  p.  117). 

These  two  compounds  have  through  further  substitutions  enriched  the  modern  materia  medica 
with  many  remedies,  good,  bad,  and  indifferent.  That  is  chiefly  done  by  replacing  a  hydrogen-atom 
in  the  amido-group  by  the  radical  of  an  acid  (p.  200). 


DERIVATIVES  FROM  AMIDO-PHENOLS 
Thus  from  acetic  acid  and  anisiditie  is  derived 


847 


Via.  1241 


i 


Methaoetine,  para-acet-anisidine,  para-ozy-methyl-acetanilide,  Ci^HxiNOa ;  antipyretic  and  analgesic 


IVom  fonmc  acid  and  phenetidhie  : 


Fia.  1242 


-•- 


S*ormyl-paria-amido-plienol-ether,  formyl-phenetidine,  CgHi^NOa  ;  m.p.  62° ;  it  has  a  powerful  efiFect  upon  the  spine ; 
is  said  to  be  a  safe  antidote  to  strychnine,  bat  has  scarcely  any  antipyretic  property 

If  the  radical  of  valeric  acid,  mono-valent  valeryl,  is  introduced  instead  of  the  formyl-group  in 
^^  above  structure,  we  obtain  valeryl  |?-amido-phenetol,  m.p.  350-360**,  recently  patented  as 
^^  Ratine,  a  sedative.     (Nois. — Antipyrine  has  also  been  called  sedatine.) 

By  introducing  an  amido-group  into  the  carbonyl-end  of  formyl-phenitidine  it  is  turned  into  an 

Fio.  1243 


o- 


Dnlcine,  sacrol,  para-phenetol-carbamide,  OoHi^NaOa ;  m.p.  160® 


This  may  be  also  considered  a  combination  of  phenetol  (fig.  495,  p.  117)  and  urea  (fig.  1174, 
p.  328 ;  vide  also  p.  371).  It  has  recently  been  stai*ted  as  an  opposition  compound  to  saccharine 
(fig.  1308,  p.  368),  because  it  is  very  sweet — about  200  times  more  so  than  sugar,  still  somewhat  less 
than  saccharine.  It  is  not  easily  soluble  in  water,  a  saturated  solution  corresponding  to  about  a 
10-per-cent.  sugar  solution ;  but,  on  the  other  hand,  it  is  credited  with  a  pure  sweet  taste,  which 
saccharine  has  not. 
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If  a  methylamine  group  is  substituted  for  the  amido-group,  we  get  a  combinatioii  of  glyooooU 
(fig.  11»56,  p.  324)  with  amido-phenetol  or  phenetidine  (fig.  1240,  p.  346). 


Fig.  1244 


Phenoool,  glyooooU-j^phenetidine,  CioHi4Ka09 ;  m.p.  100°;  antipyretio  and  antirhemnatio,  ohieflj  aa  hjdzoohlorio  nit 

As  salicylate,  formed  by  introducing  scUicylic  add  into  the  amido-groap,  it  is  termed  salocol, 
a  specific  in  influenza. 


From  acetic  acid  and  phefietidine : 


Fio.  1245 


Phenaeetine,  aceiophenetidine,  ethozy-acetanOide  (in  France,  phenetidine),  CioHisKOs ;  m.p.  135" ; 

febrifuge,  antineoralgic  and  sedatiYe 

If  acetyl  in  the  figure  is  replaced  by  the  mono-valent  radical  of  lactic  add,  the  oompoimd  is 
termed  lactophenine,  said  to  be  more  soluble  than  phenacetine. 

Affixing  a  methyl  to  the  nitrogen  in  phenacetine  we  have 

Fio.  1246 


Methjl-phenacetine,  CiiHisNOs;  m.p.  40" 


The  properties  of  phenacetine  are  essentially  changed  by  the  introduction  of  the  methyl-group; 
from  being  an  antipyretic  it  appears  as  a  hypnotic. 


DERIVATIVES  PROM  AMIDO-PHENOLS 
From  scUicyKe  aoui  and  phenetidine : 
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Fio.  1247 


i^  Saliphene,  OisHigNOa?  xn.p.  140* 

not  to  be  confounded  with  salophene  (fig.  1229,  p.  843). 

From  salicylic  aldehyde  and  phenetidine. 

Phenetidine  combines  with  salicyKc  aldehyde  (fig.  559,  p.  135),  the  amido-group  joining  the 
carbonyl  of  the  aldehyde  through  the  elimination  of  a  molecule  of  water  in  oxime  style  (comp. 
fig.  1073,  p.  303).    The  compound  which  is  a  very  *  new  remedy '  has  been  termed  malakine. 

Fio.  1247  a 


o^> 


Malakine,  salioyl-aldehyde-^-phenetidine,  OpHjgNO, ;  m.p.  92*;  mild  bat  reliable  antipyretic ;  also  recommended 
in  acute  artionlar  rheumatism  and  neuralgia  (Oorresp.  Bl.  /.  SchweU,  AerzU,  1893,  p.  609  ;  Ph.  O.  xxxiv.  p.  598) 

When  iodine  acts  upon  phenacetine  three  atoms  of  the  former  enter  into  two  molecules  of  the 
latter,  the  whole  being  formed  into  one  molecule :  the  triad  nitrogens  are  at  the  same  time  changed 
into  pentads : 

Fio.  1248 ' 

9 


lodophenine,  Q^^^^l^fi^ ;  m.p.  (decomp.)  130° ;  bactericide,  praised  by  some ;  abused  by  others 
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When  phenol  in  phenacetine  is  replaced  by  thymol  (fig.  434,  p.  97)  we  have  a  compoand  of 
this  stractare : 

Fio.  1249 


Thymacetine,  OiaHsiNOs  ;  useful  in  nervous  headaohe 


Amido  -naphthalenes 


Interlocked  benzene-rings  may  also  replace  one  of  the  hydrogens  of  ammonia.     Thus  naphthalene 
(fig.  159^  p.  32)  will  form  a  primary  amine  : 

Fio.  1250 


A-Naphthylamine,  CiqH^K  ;  m.p.  50^ ;  antiseptic  and  antidiphtheritic 


a-Naphthylamine  is  employed  in  the  manufacture  of  azo-dyes,  and  prepared  on  a  large  scale. 


Sulphonic  acid  derivatives  of  naphthylamine  are  known  in  great  numbers.  One  of  them  with 
sulphonic  acid  in  para-position  (1  :  4)  to  the  amido-group  is  termed  naphthionic  acid,  and  is  used 
in  the  preparation  of  dyes  (vide  Congo-dye,  p.  337). 


DERIVATIVES  FROM  AMIDO-NAPHTHALENES 
If  to  ^-naphthylamine  four  hydrogen-atoms  are  added  (hydrated)  we  obtain 
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Fio.  1251 


Thermine,  tetrahydro-naphthylamine,  CxaHisN  ;  b.p.  250°  (710  mm.) ;  mydriatio ;  increases  the  temperature  4-5^ 

Similarly  fi-nojphthol  (fig.  462,  p.  103),  which  solphonated,  forma  with  ammonia 

Fio.  1252 


Amido-iS-naphthol-snlpbonio  add,  G^oH^NSO^ 


The  sodium  salt  (sodium  replaces  hydrogen  In  sulphonic  acid)  is  called  eikonogen.  In 
aqueous  solution  with  sodium  sulphite  and  soda  or  potash  it  is  a  powerful  photographic  developer 
(vide  p.  357).  Caustic  alkalis  in  lieu  of  carbonates  constitute  tiie  so-called  ^  rapid  developers.' 
Sometimes  potassium-ferrocyanide  is  added. 
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DEKEVA.TIVES  PROM  SECONDARY  AMMONIA-BASES  (videp.SU) 

There  are  but  few  of  these  compounds  calling  for  our  attention. 

Ethyl-aniline  (fig.  1119,  p.  314)  will   form  an  interlocked  pentagon  and   hexagon  when  we 
remove  four  hydrogens,  three  from  the  ethyl-end  and  one  fi^m  the  ortho-position : 


Fio.  1263 


Fio.  1254 


Ethyl  aniline -four  hjdrogen-aioms 
By  introducing  a  methyl  we  obtain 


OK)        o  oo 

Indole,  O0H7N ;  m.p.  52^ 


Fio.  1255 


Skatole,  i3-methyl-indole,  CgH«N ;  m.p.  95° 

Indole  and  skatole  are  also  produced  by  the  pancreatic  fermentation  of  albumen,  and  are  there- 
fore found  in  faeces,  the  odour  of  which  is  due  to  these  two  compounds. 

Indole  may  be  considered  derived  from  a  condensation  of  benzene  and  pyrrol  (fig.  1182,  p.  329). 
Compare  also  indene  (fig.  147,  p.  30),  in  which  the  imide  is  replaced  by  methylene. 

The  two  phenyls  in  di-phenylamine  (fig.  1117,  p.  314)  may  be  connected  with  «  second  bond 
through  the  intervention  of  sulphur,  creating  a  thio-compound. 

Fio.  1256 


Thio-di-phenylamine,  GxaH^NS ;  yellowish  plates ;  m.p.  180° ;  this  structure  may  be  looked  upon  as  anthraoen« 
in  which  the  ethane  group  has  been  replaced  by  groups  from  ammonia  and  sulphuretted  hydrogen 


DERIVATIVES  FROM  SECONDARY  AMMONIA-BASES 
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By  substituting  hydroxyl  for  one  of  the  hydrogen-atoms  (ortho-position  to  sulphur)  we  obtain 

'  Fig.  1267 


Salphaminol»  thio-bydroxy-di-phenylamine,  Cx^H^NSO  ;  m.p.  155° ;  antiseptic ;  when  brought  into  contact  with 
animal  liquids  it  splits  up,  and  both  sulphur's  and  phenol's  antiseptic  properties  come  into  play ;  it  is  said  to 
be  non-poisonous 

Through  the  substitution  by  a  di-methylamine  in  one  of  the  phenyls,  and  a  di-methyl-ammonium 
chloride  in  the  other,  we  obtain  methylene-blue. 

The  substitutions  are  more  easily  understood  from  the  pictorial  representation  than  from  any 
amount  of  description  :  Fio.  1268 


Methylene-blue,  tetra-methyl-thionine-chloride,  CieHisNaSCl ;  blue  scales  ;  non-poisonous ;  antiseptic  ;  used  in 
malaria,  tuberculosis,  and  gonorrhcea ;  analgesic  in  neuritic  processes  and  rheumatic  affections 

Antirheumatinum  is  a  combination  of  methylene-blue  with  sodium  salicylate,  antirheumatic. 


DERIVATIVES  PROM  TERTIARY  AMMONIA-BASES  (tncfop.  315) 

Of  tertiary  amines  only  one  shall  be  added  to  those  mentioned  before  on  p.  315,  viz. 

Fio.  1259 


Ozy-propylene-di-iso-amyl-amine,  Ci,H3tN0  ;  a  liquid  {Ann.  [6],  xiii.  p.  433)  ;  acts  as  a  heart-tonic  and 
stimulant ;  given  in  large  doses  causes  epileptic  fits 
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DBRrVATIVES  FBOM  QtTARTBIlNARY  AMMOlSnUM- BASES  (vide  p.  316) 

We  have  several  interesting  compounds  amongst   quarternary  ammonium-bases  formed  froi 
tetra-metliyl-ammonium   hydroxide   (iig,    1124,  p.    316)  by  replacement  of  one  of  tie  methyl 
When  an  alcohol  enters  as  subetitote,  the  conipoond  is  a  quarternary  hydramine  (p.  321) ;  thus 
methyl  is  replaced  by  hydroxy-ethjl  (fig.  391,  p.  81),  the  radical  of  ethylene  glycol  (fig.  364,  p»  7t^^^ 
we  obtain  choline: 


Fia.  1260 


Choline, hydroxy-ethyl 4ri-methyl- am monmmhydrox id e.  btlineorine,  alnkaJine,  OaHipKOa  ;  ayrupy  fluid* decomposing 
when  heated  ;  ib  a  decompoaitiou  product  of  lecithin,  and  appears  as  such  in  the  aDimal  organism,  BpeciaUj  when 
liie  is  exiinofe ;  haa  been  uned  in  diphtheria 


When  a  molecule  of  water  is  split  off  from  the  hydroxy-ethyl  of  choline,  we  obtain  nearine,  a 
base  of  the  following  structure : 

Tio.  1261 


Nearinet  Tinyl'tri-melhyl-ammonium-hydioxide,  GaHiaNO;  very  pofBOUOias 


The  free  base  is  only  known  in  aqueous  solution.    la  found  in  dead  bodies  together  with  choline^ 
from  which  it  is  probably  formed — as  soon  as  choline  is  separated  from  lecithin — ^as  a  product 
decomposition,  very  likely  through  the  action  of  micro-organisms  (Arch.  d.  Fh.  xci.  p.  76). 

By  the  exposure  of  choline  to  oxidising  agents,  another  hydroxyl  may  replace  a  hydrogen  in  the^ 
hydroxy-ethyl-group,  producing  a  new,  very  poisonous,  compound  from  choline  ;  the  opinions  about 


i 
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ita  structure  are,  however,  not  unanimous,  some  believing  that  the  alcohol-group  haa  been  oxidised 
to  an  aldehyde-group : 


Fig,  12€2 


or 


MuBcarinei  CsH^^NOj,  or  OiHia^Oa;  deli([uescent  crystals 

The  difference  of  the  two  empirical  formulae  being  H^O,  the  latter  structure  supposes  a  molecule 
of  water  being  present  as  water  of  crystallisation  ;  muacariue  is  not  poisonous  to  flies.  Occurs  in 
a  toadstool,  Agariciis  mu^canus,  where  another  poisonous  compound  is  also  present,  which  is  an 
antidote  to  muscarine  j  hence  the  toadstool  is  often  eaten  without  injury.  Atropine  is  also  an 
antidote. 

Choline  may  also  be  oxidised  in  a  third  way  :  by  the  first  oxidation  (to  neurine)  on©  oxygen  and 
two  hydrogen-atoms  were  removed  from  the  hydroxy-ethyl-group  j  by  the  second  oxidation  (to  mua- 
carine)  two  hydrogen-atoms  were  removed,  one  of  them  belonging  to  the  hydroxyl  (or,  according  to 
the  alternate  view,  a  hydroxj'l  was  introduced);  by  a  third  and  more  energetic  way,  and  probably 
through  the  usnal  but  momentary  stages  of  aldehyde  and  acid,  a  lactone,  beta'ine,  is  formed,  whose 
structure  is  perfectly  analogous  to  the  one  suggested  for  amido-acids  (fig.  1157,  p.  324),  and  the 
formation  of  which  directly  from  choline  may  be  thus  represented : 


1 


Fro.  1*205 


I  It  will  be  remembered  that  the  triad  ammonia  united  with  acids  in  a  rather  peculiar  way,  ita 

nitrogen,  turned  into  a  pentad  by  the  presence  of  the  acid,  seizes  with  one  of  the  two  new 
^  valencies  the  carboxyl's  hydrogen,  and  with  the  other  th©  rest  of  the  acid  (vide  p.  323)  ;  further, 
I  that  the  nitrogen  in  amido-acetic  acid  was  influenced  in  the  same  way  by  its  own  acid-constituent 
(vide  p.  324).  We  have  also  seen  above  that  betame  is  supposed  to  have  a  structure  analogous  to 
that  of  glycocoll ;  conset|uently  we  are  jostilied  in  presuming  that  betaine  is  an  amido-acid,  the 
structure  of  which  it  will  assume  in  its  derivatives ;  on  the  other  hand  we  know  that  betaine  is 
derived  from  a  hydroxy-ammonium-alcohol,  and  have,  therefore,  some  reason  to  conclude  that 
glycocoll,  sarcosine,  &c.,  are  derivable  fi-om  corresponding  but  as  yet  unknown  compounds.      Ife 

▲  A   2 


Choline  ]«a8  two  moleealea  of  hydrogen 


Betaine,  tri-iuethyl-BlyeocoU,  oxy-neurinei  C^HnNOa; 
deliquescent  crystals ;  Don-poisonous ;  oocari  in 
beet  root  and  otber  plants,  also  in  biTalvea 
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Fm.  1267 


Tetra-methjlene-diamine,  patreacLDe,  C^HjaNa ;  m.p.  24°,  b.p.  156°;  poisonous;  smella  like  eporma  ;  ocours  in 
putrid  meat,  gloej  corpses  ;  also  in  mine  and  foBcee  in  cjstin  uria 

Fig,  12CS 


Fenia-methyleiie-diaiiiiner  cadaverine,  G^Hi^K, ;  b.p.  l?^'^ ;  poiBonoua ;  hag  an  odoor  of  tetra-methjlene-diamine, 

togetiier  witli  which  it  generally  occura  in  nature 


Nenridine  is  an  isomer;  its  structure  is,  however,  not  known, 
fish,  smells  diBgustingly,  but  is  not  poisonous- 

Fio.  vim 


It  occurs  in  putrid  meat  and 


^M— 


Di^amido-plienol,  CgH^iNaO ;  Ib  easily  decomposed ;  photographic  developer 


[  Photographic    developers.      The   photographic   process,    as  is   well    known,    consists   in 

exposing  finely  divided  halogen  compounds  of  silver  to  the  light.  Although  to  all  outward 
appearances  the  silver  compound  has  undergone  no  change  by  the  exposure,  still  the  cormection 
between  the  atoms  has  been  loosened  by  the  influence  of  the  rays  of  light,  and  this  loosening  is 
quantitatively  proportionate  to  the  amount  of  actinic  (chemically  active)  rays.  When  a  reducing 
agent  is  allowed  to  act  upon  these  light-aHected  molecules,  it  combiues  with  the  halogen-atoms  thus 
loosened,  but  it  has  not  sufficient  power  to  separate  the  molecules  of  those  silver  halogens  upon 
which  no  light  has  been  thrown.  The  fi\dng  consists  in  the  applicatiou  of  a  compound  that  will 
dissolve  the  silver  halogens,  but  leave  the  reduced  silver  alone,  formerly  ferrous  sulphate  and 
oxalate  were  much  used  as  reducing  agents,  but  the  development  of  organic  chemistry  of  late  years 
has  brought  to  light  compounds  which  are  better  adapted  for  the  purpose.     We  have  already  had 

'  occasion  to  mention  several  of  them  :  catechol,  hydroqninone,  pyrogallic  acid  (pp.  92,  93),  p-amido- 
phenol  (p.  321),  di-amido-benzene  (fig.  1126,  p.  317),  &c.  Now  it  is  rather  interesting  to  notice 
that  all  these  belong  to  the  aromatic  series,  and  that  they  have  at  least  two  hydroxy  Is,  or  two 
amido-groups,  or  one  of  each  of  these  introduced  into  the  ring ;  further,  that  these  two  eubstifcutes 
are  either  in  ortho-  or  para- posit  ion,  never  in  m  eta-position,  except  when  either  of  the  two  other 

.  positions  pre-exists  (pyrogallic  acid).  Such  two  gi'oups  are  indispensable  to  a  developer;  any 
substitution   in   them   destroys  their  ability  to  develop  (Society  of  Chemical  Industry,  meetiDg 

I     December  7,  1891). 

I  Amidol,  a  developer,  is  a  solution  of  di-a  mi  do-phenol  and  sodium  sulphite  (PA*  0,  xxxiii. 

p.  486). 

Rodinal,  another  developer,  is  a  solution  in  one  litre  water  of  para-amido-phenol  (fig.  1144, 
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p.  821)   frre    gmmmwy  •odtitiiiHmliiiitte    SAj  gnunmee,   and 
gnM&mes  (Anu£swr  FhaUsfnafk^  1891,  p.  180). 

Eikooogen  (vide  fig.  1232,  p.  3^1). 

Metol  tt p-«iiiiido-WK:r»oL 

Tbere  b  one  niare  diamrne  to  meolioii,  deriTed  finom  di-phenjl  (fig.  2%,  p.  d7}» 


tveii^-fire 


Fnau  1279 


p-Di^mmido^di'pheojL,  benzidine.  6,^19^9;  m-pw  123' 

BenrAdin^  isaa  important  compotmd  in  the  colour  industry,  formmg  the  mother  substance     ° 
the  ao-e&Ued  cotton-dye?  which  dye  cotton  without  any  mordant  (suhstantiye  cotourB)^  anuu^^^ 
them  being  tli«  Congo-dye  (vide  fig.  121 5»  p.  337). 

There  are,  however,  se?eral  important  and  interesting  compounds  which  may  be  looked  upon        ^, 
derivatiiree  of  diaminee.     Thus,  when  we  remove  two  molecules  of  ammonia  from  two  molecules  ^ — 
ethylene-diamine,  the  rest  will  join,  forming  one  molecule ; 


Fio.  1£71 


Fig.  127-2 


Two  moleoalei  of  othybnii'diEmiae-two  moloonles 
of  ommonlA 


Two  molecoles  ot  aomionia  +  ptper&ziDe,  pi|>erajeidiDe,  di« 
eth.ylene-di-!umne,  C^HjoNa;  m.p.  105^ 


riperA£ine  tithe  best  solvent  tat  uric  ftoid,  and  therefore  used  m  most  of  the  diseases  which  the  preeenoe  ol 

ill  at  compound  ^ives  rise  to 


Piperaziiie  is  hydratiid  pyraziiie.  {viile  tig.  1402^  p,  389). 

Spermine,  a  rather  myatic  individual,  said  by  some  to  be  contained  in  the  teaticleB  (pocJ^^*^* 
poohed  from  otht»r  quarters),  was  at  one  time  considered  identical  with  di-ethylene-di-amine,  l^^^ 
later  acknowledged  to  be^  if  anything,  an  isamer  or  polymer.     Its  simplest  empirical  formnJa  itf 
been  stated  to  be  CgllnN,  which,  however,  according  to  the  latest  information  (Ber,  xxiv*  p.  db^ 
has   now  been   altered   to  Cjj^H.^qN.      Alleged  to  be  adorned  with  rather  attractive   propert-r^a 
especially  to  old  gentlemeQ^  it  has  the  sngpicion  about  it  of  being  put  on  the  market  '  on  spec/ 

Another  similar  derivative  is  tri-ethylene-di-amine,  formed  from  three  eihyleTW-di-am^^^ 
BpUtting  off  four  ammonias.     It  is  impossible  to  represent  its  structure  geometrically,  if  the  hmgt^ 
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of  the  valencies  are  to  be  reasonably  preserved.     I  shall  therefore  give  a  stereometrical,  or  rather 
perspective,  drawing  of  it : 


Pio.  1273 


Tri-ethylene  di-amine,  CeH^aNa ;  b.p.  170® 

When  an  amvmcmicb  is  split  off  from  pentor^msthylena-iUamine  (fig.  1268,  p.  357)  the  chain  will 
close,  as  there  will  be  two  free  valencies,  one  at  each  end : 

Fio.  1274 


Piperidine,  OgH^x^ !  ^'P*  ^^^^  t  I^b  an  odour  resembling  that  of  pepper 

Such  cyclo-compounds  derived  from  amines  by  transformation  of  amido-  into  imido-groups  are 
distinguished  also  as  imine»]  those  with  one  imido-group  are  termed  monimines,  e.g.  piperidine; 
those  with  two,  diimijies,  e.g.  piperazine;  and  those  with  three,  triimines,  e.g.  triethylene-triamine 
(fig.  1128,  p.  317). 

K  we  remove  the  five  hydrogen-atoms  inside  the  ring,  and  the  one  attached  to  nitrogen,  we 
obtain  a  hexagon  with  double  bonds  in  benzene  style : 

Fia.  1276 


Pjridine,  C5H5N  ;  b.p.  114« 


Pyridine  is  obtained  from  tar  ;  used  as  an  inhalation  for  asthma,  and  for  mixing  with  alcohol, 
in  order  to  render  it  undrinkable,  in  countries  where  spirit  for  technical  use  is  exempt  from 
taxation  (denaturated  spirit).     It  is  also  a  disinfectant  and  an  antiseptic. 

From  piperidine  and  pyridine  many  important  compounds  are  derivable.  It  would  too  much 
interrupt  the  course  of  our  ammonia-compounds  to  mention  them  here ;  we  shall  therefore  discuss 
them  afterwards  under  one  head,  together  with  similar  and  allied  compounds. 


As  &r  as  therapeutics  are  concerned^  there  is  not  much  to  interest  lis  in  this  class,  but  all  the 
so-called  aniline  dyes  have  their  ptace  here,  and  it  may  perhaps  be  of  interest  to  look  a  little  at  their 
constitution. 

They  are  all  derived  from  tri-pheiiyl-methaoe  (fig.  251,  p.  47),  wrhich  ia  the  starting-point  in 
the  preparation  of  four  groups  of  dyes :  1.  Malachite-green-group.  2.  Rosaniline-groap. 
3,  Rosolic  acid'group.  4.  I'hthaleine-group.  The  structures  of  the  two  latter  have  already 
been  explained  (pp*  108,  224?).  The  malachite-green-groap  belongs  to  di-amines,  but  as  it  is 
«o  nearly  related  to  rosaailine-compouods,  whieli  are  tri-amido-derivatives,  their  discussion  has 
been  defeiTed  until  now  in  order  to  treat  them  iu  succession. 

The  amido-derivatives  of  tri-pheiiyl-methane  are  colourless  compounds  (leuco-com pounds), 
their  salts  being  the  proper  dyes. 

Matachite-green»  bitter-alraood-oil-green*  The  basis  of  this  dye  is  tetra-methyl-di- 
amido-tri-phenyl-methane,  formed  from  one  molecule  of  bitter-almond-oil  (fig.  554,  p.  134)  and 
two  molecules  of  di-methyl-«ailine  : 


Fig.  1276 


Fia.  1077 


Di*metbyl -aniline      Bitter-altnond-oil       Di-methyl-anilino 


Into  this   leuco-base  a  hydroxyl   is   introduced  by  oxidation ;    it   is    then   dissolved    in  cold 
hydrociiloric   acid,  forming   the  chloride  salt  which  is  still   colourless   until   warmed,   when   an 
intensely  green  colouration  of  the  solution  is  prtvduced  by  the  chlor-ammonium-group  jumping  j 
from  para-  to  ortho- position  (intramolecular  change),  exchanging  places  with  the  hydrogen,  and  | 
joining  the  methane-group  by  dropping  a  molecule  of  water. 


M2 
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Bosamlme^  CgftHatNaO 


None  of  these  (leuco-compounds)  are  dyes  yet ;  in  order  to  make  them  sach,  it  is  necessary  to 
ttira  tixem  into  hslUs  by  combining  thc^m  mtli  an  acid,  generally  hydrochloric  acid ;  they  are  then 
real  dyt^s,  and  termed  para-fochsinea  or  fnchBinea,  according  to  their  derivation. 

Hydmchloric  acid  joins  the  oxidised  leuco-base  through  addition,  i.e.  it  occupies  two  of  the  lateot 
valencies  in  one  of  the  amido-groups,  and  the  newly-formed  ammonium-group  exchanges  places 
with  an  ortho-hydrogen,,  just  as  was  the  case  in  malachite-green,  but  this  time  warming  is 
miEeceaBary. 

FiQ.  I3S3  Fto.  1384 
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The  practical  production  of  chemical  compounds  is  very  often  different  from  the  theoretical 
derivation  ;  it  was  so  in  forming  maltichite-green,  and  so  it  is  in  this  case.  The  manufacturers  do 
not  start  from  tri-phenyl-methane ;  they  taJce  for  their  starting-point  the  crude  benzene,  that  part 
of  the  coal-tar  that  distila  at  80-90°,  mainly  consisting  of  benzene,  toluene,  and  a  few  higher 
homologues.  These  oomponnds  ai*©  first  nitrated  and  tlien  reduced,  the  end-products  being  amido* 
compounds  of  the  diflbrent  hydtxjcarbons  (rWo  p.  335).  The  boiling-point  of  this  mixture  variea 
■ooording  to  the  fdative  proportion  of  amido-compounds ;  a  low  boiling-point  indicates  mofe 
be4)Bene-compoandB  and  leas  of  the  higher  homologues,  whereas  with  a  benzene  of  high  boiling- 
point  the  case  is  reversed.    Thus  it  is  possible  to  contrd  the  composition  of  the  mixture  which  is  to  be 


I 
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1,  and,  BAj,,  for  the  prodoctioii  of  rosaniline  a  mixture  is  selected  whicli  contains  about  a  molecule 
each  of  siniline,  ortha-  and  para-toluidiae.  Tkrougli  the  action  of  oxygen  four  of  their  hydrogen- 
atoms  are  removed,  and  the  three  moleciileB  join,  forming  leucaniline.  This  process  will  be 
easily  understood  from  the  following  representation ; 


Fm,  1385 


Fia.  1286 


O'Tolmdine  jj-Toluidiue 


Aniline 


Tjeiicanilmo 


Arsenic  acid  was 


Further  oxidation  introduces  the   hydroxyl  and   turns  it  into  rosaniline, 
formerly  employed  as  the  oxidising  agent,  bet  nitrobeazene  is  now  more  used. 

As  mentioned,  ht/dfochloric  acid  is  perhaps  most  frequently  used  for  forming  the  aalt,  but  othera 
are  also  employed,  such  as  nitric^  std-phurie^  acetic,  picric,  and  tannic  doids*  A  great  number  of 
derivatives  are  an'ived  at  by  substitutions  of  the  amido-hydrogens  (of  which  there  are  six),  by  methyl, 
ethyl,  phenyl,  tolyl,  sulpho-groupSj  &c.,  turning  the  red  colour  of  fuchsine  into  different  shades  of  blue 
and  green. 

Methyl-violet  is  a  mixture  of  tetra-^  penta-,  and  hexa-methyl-para-rosaniline.  Crystal- 
violet  is  the  pure  hexa-methyl  compound.  The  methyl- violets  are  antiseptics,  and  have  been  used 
as  such  both  extenially  and  internally. 

Pyoktanuin  is  also  a  mixture  of  difierent  methyl-para-roBanilines,  probably  the  tannates.  It 
has  been  employed  in  cancer,  diphtheria,  gonorrhoea,  laryngeal  tuberculosis,  and  otorrhoea. 


• 


AMIDO -ACIDS  AKD  THEIK  DERIVATIVES  (w<^  p.  324) 


Some  more  am.ido-acids  having  their  amido-giTiup  in  ortho-position  are  of  interest  on  account 
of  the  interlocked  rings  they  so  easily  form.  Tims  we  have  from  phenyl-acetie  add  (fig.  813,  p.  212), 
with  amido  in  ortho-position ; 

Fio.  12S7 


^-Amido-pheiijl-aGetic  ftoid,  G^HyNOa 
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It  does  not  exist  in  the  free  state,  but  drops,  in  the  usual  way,  a  molecule  of  water  formed  firom 
the  hydroxyl  and  one  of  amido's  hydrogens,  the  two  free  valencies  caused  by  this  separation  of  water 
joining: 

Fig.  1288 


Oxindole,  OaHrNO ;  m.p.  120^ 


From  mandelic  add  (fig.  816,  p.  213)  we  have  ortho-amido-mandelic  acid,  which  immediately 
separates  a  molecule  of  water  and  passes  into  its  anhydride,  di-oxindole,  analogous  to  the  above: 


Fio.  1289 


Fio.  1290 


6 
K 

Ortho-amido  mandelio  acid 


Di-oxindole,  C^H^NO, ;  m.p.  180^ 


From  henzoylrformic  add  (fig.  817,  p.  213)  we  have  an  ortho-amido-acid,  which  is  somewhat 
more  stable  than  the  foregoing  acids ;  still,  when  heated,  this  one,  too,  will  drop  a  molecule  of 
water: 


Fig.  1291 


Ortho-amido-benzoyl-formic  acid,  isatic  acid,  CsHtNO,  ; 
on  being  heated  loses  a  molecule  of  water 


Fig.  1292 


Isatin,  CaHfiNOa;  m.p.  200^ 
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If  hydroxy  I  also  is  removed  from   isatic   acid   through  reducing  agents  (two  molecules  of 
hydrogen),  the  pentagon  will  have  a  different  arrangement : 


Fm.  1203 


Fm,  1294 


OHS-^O 


Isatio  ftcid 


Indoxyl,  CflH^NO  ;  a  brown  oil,  decomp,  on  heating 


Indene  (fig.  147,  p.  30),  indole  (fig.  1251,  p.  352),  skatole  (fig.  1255,  p.  352),  oxindole, 
di-oxindole,  isatm,  and  indoxyl  are  nearly  related,  and  easily  converted  into  one  another  by 
reduction  or  oxidation.  Their  formation  is  somewhat  similar  to  that  of  lactonea  (p.  182),  wherefore 
theae  and  similar  compounds  have  been  termed  lac  tame  a  when  the  amido-group  haa  lost  one 
hydrogen  in  the  formation,  and  lac  times  when  both  hydrogen-atoms  are  gone,  laatin  is  thus  a 
lactime,  the  others  lactames. 

All  of  them  may  be  derived  also  from  indigo,  and  indigo  may  be  derived  from  them.  Thus  two 
molecules  of  indoxyl  unite  by  removing  two  hydrogen- atoms,  and  this  compound,  indigo- white, 
yields  on  oxidation  indigo,  two  more  hydrogen-atoms  (from  the  hydroxy  la)  being  removed,  and  the 
single  bond  between  the  two  indoxyls  being  converted  into  a  double  one,  the  existing  double  bond 
in  the  pentagon  breaking  up. 


Fio,  12'Ja 


Fio,  1296 


Indigo-whitCi  hydrindl^otln,  OiaHi-jN^Oa 


lodigo,  OjeH^oNjO, 


For  another  formation  of  indigo  see  p.  309* 

Indigo-wliite  may  be  considered  the  leuco-baae  (p.  360)  of  indigo. 
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CarboBtyril  and  hydro-carbostyril  are,  as  the  figures  indicate,  nearly  related;  they  may  be 
considered,  together  with  numerous  other  compounds,  derivatives  from  a  common  mother  substance, 
qninoline,  which,  again,  is  derivable  from  o-ajnido-ciTmamic  aldehyde  (vide  ciiinamic  aldehyde, 
fig.  555,  p.  134). 

Fio.  1303  Fio,  1304 


-U 


n 

o-AmidO'Cmtiamio  aldehyde,  CeHaNO 
—  a  molecule  of  water 


Quinoline^  leucolino,  C9H7N  ;  b.p.  236° 
used  as  an  antifebrile 


There  are  still  to  be  mentioned  two  or  three  amido-acida,  in  which  sulphonyl,  the  radical  of 
snlphonic  acid  (fig.  1037,  p.  290),  has  been  introduced. 

If  we  in  Q-amido 'propionic  add  (p.  325)  substitute  stdphoiujl  for  carboxylj  or  in  ethyl  sulphonic 
acid  (fig.  1040,  p.  291)  replace  an  alkyl-hydrogen  in  ethyl,  or  the  alkyl-hydroxyl  in  isethionic  ami 
(fig*  1043 J  p.  291)  by  an  amido-groupy  taurine  is  formed: 


Pia-  1305 


-^Q 


Taurine,  amido-eihane -sulphonic  acid,  CaH^SOa  ;  deoomp*  at  240°;  ooouri  in  the  bile 


The  bile  contains  the  sodium  salts  of  glycocholic  acid  and  taurocholic  acid.  They  are 
both  combinations  of  cholic  acid  (Cg^H^^jO^),  the  fonner  vnth  glyeocoll,  the  latter  with  taurine. 
Besides  these  two  acids,  the  bile  contains  choleic  acid  (C^sH^aOJ  and  fellinic  acid  (C^jH^^jOJ, 
but  the  structure  of  neither  these  nor  of  cholic  acid  is  understood. 

Instead  of  an  open  chain  of  hydrocarbons  between  the  amido-  and  Bulphonyl-groupSj  as  in 
taurine,  a  closed  chain  may  be  inserted ;  for  instance,  hentzene^  thus  : 

Fio,  1306 


Para-amido-benzene-Bulphonic  acid,  BulphaniUo  aeid,  0flH7NS0y  ;  decomp.  on  heating 

Tt  may  be  looked  upon  as  aniline  combined  with  sulphuric  acid  by  elimination  of  a  molecnle  of 

^  water,  which  it,  indeed,  practically  is.    But  though  it  combines  with  bases  it  does  not  combine  with 

acids,  which  it  ought  to  do  if  an  amido-group  is  present ;  it  has,  therefore,  been  conjectured  that  it 

forms  a  salt  itself  with  its  acid  and  basic  group  bending  towards  each  other;  in  that  case  the 

t  nitrogen  would  stretch  out  two  more  valencies  turning  from  a  triad  into  a  pentad*     One  of  these 
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Talencies  wonld  tear  away  the  hydrogen  from  hydroxy!,  oxygen*s  free  valency  thoB  created  would  be 
•eused  by  nitrogen  s  other  valency ;  in  fact,  it  would  be  a  sort  of  ammooinm^phenyl-sulphonate. 
Thia  way  of  Unking  could  be  represented  only  by  a  stmctxire  similar  to  fig.  1273,  p.  359,  the  loop 
hancnng  down  consisting  in  this  case  of  ammouium  snlphonate,  whereas  the  joining  of  the  amido- 
and  sulphonic-groDps  is  entirely  analogous  to  that  of  glycocoll,  illustrated  in  fig.  1157,  p.  324. 

Sulphanilic  acid  has  been  recommended  in  iodine-intoxication  (MojuUsh.  f,  prak.  Dermai,  1893, 
F-  102). 

The  ortho-  and  m  eta- com  pounds  have  also  been  prepared. 

Fnjm  *>-«nIpho-benzoic  acid  (fig.  1053,  p.  295)  an  araidoacid  may  be  fonned  ;  on  account  of  the 
ortho-position  it  goes  easily  into  tbe  anhydride  (lactatne) : 


Fxa.  ia07 


Fia.  130a 


Ortbo-balphBtnido-benzoic  acid,  O7H7NSO4 ; 
mjp.  about  ICO- ;  baa  oo  Bweet  taste 


Baochai-me,  benzojl-sulphimide,  C^HjNSO, :  m.p.  220^; 
ezoeedinglj  sweet,  about  500  times  more  so  ihin 
■agar;  antiseptic 


The  two  isomeric  acids  with  the  sulpho-amido-gronp  in  meta-  or  para-position  are  known;  they 
are  not  sweet,  and  are  found  in  commercial  saccharine  to  the  extent  of  40  to  50  per  cent.,  lowering 
proportionally  the  sweetness.  According  tc  Ph,  C.  xxxiv.  p.  339,  the  pure  ortho-compound  is  now 
in  the  market,  either  as  such  or  as  the  more  soluble  sodium  salt. 

There  ie  another,  but  bitter,  saccharin,  the  lactone  of  saccharinic  acid  (fig.  701,  p.  182), 
belonging  to  the  aliphatic  series. 

Odol  is  a  perfumed  alcoholic  solution  of  salol  and  saccharine,  antiseptic. 


DERIVATIVES  FEOM  AMIDES  AIsTD  ACID  AMIDES  (AMXNIC  ACIDS, 

p.  327) 

Theie  are  a  few  comhiiiations  of  chloralhydrate  (fig,  977,  p.  272)  which  ha^e  to  be  noticed. 
Ooe  or  two  of  tlicm  do  not  belong  to  the  amides,  but  on  account  of  their  close  relation  they  are 
better  mentioned  together. 

One  is  a  combination  of  chltjTalkydratB  and  amrno^iia  by  separation  of  a  molecule  of  water,  &uJ 
belongs  to  aldehyde  ammonias,  p.  322. 

Fig.  1309 
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Cliloral-ammonia,  triclilor-etbidene-hydroiy-amme,  CaH^ClsNO  ;  m.p.  02" 
in  Oeu  of  urethane  and  chloralhydrate 


hypnotic  and  uialgeuOt 
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Anotlier  is  from  forrmmide  (fig.  1170,  p.  327),  and  is  a  proper  amide,  if  looked  upon  as  formed 
from  trichloro-lactic  acid  and  ammonia  : 


^h-^— hIh^ 


Chloriii-amide,  obloral-forinAiuide,  CsH^ClsKOg  ;  m<p.  114^ ;  liTpiioito 


In  yet  another,  the  nitrogen  of  ammonia  replaces  the  oxygen  in  the  carbonyl  of  chloral,  as  we 
have  already  seen  instances  of  before  (lijenz-hydroxamic  acid^  fig.  1132,  p,  318,  bydrazonea  and 
oaazoneSj  p.  338),  which  makes  it  an  imido-componnd.  Some  chemists  contend  that  a  polymerisa- 
tion takes  jilace  analogous  to  paraldehyde  (fig,  540,  p,  131) ;  it  has  therefore  either  one  or  the  other 
of  these  structures : 


FiQ.  1311 


Fio.  13ia 
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ChlQr&Hmlde  ;  m,p.  166°;  hypnotlo,  annlgeslc,  and  fttitipjretio 


The  only  other  compounds^  which  it  is  necessary  to  disco ss  as  belonging  to  this  class,  are  the 
derivatives  from  car  tonic  acid  ;  they,  however,  are  both  numerons  and  important,  thongli  we  can 
here  only  single  out  tlie  best,  as  far  as  we  are  conceraed. 

Carbonic  acid  is /a  di-basic  acid,  and  as  such  may  have  either  one  or  both  of  its  carboxyl- 
hydroxyls  replaced  hy  amido-groups  or  substituted  amido-gi'oups,  forming  either  amides  or  acid 
amides  (anxinic  affds).  We  shall  first  discuss  the  derivatives  from  the  compound  formed  by  re- 
placing one  of  tl^s  hydroxylsj  viz,  carbamic  acid,  which  was  thus  represented  (fig.  1173,  p.  328): 

/  Flo.  1313 


CArbanilc  aoid,  GHsKOa 


B  B 
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Carbamic  acid  can  have  one  hydrogen  in  the  amido-gi'oup  substituted  by  phenyl ; 

Fig.  13U 


Carbanilio  aoid,  GTHrNOa 

which  may  also  be  looked  upon  as  a  combination  of  cmUine  (fig.  1111,  p.  313)  and  ea/rlom  acicl, 
and  is  therefore,  together  with  urea  and  their  derivatives,  often  classified  as  anilides  of  carbonic 
acid.     Comp.  p.  341. 

Neither  of  the  two  acids  exists  in  the  free  state,  but  they  can  both  form  compound-ethers  in 
great  numbers ;  we  shall  mention  the  ethyl-ethers  only : 


FiQ.  1315 


Fig.  1816 


O*-^   w^l    ■ 


Eihyl-carbamic  ether,  urethane,  C3H7NO2 ;  ULp.  50® ;        Phenyl-urethane,  euphorin,  CoHnNOa ;  m.p.  62° ;  anti- 
mild  hypnotic  septic,  antithennic,  antirheumatic,  and  analgesic 

From  urethane  some  further  derivatives   are  therapeutically  employed,  e.g.  a  combination  of 
urethane  and  chhralr-hyd/rate  (fig.  977,  p.  272). 

Fig.  1317 


Ural,  chloral-orethane,  CsHgClsNOs ;  m.p.  103"^ ;  hypnotic 

Ural   is  supposed  to  be  improved  upon  by  the  addition  of  another  ethyl,  this  time  to  the 

hydroxyl  in  chloral : 

Fio.  1318 


t 


l^ 


-o 


Somnal,  07Hi,ClaNOs ;  hypnotic ;  its  existence  is  not  beyond  a  doubt ;  some  opine  that  it  is  merely  an 

alcoholic  solution  of  ural 
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Neurodine,  m.p.  87°.  is  acatyl-hydroxy-plieByl-urethane,  acetyl  beiug  joined  tlfroDo^h  an 
oxygt!n-atom  in  para-positioo  to  phenyl  in  fig.  1316,  a nti neuralgic,  and  therm odine,  ra.p.  86'''-88^, 
is  acetyUethoxy-phenyl-orethaixe,  an  ethoxy-group  being  joined  in  para-position  to  phenyl  and  an 
acetyl-groap  to  the  amido-group  in  phenyl-urethane,  iig*  1316;    antipyretic. 

We  next  come  t-o  those  amido-substitution-tompounds  in  which  both  hydroxyla  of  carbonic  acid 
have  been  replaced  by  ammonia.  The  first  of  these  is  urea,  the  strnctnre  of  which  we  have  shown 
(fig.  1174,  p.  328)  to  b6 

Fio.  1319 


Urea,  CH^NaO 

The  derivatives  of  urea  may  be  formed  from  alky  Is  and  phenyls  or  from  acid  radicals  j  the  first 
are  termed  alkylated  ureas,  the  last  ureides. 


As  examples  may  be  mentioned 


Alkylated  Ureas 


Fia.  1320 


Etbyl-urea.  CiH^NaO  ;  m.p.  112' 
Fio.  1321 


Fheuyl-urea,  C^H^NjO  ;  m,p.  Ii7** 

X(  phenyl  urea  is  ethoxylated  we  obtain  dulcine  (fig.  1243,  p.  347). 

The  other  hydrogens  of  urea  may  also  be  substituted  in  a  similar  way,  either  symmetrically  or 
asymmetrically.     The  symraetrical  di-phenyl-urea,  CjgHjjN^O,  m.p,  235*,  is  termed  carbanilide. 

The  oxygen  in  the  carbonyl-group  may,  as  we  have  seen  (p,  280),  be  replaced  by  aulphur: 

Fig.  1322 


Thio-carbamide,  Ihia-iifea,  sulpho-orea,  CH^N^S ;  m.p.  171® 

A  large  number  of  alkylated  and  acid-derivatives  are  known,  one  of  them  belonging  to  *  new 
remedies ' : 

Fig.  1.^23 

Q 


Thioflio amine,  rliodallin,  allyl4hio-carbamid«j»  C^HtiNaS ;  m.p-  74^ ;  hm  be«n  recommended  for  lapus;  its  action 

ia  said  to  ha  coDjfined  to  the  diseaaed  tiasne 

B  B  2 
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tjbb'Ides 

These  derivatives  are  combinations  of  acids  with  urea.  When  the  acids  combine  with  one 
molecule  of  urea  they  are  termed  monureidqs,  but  in  the  case  of  di-basic  acids  they  may  combine 
also  with  two  molecules  of  urea,  and  are  then  called  diurei'des.  The  acid  combineB  with  its 
carboxyl-end. 


MONTJIIEIDES 
A  combination  with  acetic  acid  is 


Fio.  1824 
Aoetyl-orea*  CaHeN.Oa ;  m.p.  212<» 


O^i^ 


Of  the  combinations  of  urea  with  di-basic  acids  some  are  of  interest. 
With  ca/rhonic  acid : 


Fio.  1325 


UH^ 


■•-o 


Allophsnio  acid,  G9H4N9O3 

Allophanic  acid  cannot  exist  in  the  free  state,  but  is  split  up  into  urea  and  carbonic  acid. 
Many  salts,  however,  and  ethers  are  known.  An  amido-group  substituting  the  hydrozyl  ensures  its 
existence,  converting  it  into  biuret,  the  amide  of  allophanic  acid : 

Pio.  1326 


Biuret,  CaHaN.O,  ;  m.p.  IW 

Combination  with  oxalic  acid  (fig.  712,  p.  184)  is  oxaluric  acid,  which,  on  separating  a  mole- 
cule of  water,  forms  a  closed  chain,  parabanic  acid. 

Fio.  1827  Fzo.  1328 


-A» 


-^  ■■  w^,  ^  .Nr ,  w^,  0    o  C        >> 


Oxalorio  aoid,  CaH^NaO^ ;  crystalline  powder  Parabanio  aoid,  CsHjNsOa  ;  oxyBtala 
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Similarly  metoxcdic  acid  (fig.  730,  p.  187)  forms  allozanic  acid  and  its  anhydride,  alloxan. 
Via.  1829  Via.  1830 


1^0-^^^ 


■♦— o 


Alloxanio  aoid,  mesoxalario  add,  O4H4NSO5  ;  orystalline  mass. 
Both  oarbozyrs  and  imide's  hydrogens  are  replaceable  by 
metals ;  the  aoid  is,  therefore,  oonsidered  dibasic 


Alloxan,  mesoxalyl-urea,  O^HgNgO^  | 
crystals 


The  cyclo-compound  only  is  known  from  twrbronic  add  (fig.  726,  p.  186),  viz.  dialuric  acid: 

Fio.  1881 


Dialnrio  acid,  tartronyl-urea,  04H4Na04 ;  crystals 
An  isomer  is  known,  the  hydroxyl  having  exchanged  places  with  its  neighbouring  carbonyl. 

Pio.  1382 


Iso-dialnric  acid,  C4H4N,04 ;  crystals 
Also  from  malonic  add  (fig.  718,  p.  184)  the  cyclo-componnd  only  is  known,  viz.  barbituric  acid. 

Pio.  1383 


Barbituric  acid,  malonyl-urea,  C4H4NSOS ;  crystals 

The  two  hydrogen-atoms  in  the  methylene-group,  CHj,  are  replaceable  by  bromine,  nitro-  and 
Bo-mtroso-groups,  metals,  and  alkyls. 
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There  is  a  peculiar  substitution  product  of  urea  with  which  it  runs  parallel  in  many  derivatives. 
It  is  guanidine,  which  may  be  looked  upon  as  urea  wherein  the  oxygen  has  been  substituted  by 
an  imido-group. 


Fio.  1834 


-^  »   w^^»i^ 


Fio.  1336 


Urea 


Guanidine  OHsNs ;  orystalline 


Prom  guanidine  is  derived  by  introduction  of  a  methylrgroup : 

Fio.  1836 


Methyl-gnanidine,  methyl-nramine,  C2H7N8 ;  deliquescent  crystals ;  the  product  of  bacteria,  also  of 

the  cholera  bacillus ;  poisonous 


When  carbonic  add  is  joined  to  the  methyl^oup  of  methyl-guanidine  it  is  converted  into 
guanidine  acetic  acid. 


»>-A  » ^ 


Fio.  1837 


1  <M  I  -:> . 


Gnanidine  acetic  acid,  glycocyamine,  C3HTN3O, ;  crystals 

By  the  introduction  of  a  meihyUgrowp  creatine  is  formed: 

Fio.  1338 


-®--o 


l^i  l<^ 


Creatine,  methyl  gaanidine-acetic  dcid,  methyl-glycocyamine,  C4H9N3O2  ;  orystals 


It  is  present  in  the  juice  of  muscle,  therefore  in  beef- extract.     By  the  digestive  organs  creatine 
is  converted  into  creatinine,  and  the  greater  part  of  it  is  found  as  such  in  the  urine. 
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Both  glycocyamin©  and  creatine  assume  the  cyclo-form  by  elimmatiiig  a  molecule  of  water; 
creatine  is  converted  into  creatinine. 

Fio.  1339 


DIUREIDBS » 


Creatinine,  glycolyl-methyl  gaanidine,  methjl-glycocyftmidme,  C^HTNgO  r  eryatals ;  is  alwAya  to  lie  found  id 
human  urine  ;  an  adult  man  prodaees  daily  0*6-1-3  gramme 

Lysatine,  CgH^^N^Og,  is  a  homologue  of  creatine.     It  is  a  decomposition-product  of  albumin, 
and  urea  may  be  obtained  from  lysatine. 

Lysatinine,  CgHjjN^O,  ia  homologous  with  creatinine,  and  ia  also  obtained  from  albuminous 
;      substances. 

The  exact  structure  of  neither  is  yet  known. 

\  Snbfttances  belonging  to  this  class  may  be  looked  upon  as  two  molecules  of  urea  united  through 

the  chain  of  an  acid ;  which  of  the  acids  serves  as  the  counecting  link  can  be  determined  from  the 
products  formed  by  splitting  them  up.  Uric  acid  lE  the  representative  of  the  class,  and  by  the 
simplest  decomposition  of  the  compound  it  breaks  op  into  urea  and  alloxan  (fig.  1330,  p.  373), 
which  is  derived  from  mesoxaUc  acid  and  -urea.  Consequently  mesoxalic  acid  (tig.  730,  p,  187)  must 
be  the  connecting  link.  But  it  does  not  perform  this  duty  without  undergoing  some  change  ;  it 
loses  three  of  its  oxygen-atoms,  and  sufficient  hydrogen  being  at  hand  it  is  convert-eil  into  acnjllc 
acid  (fig,  738,  p.  190)*     The  transformation  is  represented  by  the  following  illustration  : 

Fio.  lUO  Fio.  1341 


0**0    0*0 


D— €H^    0     @-'0 


u^ 


-©— o 


0— €»— o 


Me&oxatlc  aold 


AorjUo  acid 


Now,  instead  of  constructing  our  diureidefi  from  mesoxalic  acid,  we  may  be  permitted,  for  the 
iake  of  simplicity,  to  use  acrylic  acid  directly. 

^  The  claBB-deaignattOD  *  diureidjcs  *  is  by  some  cbeniials  reserved  for  a  few  compounds  consisting  of  two  molecules  of  a 
monureiide  joining  eaeh  other;  alloxan  tine,  for  inatance*  ia  two  raoletules  of  alloxan  joined  toi^eiber,  the  oxygen  of  one 
ol  the  carbonjla  (the  one  Rt  the  bottom  in  fig.  Vi'SO,  p.  373)  being  converted  into  hydroxyl,  and  the  free  valency  thii*^  created 
in  eaeb  aUoxane-molecule  joining,  Ftirpuric  acid  ia  another  similar,  not  iaoialed,  compound,  but  ita  atracture  has  nut 
jret  been  safficiently  ascertained ;  ita  ammonium-salt  is  termed  murexide.  Our  diureides  ate  bj  these  ohemists  olasailiud 
aa  *Xanthiiie*eomponnds.' 
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The  first  we  shall  mention  is  uric  acid,  coi^posed  of  two  molecules  of  urea  and  one  of  aerylic 
cund^  eliminating  one  molecule  of  water  and  three  of  hydrogen : 

Fio.  1342  Fro.  1343 


Urea  +  acrylic  acid  -f  urea  •  Uric  acid,  C^jEL^fi^ ;  erystals 

Uric  acid  is  a  normal  constituent  of  human  urine.  It  is  soluble  in  14,000  parts  of  water  at 
20^.  Equal  parts  of  lithium  carbonate  and  uric  acid  dissolve  in  90  parts  of  water  at  blood-heat ; 
piperazine  (fig.  1272, p.  358)  is  said  to  dissolve  twelve  times  more  uric  acid  than  lithium  carbonate; 
the  lithium  salt  and  piperazine  are  therefore  used  in  diseases  arising  firom  over-production  of  uric 
acid  in  the  organism  ;  in  gout  it  appears  as  sodium  salt  in  the  blood,  being  deposited  in  the  joints ; 
urinary  concretions  usually  consist  of  the  ammonium-salt.  A  healthy  man  produces  daily  0"4— 0*8 
gramme. 

Uric  acid  is  also  derived  firom  iso-dialuric  acid  (fig.  1832,  p.  873)  and  urea,  a  reacti<m  that  gave 
the  clue  to  the  structure 

Fio.  1344  Fio.  1345 


Iso-dialuric  add  -i-  urea 


Uric  acid 


Another  compound,  xanthine,  is  arrived  at  if  acrylic  acid  in  fig.  1342  is  turned  apside  down, 
eliminating,  then,  imo  molecules  of  water  and  two  of  hydrogen. 

Fio.  1346  Fio.  1347 


O-O  O-O 


Xanthine,  C»H«N«0, ;  amorphous  poirder ;  ooean  in 
small  quantities  in  different  oigmiis  of  the  human  bo4y 
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Hypoxanthine  (sarcine),  C^H^N^O,  occurs  nearly  always  together  with  xanthine,  from  which 
it  diffei*s  by  having  one  oxygen  atom  less  ;  atrucfcure  not  fully  ascertained. 

Adenine,  C^H,^N^,  has  bet^n  obtained  from  the  pancreas,  from  tea-leaves,  from  decomposition 
of  albuminous  substances.  It  is  the  imide  of  liypoxanthine,  the  relation  to  which  is  the  same  as 
guanine's  to  xanthine. 

In  order  to  show  this  relation,  I  give  here  an  iliuatratioa  of  one  of  the  two  possible  structurea 
of  hypoxanthine  and  adenine  respectively. 


Fia,  1348 


Fia.  1349 


Hypo lan thine,  C^H^N^O 


Adenine,  GsHsKf 


It  is  ascertained  that  the  carbonyl  in  hypoxanthine  has  its  place  in  the  pentagon  (urea)  ;  there- 
fore the  only  other  poaaible  structural  arrangement  is  to  make  the  two  nitrogen  links  in  the 
hexagon  exchange  places  {\ide  Ber.  xxvi.  p.  1914). 

It  will  be  seen  that  the  empirical  formula  of  adenine  is  a  polymere  of  hydrocyanic  acid  5(CNH), 
and  in  point  of  fact  adenine,  when  fused  with  potassium-hydrate,  forms  potassium-cyanide.  In 
the  above  structural  representation  of  adenine,  four  groups  placed  in  positions  reiitly  for  the  format 
tion  of  hydrocyanic  acid  are  clearly  distinguishable. 

If  gnanidiiie  (fig.  1335^  p.  374}  takes  the  place  of  one  of  the  ureas  in  xanthine,  guanine  ia 
formed. 


Fi«.  1350 


Fig.  1351 


T^fT 


99 


66   J       ^  6    h 
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Urea  +  aciylio  acid  -i-  guamdJna 


Gti&nm«p  CaHsNaO ;  amorphous  powders 
is  present  iu  guano 


Some  are  of  the  opinion  that  gnanidine  replaces  the  other  urea. 
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Two  or  three  methyls  can  be  introduced  into  xcmihine,  when  we  obtain 


Fio.  1862 


Fio.  1353 


Theobromine,  C7HrN402  ;  crystals,  which  sublime  at  290®; 
occurs  in  cocoa-beans;  it  combines  with  bases  like  an 
acid,  but  even  carbonic  acid  can  separate  it  from  its 
combinations.  The  place  of  methyl  in  the  hexagon  is 
not  fully  agreed  upon;  some  place  it  on  the  other 
nitrogen  in  the  hexagon 


Caffdne,  CsHioN*©, ;  m.p.  234°  ;  occurs  in  coffee- 
beans,  tea,  guarana,  Paraguay  tea,  and  in  kola- 
nuts  ;  in  larger  doses  poisonous 


Diuretine  is  a  combination  of  sodium  salicylate  and  sodium-theobromine,  a  molecule  of  each; 
but  whether  it  is  a  chemical  compound  or  a  mechanical  mixture  has  not  been  stated.  It  is  a 
powerful  diuretic  without  any  action  on  the  central  nervous  system. 

If  it  is  a  chemical  combination  its  structure  would  probably  be 


Fio.  1354 


Diuretine,  Ci4HiaN40aNaa 


Caffeine  is  a  weak  base,  and  has  for  medicinal  purposes  been  combined  with  many  acids,  such 
as  citric,  benzoic,  salicylic,  cinnamic,  carbolic,  oxalic,  and  many  other  acids ;  also  an  iodine  com- 
pound has  been  prepared. 
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Caffem©  has  been  improved  upon  by  the  introduction  of  methoxyl  or  ethoxjl.     The  latter  gives 
caffeine  this  structure ; 


Ethoiy-caffelne,  OmHijN^O^ ;  m.p.  1S8°-140'*  j  sliglitly  narcotic  with  promiaent  sedative  aoEion  on  tlie 

Cfliebro-Bpm&l  eyatem 


Methoxy- caffeine  has  a  similar  action. 

Nasrol,  or  .^ymphoroi^  m  the  sodium  salt  of  sulphonated  caffeine,  a  new  non-poisonoos  diuretic. 

Migrainine  is  a  mixture  of  caflfeine,  antipyrine^  and  citric  acid,  recommended  for  megrim 
(PL  0.  xxxiv,  p.  703). 

It  will  be  seen  how  closely  allied  all  the  diurel'dea  are.  In  fact,  xanthine,  theobromine,  and 
caffeine  have  already  been  prepared  froin  guanine,  or  for  the  matter  of  that  from  guano*  Les 
^astremss  se  toucheTit* 


Future  Nomenclature  of  Ureas  and  G-uanldines 

XJbeab 

The  name  vrea  is  to  be  retained,  likewise  the  division  into  ur&as  and  ureides ;  when  aubstitutiona 

te  place  in  both  amido-groups,  it  is  proposed  to  distinguish  them  as  a  and  h  substitutions.    When 

substitutes  hydroxyl  in  one  of  a  dibasic  acid's  carboxyls,  the  compound  is  distinguished  as 

tc  aeid<. 

In  the  case  of  ureides  we  are  left  in  doubt  how  to  give  the  proper  name  to  substituents. 
Ureides  comprise  solely  ureas  in  which  acul-rndicsih  are  substituents  ;  therefore  the  name  may  be 
derived  either  from  the  corresponding  hydrocarbons,  as  in  acid  amides,  or  from  the  radical  of  the 
acid.  If  we  choose  the  latter,  the  division  into  ureas  and  ureides  is  superfluous,  and  if  we  main- 
tain the  class-name  urei'deg,  the  name  of  the  hydrocarhon  is  quite  sufficient.  To  say  eihane  urmde 
would  l>e  as  correct  as  eihanoyl  urea]  but  to  say  ethaiwtfl  itreide  is  to  make  it,  unnecessarily,  doubly 
Bure;  besides,  when  the  n  substitute  is  a  hydrocarbon  (alcohol-)  radical,  and  the  h  substitute  an  acid 
radical,  it  is  difliculfc  to  know  whether  it  should  be  termed  an  urea  or  an  ureide.     If  we  describe 
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tkem  all   as   ureas,  and  derive  the  Dames  of  acidnierivatives  from  the  acid^radical8|  as  in  the 
examples  below,  most  difficulties  are  removed. 

Old  Nomeniclature  New  NomeiidaihLre 

Ethyl-urea  (fig.  1320,  p.  371)  =  No  change 


DiHi^thyl-urea 
Ethyl-methyl-urea 
Acetyl-urea 
Allophanic  acid 
Biux'et 

Oxaluric  acid 
Alloxanic  acid 
Thiocarbamide 


=  a  :  f^  Di-ethyl-urea 
=^  a  Ethvl,  b  methyl- urea 
(fig.  1324,  p.  372)  =  Ethanoyl-urea 
(fig.  1325,  p.  372)  =  Methanoyloic  (acid-)  urea 
(fig.  1326,  p.  372)  =  Methanamide-urea 
(fig.  1327^  p.  372)  =  Ethanoyloic  (acid-)  urea 
(fig.  1329,  p.  373)  =  Propauonovloic  (acid-)  urea 
(fig.  1322,  p.  371)  =  Thione-urea  (?) 

Oxfdnric  acid  is  called  racide  ethanureido(que  in  Atjenda ;  HaruMoffalhyloyhdure  is  proposed  m 
Beridtte  i  ajid  applying  the  strict  Congress  rules  to  the  compound,  I  make  it  etJimioifl-^re^ic  acid. 
Still  *  il  n'y  a  a/ucune  difficultS  dans  rwpplication  d-e  ces  rigles^*  say  a  Agmida, 

GuAwmnfES 

Guanidiue  itself  retains  its  name,  but  in  all  its  derivatives  it  is  to  be  termed  diamin^^carbimidins^ 
with  distinguishing  indices  a  and  b  for  sabstitutions  iu  the  diamine- group,  as  proposed  for  urea. 
Old  NoTnenclalure  New  Nomenclaiure 

Methyl-guanidine         (fig.  1336,  p.  374)  =  Methyl-diamino-carbimidine 
Guanidiue-acetic  acid  (fig.  1337,  p.  374)  ^  EthyloTc-diammo-carbimidine 
Creatine  (fig.  1338,  p.  374)  ^  a  Methyl-a  ethyloicniiamino-carbimidine 

DlUREJDES 

Diureides,  as  well  as  many  derivatives  from  one  molecule  of  urea,  form  closed  chains,  and  their 
consideration  is  therefore  reserved  for  a  future  Congress. 

TCYBnAZINB-  j&JTD  HYDRAZO-DEBr^ATIVEB  (p,  332) 

(Asymmetrical  or  a-  and  symmetrical  or  /3-hydrazinea) 

Great  efforts  have  been  mad©  to  find,  from  the  rather  recently  discovered  phenyl-hydrazine-com- 
puunds,  some  derivatives  which  might  be  incorporated  into  materia  medica.  The  results  cannot  be 
i^id  to  have  been  very  successful,  as  with  few  exceptions  all  the  compounds  hitherto  tried  hava 
proved  to  be  blood-poisons.  It  has,  however,  been  found  that  the  substitution  of  radicals  for  the 
bydrogena  in  hydrazine  tends  to  lessen  its  poisonous  character ;  the  more  radicals  introduced  the 
lest  poisonous  it  becomes ;  but  the  introduction  of  more  than  three  radicals  has  not  yc^t  succeeded ; 
perhapB  when  a  way  is  found  to  substitute  all  four  hydrugen-atoms  something  valuable  may  turn  op. 

Amongst  the  compounds  which  have  been  therapeutically  employed,  the  following  may  bo 
mentioned : 

Fia.  1350 


^ 


Acatjl-phenyl-hydrazine,  pyrodioe,  bydrac^tmfi,  C.HioNaO;  m.p»  128''*6  ;  used  aa  ointment  in  psoriasU 
4 in  am  anglicum  is  a  mixture  of  one  part  of  pyrodine  and  two  parts  of  some  inert 


HYDRAZINE-,  AND  HYDRAZO-DERIVATIVES 

Fio.  1857 
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p-Ethoxy-hydraoetine,  CxoHx4NaOa  {Ber.  xxv.  p.  1848) 


The  ethoxyl-group  in  para-position   appears  to  mitigate  the  character  of  similar  poisonous 
cjompounds  (PA.  Ztg.  1891,  No.  75). 

Fio.  1368 


Hydrazine-salioylio  acid,  OfHaNaOa  {Med,  Aim.  1892,  p.  421) ;  used  internally  and  externally  for  psoriasis 


Fxa.  1859 


Orthine,  ortho-hydrazine-para-hydroxy-benzoic  acid,  C^HsNaOa  {Ph,  0.  xxxi.  p.  60) ;  nnstable  compound;  the 
hydrochlorate  has  been  used  as  an  antipyretic,  but  is  dangerously  unreliable ;  it  is  a  powerful  antiseptic 
(D.  med.  Wochensch,  1890,  p.  2)  ft 
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Phenyl-hydrazine  and  crotonic  add  (fig.  740,  p.  190)  have  structures  which  apparently  would 
lead  to  the  formation  of  antipyrine  by  separating  a  molecule  of  water  and  one  of  hyix)gen : 


Fio.  1863 


Phenyl-hydrazine  +  orotonio  add 


QmO 


Phenyl-methyl-pyrazolone,  CioHioN^O 


By  adding  a  methyl-group  to  the  imide-group  we  should  have  antipyrine : 


Fig.  1864 


Antipyrine  (comp.  p.  843) 


The  hydrogen-molecule  will,  however,  not  be  separated ;  the  atom  belonging  to  phenyl-hydrazine 
goes  over  to  the  crotonic  group,  breaking  its  double  bond,  and  instead  of  phenyl-methyl-pyrazolone 
a  hyd/rated  compound  is  obtained : 


Fio.  1365 


Phenyl-methyl-pyrazolidone,  CioHiaN,0 
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When  methylated,  a  compound  has  been  obtained  which  has  been  called  hydro-antipy rine : 


Fio.  1866 


Hydro-antipyrine,  CuHj^NaO 


Phenyl-methyl-pyrazolidone  can,  however,  by  oxidation,  be  converted  into  the  mother-substance 
of  antipyrine  (vide  p.  343). 

We  cannot  leave  the  hydrazines  without  mentioning  an  acid,  the  discovery  of  which  made  a 
great  stir  in  the  chemical  world  a  couple  of  years  ago  ;  I  refer  to  azoimide  or  hydrazoic  acid, 
which  strictly  belongs  to  the  inorganic  chemistry,  as  there  is  no  carbon  in  its  structure. 

The  preparation  of  hydrazoic  acid  was  arrived  at  in  the  following  manner. 

Benzoyl-hydrazine  was  converted  into  its  nitroso-compound  by  introducing  nitrosyl  (fig.  1071, 
p.  302)  into  hydrazine. 


Fig.  1367 


Fig.  1868 


t 


^U-l 


Benzoyl-hydrazine  (fig.  792,  p.  201) 


Nitroso-benzoyl-hydrazine 


Next  a  molecule  of  water  was  withdrawn  from  the  hydrazine  group,  and  four  valencies  set  free, 
which  united  thus : 


Fig.  1869 


Diazo-benzene-imide 
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Sodium  hydrate  will  split  up  this  compound  into  sodium-benzoate  and  sodium-hydrazoate ;  by 
treating  the  latter  with  a  strong  acid  the  sodium  is  replaced  by  hydrogen,  and  thus  the  free  acid 
formed.     For  our  illustrative  purpose  we  may  condense  these  two  stages  of  the  process  into  one : 

Pio.  1870  Fio.  1371 

Sodimn  hydrate 
^       O — •— o 


-4 


Diazo-benzene-imide  Sodimn  benzoate  -i-  hydrazolb  add,  N,H 

In  order  to  keep  my  readers  up  to  date,  it  may  be  mentioned  that  the  formation  of  this  acid 
entirely  from  inorganic  bodies  has  quite  recently  been  successfully  performed  (Ber.  xxv.  p.  2084J. 
Essentially  the  preparation  is  based  upon  this  process : 

Fxa.  1878 


Pio. 

1372 

tt 

t 

9 

AnnnoniB 

+     nitrons  oxide 

-<l 


m  Hydrazolc  add  and  water 

The  two  gases,  ammonia  and  nitrous  oxide,  do  not  act  upon  each  other,  but  through  the  inter- 
vention of  sodium  reaction  takes  place,  of  which  the  above  figures  represent  the  extreme  phases. 

Azol'mide  or  hydrazoic  acid  is  a  light  mobile  liquid,  b.p.  S?"*,  and  a  strong  acid,  clostfiy 
resembling  hydrochloric  acid.     It  is,  however,  very  explosive  and  dfmgerous  to  handle. 

Judging  from  the  structure  of  hydrazoic  acid,  one  would  think  it  possible  to  add  two  hydrogens 
to  the  molecule,  breaking  the  double  bond. 

Fio.  1374 


This  would  be  the  molecule  of  imide,  N,H,,  which  is  now  known  only  as  the  radical  or  group,  NH. 
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NITROGEN-CYOLO-COMPOUNDS 

We  have  frequently  had  occasion  on  the  preceding  pages  to  make  acquaintance  with  cycle- 
compounds,  in  which  carbon  has  been  replaced  by  oxygen,  sulphur,  or  nitrogen.  I  shall  only  call 
to  mind,  amongst  pentagonSy  furfurane  (fig.  941,  p.  260),  thiophene  (fig.  1015,  p.  285) 
pyrrol  (fig.  1182,  p.  829);  and  amongst  hexagons,  pyrone  (fig.  945,  p.  260),  penthiophene 
(fig.  1017,  p.  286),  pyridine  (fig.  1275,  p.  359) ;  and  from  the  naphthcdme  configuration,  quino- 
line  (fig.  1304,  p.  367),  These  are  but  a  few  examples  in  which  only  one  carbon-atom  is  replaced ; 
there  are,  however,  many  in  which  more  than  one  carbon-atom  has  resigned  its  position  to  one  or 
more  of  the  elements  mentioned,  e.g,,  thialdine  (fig.  1148,  p.  322),  in  which  three  carbons  are 
replaced,  two  by  sulphur  and  one  by  nitrogen.  But  in  point  of  variety  of  substitutions,  none  of 
the  others  can  compare  to  the  cyclo-compounds  in  which  nitrogen  alone  is  the  substituting  agent ; 
thus  formed,  the  derivatives  of  each  ring  are  so  numerous  that  the  rings  are  looked  upon  as  mother 
substances,  and  special  names  have  been  given  to  each ;  if  that  could  have  been  done  methodically 
and  systematically  all  these  names  would  have  tended  to  fiEicilitate  the  learning  and  understanding 
of  chemistry,  but  their  discoveries  being  unconnected,  only  spasmodic,  and  not  mutually  coherent, 
attempts  have  been  made ;  anyhow,  we  had  better  have  a  look  at  some  of  them,  because  there  is 
always  the  risk  of  meeting  one  or  other  somewhere,  although  comparatively  few  are  at  present 
of  direct  interest  to  medical  science. 

The  mother  rings  will  first  be  placed  side  by  side,  afterwards  such  derivatives  of  each  as  are 
likely  to  be  of  interest  will  be.  discussed ;  with  few  exceptions  the  origin  of  them  cannot  now  be 
gone  into.  For  some  it  has  already  been  given  (e.g.  pyrrol,  pjrridine,  quinoline,  &c.),  for  others  it 
is  not  known,  and  for  the  rest  they  are  either  merely  hypothetical  or  else  wanting  sufficient  iuterest. 
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Azola  witt  seven  bonds, 
two  double,  three  single 
]x>nds. 


Pentagons 

With  one  Nitrogen-atom 

A.zoline8  with  six  bonds,  one 

double,  four  single  bonds. 
Azolones  if  carbonyl  present. 


Azolidines  with  five 
bonds,  no  doable  bond. 
Azolidones    if    car- 
bonyl present. 


Fio.  1376 


Fzo.  1376 


Fio.  1377 


Pyrrol,  O^HjN;  b.p.  1310; 
formation  vide  fig.  1182,  p.  329 


Pyrroline^C^H^N; 
b.p.  91« 


Pyrrolidine.  C4H9N; 
b.p.  87° 

Fig.  1378 


With  two  Nitrogen-atoms 

Fig.  1380  Fio.  1381 


Pyrrolidone,  O^H^NO; 
m.p.  28° 


Fio.  1382 


Pyrazol,  CaH^Na ;  m.p.  70° 
{Der.  xxiii.  p.  1105,  xziv. 
p.  171) 


Pyrazoline,  CaHgNa;  a 
liquid ;  properties  not 
published  {Ber.  xxvi. 
p.  408) 


Fio.  1383 


Iso-pyrazoline,  CaHaNo 
(not  isolated) 


Fio.  1384 


Pyrazolidine,  CaHgN, 
(pyrazine,  not  to  be  con- 
founded with  pyrazine, 
fig.  1402,  p.  389) ;  not 
isolated 

Fio.  1385 


Pyrazolone, 

CH^NgO;  b.p.  152°-157^ 

{Ber.  xztL  p.  868) 


Iso-pyrazolone, 

CaH^N.O; 

formation,  fig.  1234,  p.  344 


Pyrazolidone,  CsHeNjO 
(Ber,  XXV.  p.  1869) 
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Fio.  1386 


Fio.  1387 


o    m    O 


o  e  o 


Glyoxime  +  methane  -  two  molecules  of  water  G ly  o  z al  i  n e,  C3H4Na  ;  m.p.  88® 

Theoretically  formed  from  glyoxims  (fig.  1139,  p.  320)  and  methane ;  actually  from  glyoxal  and  ammonia 
(Bee  also  parabanio  acid,  creatinine,  <fco.,  p.  872,  seg[.) 


With,  three  Nitrogen-atoms 

Fio.  1388  Tio.  1888  a 


Triazole,  C2H3N3 ;  m.p.  120**  Osotriazole,  GsHaN,  ;  m.p.  22°'6  ;  formation 

(Bcr,  XXV.  pp.  229,  744)  iromphenylo8aaon$9t  osoteiraxoneSt  &o,  {Ann, 

cclzii.  p.  261) 

With  four  Nitrogen-atoms 

Fio.  1389 


Tetrazole,  CHaN4;  m.p.  155° ;  formation  from  atnidineB  {Ann.  cclxiii.  p.  81,  cclzv.  p.  129) 


With  one  Oxygen-  and  one  Nitrogen-atom 
^  collective  name  proposed  for  these  hypothetical  compounds  is  azoxoles. 


Fia.  1390 


^ 


^xazole,  C3H3NO  ;  formation  from 
acet-thiamide  and  chloracetone 


Fio.  1391 
Iso-oxazole,  OaHaNO 


Fio.  1892 


Oxazoline,  G,HsN0 
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With  one  Oxygen-  and  two  Nitrogen-atoms  (and  a  Oarbonyl) 

(Azoxazoles) 


Fio.  1393 


Fia.  1394 


XX 


Fio.  1395 


&^ 


Hypothetical  forazane,  C9H9N3O,  and  isomers ;  fonnation  from  di-isonUrwo-tioids 
{Ber.  zxiv.  p.  1175,  xzv.  p.  2168 ;  Ann.  colxiv.  p.  178} 


Fio.  1896 


^ 


Bias ol one,  C,HaNa0s;  formation  ixomfarmyl-phmyl-hydratine'derioaHoes  Andphosgm  {Ber.  xxi.  2456) 


Fig.  1897 


Hexagons 

With  one  Nitrogen-atom 
(Azines) 

Fig.  1898  Fig.  1899 


Pyridine,  C^HbN;  b.p.  116** 


Chemists  disagree  as  to  which  of  these  three  formulsB  is  the  proper  one.  Possibly  they  are  all 
three  right,  see  p.  55,  and  formation,  vide  fig.  1275,  p.  359.  The  first  structure  is  in  point  of  fact 
not  a  hexagon,  but  two  interlocked  tetragons,  as  already  frequently  mentioned  (comp.  eiao  acridines, 
p.  340). 
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With  two  Nitrogen-atoms 
(Diazines) 

When  tlie  two  nitrogen-atoms  are  in  ortho-position  they  are  termed  oiazines,  in  meta-position 
liazines,  and  in  para-position  piazines. 


Fio.  1400 


Fio.  1401 


Fig.  1403 


0  i  a  z  i  n  e,  C4H4Na ;  hypothetical ; 
only  some  few  rather  distant 
derivatives  from  this  ring  are 
known 


Pyrimidine  (miaHne),  G4H4Na; 
hypothetical ;  formation  of  oxy- 
derivatives  from  afnidinea  and 
aceUhocetic  ether 


Pyrazine  (pioHne),  C4H4Na ;  m.p.  55° ; 
b.p.  115®  (Ber.  xxvi.  p.  728) ;  the  stnic- 
tore  is  also  represented  with  a  diagonal 
bond  between  the  two  nitrogens  ana- 
logous to  pyridine ;  formation  from  iao- 
wUroso  ketones.  Derivative :  piperasine 
(fig.  1272,  p.  868) 


With  tliree  Nitrogen-atoms 
(Triazines) 

«ym-Triazines^  vide  cyanaric  acid  and  derivatives,  p.  423. 


With  four  Nitrogen-atoms 
(Tetrazines) 


Fig.  1403 


Fig.  1408  a 


Tetrazine,  CaHaN^ ;  hypothetical 


Oso-tetrazone,  CaH4N4 ;  formation  from phenyhetuone 


Heptagons,  octagons,  nonagons,  and  decagons  with  nitrogen-atoms  are  also  known. 
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Hexagons  with  one  Oxygen-  and  one  Nitrogen-atom 

(Azoxines  or  Oxazines) 

Via.  1404  Fio.  1404  a  Fio.  1405 


Ozazine,  G4HSNO; 
hypothetical 


Morpholine,  tetrahydro-oxaeinet 
G4H9NO;  is  said  to  have  been 
isolated  as  a  piperidine-Ilke  base 


Pentoxazoline,  G^HtNG;  formstioD 
from  y-brompropylamine  (Ber.  zxii. 
p.  2220,  xxiii.  p.  2498,  xziv.  p.  3218 


Fio.  1406 


Interlocked  Rings 
With  one  Nitrogen-atom 


Fio.  1407 


Quinoline.  G9H7N  ;  formation,  see  fig.  1803,  p.  367  Iso-qulnoline,  GoHtN  ;  m.p.  28<* ;  b.p.  240'*-5 


Fio.  1408 


Cinnoline,  ChHoN.^  ;  hypothetical; 
formation  of  derivatives  from  diazo 
compounds  (Ber.  xvi.  p.  677) 


With  two  Nitrogen-atoms 

Fio.  1409 


Quinazoline,  GgHeNa  ;  formation 
from  ortlto-amido-henzamide  and 
acid  anhydrides  (Joum.  /.  pr.  Ch. 
zxzvi.  p.  141) 


Fio.  1410 


Quinoxaline,  quinazine,  GgH^Ns; 
m.p.27'';  Ji).p.229^;  formation  from 
aromatic  ortho-diamines  and^Zyoxoli 
oxalic  acid,  Ao,  {Ber.  xvii.  p.  819) 
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Derivatives  from  Nitrogen-cyclo- compounds 

Pentagons 

We  have  already  had  the  opportunity  of  discussing  most  of  those  pentagon  derivatives  which 
have  any  claim  on  our  attention,  such  as  suedntmulej  p.  329,  antipyrine^  |ip.  rt43,  344,  m-eufeSy 
p,  372,  i<eq.;  further,  the  many  interlocked  pentagons;  oxycarbanil,  p.  342,  indole  and  skaiolef 
p.  352,  the  derivatives  of  amido-acuh,  p.  3<i3,  and  dtnrekles,  p.  375.  Besides  these,  the  only  ou6 
whose  derivatives  possess  interest  from  a  medical  point  of  view  is  tflfjofudine  (tig.  1387,  p.  387),  the 
methyl-ethyl-derivative  of  which  is  a  base  of  alkaloid  nature  with  a  narcotic  and  strongly 
poisonous  character. 

FicJ.  1411 


Ethyl-glyoxal-ethyMne,  OeHx„Nfl  ;  b.p.  212^ 


E  t h  y  1  -  g  1  y  o  X  a  1  -  e  t  h  y  I  i  n  e  acta  on  the  organism  like  atropine,  and  paralyses  the  vagus  nerve ; 
but  if  a  hydrogeu-atom  is  replaced  by  chlorine  the  new  compound,  chlor-oxal-ethylinej  acts  no 
longer  like  atropine,  but  like  morphine  upon  the  brain,  yet  still  paralysing  the  vagus  {Lauder 
Brtmtofij  p.  84). 


Hexagons  with  one  Nitrogen  (Pyridine- compounds) 


Amongst  the  hexagons  pyridine  (fig,  1397  &c.  p,  388)  takes  the  tirst  place  in  every  respect; 
nearly  all  compounds  which  are  now  comprised  under  the  designation  alkaloids,  and  whose  struc- 
tures have  been  ascertained,  have  something  to  do  with  pyridine. 

The  derivatives  of  pyridine  are  mialogoas  to  those  of  benzene.  Pyridine  may  be  hydrated,  i.e. 
the  double  bonds  broken  by  the  introduction  of  hydrogens  inside  the  riug,  or  the  hydrogens  outside, 
may  be  repbiced  in  the  same  way  aa  we  have  seen  those  in  benzene  substituted.  The  isomers  of 
pyi'idine-derivatives  must,  however,  be  much  more  numerous  than  those  of  benzene's,  as  the  position 
of  the  subetitntes  in  regard  to  nitrogen  gives  opportunity  for  many  varieties.  We  shall  first  look  at 
the  substitution  products  of  pyridine. 

Whereas  all  carbon-atoma  in  benzene  were  of  equal  value,  and  consequently  only  one  methyl- 
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derivative,  toluene  (fig.  232,  p.  44),  was  known,  three  derivatives  from  pyridine  are  not  only  poesibl^ 
but  also  known : 


Fio.  1412 


Fio.  1418 


o-Picoline(l:2),  CeH^N; 
b.p.  138<»-6 


/3-Picoline  (1 : 8),  OeH^N ; 
b.p.  140*»-142*> 


Similariy  there  are  ethyl-  and  propyl-pyridines  &c.: 
Fio.  1415 


Fio.  1414 


^Picoline  (1 : 4  orp-),  CeHyN; 
b.p.  142*»-144°-6 


Fio.  1416 


a-Ethyl-pyridine,  C7H9K  ;  b.p.  148°'5  ;  tbree  isomen 
are  possible  and  known 


a-Propyl-pyridine,  eonyrine,  OeHjxN;  b.p.  167®;  three 
isomers  possible  and  two  known 


Two  or  three  methyls  may  replace  hydrogen-atoms ; 
Fio.  1417 


Fio.  1418 


a-o'Di-methyl-pyridine,  CtH^N;  b.p.  142* 


s-Tri-methyl-pyridine,  O.HjiN ;  b.p.  171® 


But  different  alcohol-radicals  also  may  replace  hydrogen-atoms  in  the  same  molecale ;  in  this 
way  there  are  numerous  derivatives  which  have  the  same  empirical  formula  though  they  are  not 
identical;  thus  we  have  seen  that  ethyl-pyridine  and  di-methyl-pyridiiiB  lu^ve  both  the  fimnula 
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C^Hj^N ;  and  a-propyl-pyridine  and  trimethyl- pyridine,  OgHjjN.    All  those  having  the  same  empirical 
formula  have  received  their  collective  names,  e.g. 


Pyridine,  CgH^N 
Picolines,  CgH^N 
Lutidines,  C^HgN 


Collidines,  Cg  Hi,N 
Parvolines,  O^HjjN 
Corridines,  CioH^N 


C„H„N 


Bubidines, 
Viridines, 
Hexyllutidines,  CjaHjjN 


0„H„N 


The  theoretical  isomers  of  the  last  member  are  almost  innumerable,  but  happily  the  same  law 
of  limitation  which  we  mentioned  as  existing  for  the  hydrocarbons,  p.  18,  appears  also  to  obtain 
here  and  everywhere.  There  are  nine  possible  lutidines,  of  which  we  know  seven ;  twenty-two 
collidines  are  possible  (including  propyl-,  isopropyl-,  methyl-ethyl-,  and  trimethyl-pyridines),  of 
which  we  know  fourteen ;  there  should  be  hundreds  of  thousands  of  hexyllutidines  theoretically 
possible,  but  all  we  know  is  one  only. 

Alcohols  and  acids  may  be  formed  from  pyridine  analogous  to  benzene  derivatives.  Thus  we 
know,  of  alcohols : 

Fio.  1419 


Picolyl-methyl-alkine,  OeHnNO 


It  has  both  basic  and  alcoholic  properties  ;  such  compounds  are  styled  alkines,  and  their  com- 
pound ethers  (vide  p.  231)  alkei'nes  {Bar.  xiv.  p.  1876  j  comp.  p.  321). 
Of  monobasic  adds : 


Fig.  1420 


Fio.  1421 


Picolinlo  acid,  o-  or  a-  or  1 :  2  pyridine-carbozylic 
acid,  CeHsKO.  ;  m.p.  185° 


Kiooiinic  add,  m-  or  /B-  or  1 : 8  pyridine  c&rboxylio 
acid,  OeHsNOa  ;  m.p.  228** 


The  para-  or  7-acid,  iso-nicotinio  acid,  m.p.  305®,  is  also  known. 
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And  of  di-basic  adds : 

Fia.  1422 


Fio.  1423 


Qoinolinio  aoid,  o-tn-  or  a3-  or  1 : 2 : 3  pyridine-di- 
carboxylic  acid,  C7H5NO4  ;  m.p.  231° 

Six  of  them  are  theoretically  possible  and  have  been  prepared. 

Another  mono-basic  acid  is  pyridine's  combination  with  lactic  acid  (fig.  692,  p.  179) : 
Fio.  1424  Fig.  1424  a 


Oinohomeronic  acid,  m-p-  or  fiy-  or  1 : 3 : 4  pyridine-di- 
carboxylic  acid,  C7H5NO4  ;  m.p.  258<* ;  decomp. 


or 


Pyridine-Iactic  acid,  OaHsNOa  ;  a  syrapy  liquid 


From  this  acid  pilocarpidine  and  pilocarpine  may  be  formed,  and  tnce  rer«a.  Pyridine- 
Iactic  acid  has  not  as  yet  been  prepared  in  any  synthetical,  but  only  derived  in  the  analytical  way 
from  pilocarpine  ;  consequently  the  alkaloids  cannot  be  said  to  have  been  fully  prepared  by  synthesis. 

The  formation  of  pilocarpidine  is  effected  hy  di-methyl-amine  (fig.  1115,  p.  314)  replacing 
the  alcoholic  hydroxy! ;  two  sets  of  figures  are  given  below  derived  from  the  two  structures  of 
pyridine-lactic  acid  (above),  the  difference  of  which  is  merely  in  the  arrangement  of  the  four  links 
round  the  central  carbon-atom ;  the  first  figure  in  each  row  is  derived  from  fig.  1424,  the  others  are 
constructed  upon  1424  a  in  order  to  show  their  striking  analogy  to  betaine,  its  derivation  and  deriva- 
tives as  set  out  on  p.  356. 

Fio.  1425  a  Fia.  1425  b 

Fio.  1425 
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Pilocarpidine,  OxoHi4NaOa ;  deliquescent 
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Piloearpidine  ia  one  of  the  tliree  alkaloids  contained  in  the  leaflets  of  FUocarpvs  2J^^t«af(/aZr*f^ 
(Jahorandi^  B.P,),  the  others  beinj^  two  antagonistic  coin  pounds,  pilocarpine  and  jaborine,  which 
sonietimea  are  present  in  suclr  proportions  as  to  balance  each  other  and  render  jaborandi  inert ;  an 
analogous  case  is  that  of  the  poisons  in  Agarmis  T7husc<iriti8  (inde  p.  355).  A  fourth  alkaloid, 
jaborandi ne,  closely  allied  to  the  others,  does  not  occur  in  jaborandi,  but  in  the  leaves  of  Piper 
reticHhtum, 

By  transforming  the  di-methyl -amine  gronp  into  tri-raethyl-ammoniam-hydroxide  (comp. 
fig.  1124,  p,  316)  we  obtain 


Fio.  1426 


Pig.  1426  a 


The  pi-oximity  of  the  alcoholic  and  carboxylic  hydroxyls  (proper  regard  being  had  to  the  stereo- 
metrical  fonn  of  fig;  1426a)  makes  it  possible  to  withdraw  a  molecule  of  water,  and  the  two  free 
valencies  will  join : 


Fig,  1427 


Fia.  1427  a 


Pilooiupine,  Ci^HiaNaO^ ;  amorphoua 


The  structures  of  jaborine  and  jaborandine  have  not  yet  been  fully  ascertained. 


1^^      Till 

I  Four  or  six  hydrogeu-atoma  may  be  introduced  into  the  pyridine-ring,  breaking  a  corresponding 

[     number  of  double  bunds.     By  the  introduction  of  six  atoms,  pi  peri  dine  (fig,   1274,  p.  359)  is 
formed  ;  we  have  before  (i.e.)  derived  it  from  penta-methylene-diamine. 


Hydrated  Pyridines 
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The  stractare  of  piperidine  was  this: 


Fio.  1428 


Piperidine,  OsH^iN 

We  can  by  substitution  aflSx  side-chains  to  this  ring,  such  as  alcohol-  and  acid-radicals,  or  replace 
the  hydrogen-atom  in  the  imido-group  by  nitrosyl  (fig.  1067,  p.  301)  Ac. 

Piperidine-derivatives 
If  propyl  replaces  the  hydrogen  in  o-position,  we  obtain  the  alkaloYd  conine : 

Fig.  1429 


Conine,  o-normal-propyl-piperidine,  GsHitK  ;  b.p.  167° ;  the  poiBonoos  prinoiple  of  Comum  macuUUum  (hemlock) 

If  a  hydroxyl  is  introduced  into  the  side-chain  another  alkaloid,  conhydrine,  is  formed : 

Fig.  1480 


Conhydrine,  conydrine,  a-piperidyl-ethyl-alkine,  CbHxtNO  ;  m.p.  121°.    (Mark  the  similarity  in  the 

oonyrine,  fig.  1416,  p.  892) 

The  position  of  the  hydroxyl  is  not  conclusively  ascertained  ;  it  may  be  on  the  carbon-atom  at 
the  end  of  the  side-chain,  in  which  case  conhydrine  would  be  lupetidylalkine  (comp.  p.  897). 
As  regards  the  distinction  of  this  alkaloid  as  an  alkine,  vide  footnote,  p.  321. 

It  is  found  together  with  conine  in  hemlock. 
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AmongBt  the  acids  with  which  piperidiDe  may  combine  ispiperic  acid  (fig.  833,  p,  221): 

Fio.  1431 
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Piperine,  Ci^Hi^^Oa  ;  m.p.  129® ;  ib  found  in  different  aperies  of  Piper  nigrum  and  longum 

Tlie  homologues  of  piperidine  (i.e.  hydrated  picolines,  Intidinea,  and  collidinea,  vule  p.  393)  have 
been  distinguiahed  as  pipecoliiieSj  C^Hj^N  (CH^),  lupetidines,  C,H„N  (CH^),,,  copellidiiies» 
C,H,N  (CH,),. 

FiBally  piperidine  was  supposed  to  combine  with  pyridine  and  to  form  a  structure,  which  waa, 
ontil  quite  recently,  accepted  as  that  of  nicotine: 

Ftn.  1452 


The  above  structure  represents  two  pyridine-rings,  of  which  one  ia  hydrated  (piperidine), 
the  other  not.  Recent  investigations  (Ber.  xxvi,  p.  292)  ha?e,  however,  made  tlie  existence  of  a 
piperidine-riDg  doubtful ;  according  t^^  them  it  is  much  more  probable  that  the  nitrogen  iu  the 
BTipi>osed  piperidine-ring  is  connected  with  a  methyl.  In  that  case  the  ring  would  be  a  methylated 
pyrrolidine  (fig.  1377|  p.  386),  and  the  structure  of  nicotine  would  be 


Fio.  1433 


Nicotine,  OioHj4Na  ;  oily  liquid  ;  b.p.  247**  (257  mm.) 

Other  structures  with  triangular  or  quadrangular  rings,  instead  of  a  pentagon,  have  still  more 
recently  been  submitted  {Ber,  xxvi,  p.  628) ;  the  question  of  the  structure  is,  thus,  far  from  settled. 

Nicotinej  to  the  extent  of  from  0*6  to  8  per  cent.,  occurs  in  combination  with  malic  and  citric 
acid  in  tobacco ;  smoking  destroys  the  greater  part  of  it,  but  some  of  the  nicotiue  escapes  with  the 
smoke,  which  latter  contains  also  a  variety  of  decomposition  products,  partly  pyridine  or  derivatives; 
that  from  pipes  contains  mainly  pyridine,  that  from  cigars  collidines  (p.  393). 
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When  fonr  hydrogen- atoms  are  added  to  pyridine  we  obtain  a  compound  which  has  received 
the  name  of  piperide'ine  or  tetrahydro-pyridine  : 


Fio.  1434 


Piperid^ne,  C,H»N 

it  does  not,  however,  appear  to  exist  at  ordinary  temperatares,  two  molecolee  joining  into  a  doable 
molecule. 

Fio.  1435 


Di-piperideine,  C^oHiaM,;  m.p.  61* 

When  heated  it  dissociates  (p.  278),  and  each  double  moleeole  is  divided  into  two  motecnlea, 
piperideine. 


Derivatives  of  Pii)erideXne 

however  exist  and  count  among  them  some  of  our  most  important  alkaloids. 

The  greater  part  of  them  are  derivable  firom  a  hypothetical  methyl-piperideine,  in  which 
methyl  has  replaced  the  imido-hydrogen : 

Fio.  1436 
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Mth^-pipfrridfnw 
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A  hydi-oxy-ethyl  introduced  in  a-  (o-)  position  converts  this  into  hydroxy-ethyl-methyl-piperi- 
deme^  or 

Pig.  1487 


Tropine,  CbHxbNG  ;  m.p.  62® 

Tropine  is  strictly  a  cyclo-hydramine  (p.  321),  but  being  a  tertiary  base  has  been  distinguished 
as  an  alkine. 

Another  (perspective)  structure  for  tropine  has  been  propounded  (Ber.  xxiv.  p.  3108),  analogous 
to  the  one  given  for  tri-ethylene-diamine  (fig.  1278,  p.  359)  : 

Fio.  1438 


This  makes  it  a  combination  of  hydrated  phenol  and  methyl-pipei'ideine  if  we  look  upon  the  right 
horizontal  half-hexagon  as  belonging  to  both  the  left  half  and  to  the  flap  hanging  down ;  anyhow, 
for  practical  considerations,  we  will  make  use  of  the  first  structure. 

Tropine  combines,  ether-fashion,  with  tropic  acid  (fig.  819,  p.  214),  and  forms  atropine. 


Fio.  1489 


Atropine,  Oi^B^s^O^ ;  m.p.  113® 
Atropine  exists  in  three  optical  isomers. 
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Atrapine  is  an  antidote  to  muscarine,  and  because  the  symptoms  of  poisoning  with  the  latter 
ghow  a  close  resemblance  to  those  of  the  cholera  (Lauder  Bruntoii,  p.  63),  atropine  has  been  log- 
gested  ns  a  remedy  in  cholera  cases.  The  idea  has  been  put  t-o  the  test,  and  with  great  saccesa  so 
far  (meeting  of  the  Royal  Medical  and  Chirurgical  Society,  June  1893)* 

Daturine  is  identiral  with  atropine,  and  occurs  in  Airopa  bcUadonnft  and  Datura  slrammoTiinm, 

Hyoscy amine  and  hyoscine  (hyoscyn)  are  isomers  with  atropine  (Biv\  xxv.  p,  2388). 
Scopolamine  lias  the  empirical  formula  C,-H2iN0^  (Arch.  d.  Ph.  1892,  p.  207),  but  the  structure 
is  not  known  of  any  of  them.  Commercial  hyoscine  seems  to  he  sometimes  miied  with  scopolamine, 
at  other  times  entirely  scopolamine.  Duboisine  is  probably  a  mixture  of  hyoscyamine  and 
hyoscine.     By  treating  hyoscyamine  with  alkali  it  is  converted  into  atropine. 

Other  acids  than  tropic  acid  have  been  united  to  tropine  :  amongst  them  are  i^ulpkmic,  andof  conrse 
salieyfic  acid^  but  more  especially  mandelic  add  (fig.  816,  p.  213)  and  (itro^nc  ncid  (fig-  820,  p.  214), 
both  nearly  related  to  tropic  acid,  and  one  of  which  has  been  succes&ful  in  forming  a  vakable 
remedy*     The  first  forms  homatropine,  the  other  apoatropine  * : 

Fia.  1440 


Homatropine,  C^^H^iKO^ ;  m.p.  95^-98^  ;  loss  poisonous  tiian  atropine,  bat  iU  mydriatic  effect  less  laaimg 

Fia*  1441 


Apoatropine,  0|^7HgiN0g :  ra,p.  60^  ;  has  no  mjdriatio  action  ;  prodnces  in  larger  doses  characteristic  convnlsionaj 

Atropamine  is  believed  to  be  identical  with  apoatroptne  (Ph.  C,  xxxiii,  p,  353  ;  Menk'g 
1893).  It  is  derivable  from  atropine  by  the  separation  of  a  molecnle  of  water.  By  dilute  hydro- 
chloric acid  it  is  converted  into  belladonine,  another  alkaloid^  probably  an  isomer,  found  together 
with  atropine  in  Atrojui  hdladvnria  &€. 

'  The  prefix  Jwin-  or  honto-  h  an  abbreviation  lor  '  homologous,'  i.e.  the  compound  h  a  derivative  differing  by  CH»  from 
the  mother  anbstance ;  apo-  simply  means  *  derived  from,*  b\it  how,  we  know  not,  or  at  least  we  did  not  at  the  time  af  | 
iU  dificoveiy. 
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Tropine  was  formed,  as  we  have  seen,  from  methyl-piperideine  and  hydroxy-ethane  (or  its 
radical  hydroxy-ethyl)  ;  if,  instead  of  the  latter,  we  take  hydroxy-propionic  acid  (hydracrylic  acid, 
fig.  693,  p.  179),  the  first  step  is  made  towards  forming  another  very  important  alkaloid,  cocaYne. 
The  structure  of  this  combination  of  methyl-piperideine  and  the  acid,  ecgonine,  is 


Eogonine,  O^HibNO, ;  m.p.  198** ;  dextro-  and  lavo-rotatory  eogoninesare  known 

In  analogy  to  tropine  (fig.  1438,  p.  399)  a  combination  structure  has  been  suggested  (Ber»  xxiv. 
p.  3108) 

Fio.  1443 


Ecgonine 

in  which  later  researches  (Ber.  xxvi.  p.  325)  have  made  the  carboxyl  exchange  places  with  the 
hydrogen  of  the  group  CH  next  to  the  nitrogen-group : 


U48a 


Ecgonine 

From  ecgonine  cocaine  has  been  synthetically  built  up,  but  ecgonine  itself  has  not  as  yet  been 
8o  prepared.     The  only  way  to  get  it  has  been  to  pull  cocaine  or  some  allied  alkaloids  to  piece* 

D  D 
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like  the  synthesis  of  pilocarpine,  that  of  cocaine  can  be  said  to  have  been  bnt  half  perfonned;  bat 
no  doubt  it  will  be  carried  ont  some  day. 

The  alcoholic  hydroxyl  can  be  joined  in  ether-fashion  to  benzoic  acid,  the  result  being 


Fig.  UU 


Benzoyl-eogonine,  O^eHisNO^ ;  m.p.  90° 


Benzoyl-ecgonine  occurs  in  the  ooca  leaves.  Its  action  is  somewhat  similar  to  that  of 
caffeine,  but  not  to  that  of  cocaine. 

All  we  now  have  to  do  to  make  cocaine  is  to  place  a  methyl  at  the  end  of  the  carboxyl,  another 
etherification : 


Fig.  1445 


Cocaine,  C1TH21NO4 ;  m.p. 


There  are  a  dextro-  and  a  Isevo-rotatory  cocaine ;  it  is  the  latter  that  occurs  in  the  ooca  leftt 
Dextro-cocaine  has  m.p.  43°,  and  is  an  artificial  product,  stereo-isomeric  to,  and  formed  from,  cocaine, 
and  has  similar  properties. 
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Cocethyline,  or  homo-cocaine^  is  formed  by  introducing  ethyl  instead  of  methyl  in  the  last- 
lentioned  operation. 

Cinnamyl-cocai'ne  results  when  cinnamic  acid  (fig.  821,  p.  214)  is  used  for  etherification 
Qstead  of  benzoic  acid. 

In  the  a/recorTmt  two  alkaloids  are  present,  derivable  from  methylated  and  tetrabydrated 
»yridine  or  methyl-piperideine  ;  there  are  also  an  acid,  ar  ecai'dine,  and  its  methyl-ether,  arecoline, 
)oth  related  to,  and  also  synthetically  prepared  from,  nicotinic  acid  (fig.  1421,  p.  393).  Vide 
?h.  G.  xxxiii.  p.  13;  Arch.  Ph.  1891,  ix.  p.  669. 


Fio.  1446 


FiQ.  1447 


Arecaidine,  C7H21NO2 ;  is  therapeutically  inactive 


Arecoline,  CgHisKOa ;  oily  liquid ;  is  the  only  anthelmintio 
principle  in  the  areca-nat ;  poisonous  like  pilocarpine  and 
partly  like  pelletierine  (CgHxsNO),  an  alkaldtd  of  un- 
known structure  from  Punica  granatum 


The  two  alkaloids  found  in  the  areca-nut  are  inert,  and  contain  two  carbonyl-groups ;  their 
relation  to  the  others  will  easily  be  understood  from  the  illustrations  : 


Fio.  144S 


Fio.  1449 


Ouavaoine,  OeH^NO, 


AreciOne,  OtHiiNOs 
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Quinoline-derivatives 

When  a  pyridine-ring  is  interlocked  with  a  benzene-ring  we  call  the  compound  qninolii 
We  have  already  mentioned  its  formation  from  o-amido-cinnamic  aldehyde  (fig.  1303,  p.  36  m 
another  formation  is  from  aniline  (fig.  1111,  p.  318),  and  acrolein  (fig.  548,  p.  133) : 


Fig.  1450 


i 

9 


+ 


> 


acrolein 


Fio.  1451 
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Quinoline,  CgH^N ;  b.p.  236* 


Acrolein  may  be  prepared  from  glycerin  (p.  133) ;  therefore  quinoline  is  by  this  reaction  prepared 
from  aniline  and  glycerin,  being  heated  together  with  sulphuric  acid,  which  takes  away  the  water, 
and  nitrobenzene,  which  provides  the  necessary  oxygen  to  form  the  water,  as  shown  above. 

This  synthesis  caused  some  sensation  at  the  time,  and  has  been  named,  after  its  discoverer, 
Skraup's  syrUhesis. 

In  coal-tar,  where  quinoline  is  found  ready  formed,  another  compound  also  occurs  that  differs 
from  quinoline  in  the  position  of  the  nitrogen  which  has  been  found  placed  in  a-position : 


Fio.  1452 


Iso-quinoline,  OoHtN  ;  m.p.  22° ;  b.p.  240® 


It  has   also  been  synthetically  prepared,  and  is   important  as  mother  substance  of  several 

alkaloids. 

If  in  the  formation  of  quinoline,  we  take  alkylated  a/roleins^  i.e.  the  higher  homologues,  instead 
of  acrolein,  we  obtain  alkyl  substituted  quinolines,  with  the  substitute  in  the  pyridine-ring  (N.B. :  the 


It  is  ftlao  designatad  as  j>//-a-methyl  quinoline,  py-  indicating  subetitution  in  pyridine-ring* 
If  aniline  ia  alkylated,  e.g.  o-tohiidine  (fig.  1112,  p*  313),  we  obtain  a  qdjiDliiie  with  substitu- 
tion in  the  benzene-ring,  toluquinoline: 

Fio.  1454 


o-TolaquinoHiie,  6^-1-metlijl-qninoline,  OioH^N ;  b-p,  248' 

fc-  indicates  that  the  substitution  has  taken  place  in  the  benasene-ring ;  the  numeral  eignifiee  the 
position.  This  designation  by  hz-  and  pif-  seems  rather  superfluous  when  the  position  in  the 
benzene-ring  is  indicated  hj  numerals,  and  in  the  pyridine-ruig  by  Greek  letters. 

A  great  number  of  isomers  of  these  alkylated  quinoliues  are  both  possible  and  known* 

When  hydroxyl  replaces  a  hydrogen-atom  in  quinolineit  is  termed  an  oxyquinoline  (hydroxy- 
quinoline),  if  the  substitution  takes  place  in  the  benzene-ring;  but  a  carbostyril  if  the  hydroxyl 
ifl  placed  in  the  pyridine-ring. 

Fig.  1455  Fio.  1456 


Qoloophenol,  o-frf-l-oxyquiDoline,  C,jH,NO  ;  m*p.  76**;  Carbostyri!,  py2'  (or  a)  oxyquinoline,  C^HyNO ;  HLp.  200* 

Bix  out  of  seven  possible  isomers  bare  been  prepared 

The  formation  of  carbostyril  and  its  tautomeric  form,  pseudo-carlxfstyril,  from  amido-cinnamic 
acid  has  already  been  discussed,  p.  366. 
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Diaphterine  is  a  combination  of  hydroxy-quinoline  (fig.  1465,  p.  405)  and  aseptol  (fig.  1045, 1 
p.  292),  nitrogen  appearing  in  the  character  of  a  pentad  (Fh.  G.  xxxiii.  p.  320 ;  Ph,  Ztg,  1 892,  p.  317), 

Later  researches  have  established  the  preseDce  of  two  molecules  of  hydroxy-quinoline  id  the 
c^inpound,  the  second  substituting  the  hydrogen  in  aseptoFs  hydroxyl,  exactly  in  the  same  manBer 
as  the  fii-st  has  substituted  hydrogen  in  the  eiilphonic  acid ;  accordingly  its  chemical  formula  would 

Iodine  and  chlorine  are  Baid  (Hegers  SynQpsis)  to  enter  into  the  quinoline-structure  as  addition 
to  the  nitrogen  by  its  changing  from  a  triad  into  a  pentad  ; 

Eia.  1464 


Quinoiodine,  GBH<fKI01 ;  imtifieptic  and  antLt.liermic ;  oeed  in  phthisic  and  angina  peciofi$ 
It  ia,  perhaps,  mora  probable  that  the  halogen*  enbstitule  the  hjdrogens  in  a-  and  j8-pcmition8,  analogouB  to  di-chlflfo- 
qiiiiioline  {Beilst^  iii.  p,  746) ;  the  empirical  formula  woald  then  b©  CpH^^NICI. 

Hydrated  Quinolines 

Like  all  closed  chains  built  on  the  benzene  pattern^  hydrogens  may  be  added  to  the  nngi  i 
quinoliDe  by  breaking  the  double  bonds*  Thus  di-,  tatra-,  hexa-,  and  deka-hydro-quinoline^  have 
been  formed,  the  pyridine-ring  beiog  by  preference  first  filled,  and  only  when  that  canoot  accept 
any  more  (four)  hydrogen-atoms,  the  benzene-ring  is  entered.  Of  these,  tetra-hydro-qainc" 
is  important  on  account  of  its  relation  to  some  well-known  alkaloids: 

FiQ,  1465 


Tetra-hydro-qoinoHnet  C^HuN  ;  b.p>  244° 


It  is  an  interesting  compound  in  so  far  as  it  foiTued  the  starting-point  for  the  preparation  of 
several  alkaloid-like  substitutes  for  quijiine.  These  derivatives  have  mostly  been  superseded  hj 
otlier  and  bett4?r  corapounds,  bot  as  they  have  historical  interest  they  are  worth  mentioning. 

Thus  by  introducing  a  methoxyl  in  the  para-position  thalline  was  obtained; 

FiQ.  1466 


Thalline,  para-methoxy-letrahydro-qainoline,  C,oHi.^NO  ;  m,p,  42'=' ;  is  BtiU  used  for  ferera  in  children,  •'•^ ' 

typhoid  as  a  aulphaie.  tartrate,  or  hydrochlorale 


QUINOLINE-DERIVATIVES 
With  a  methyl  fixed  to  the  nii/ivgen  kairoline  is  obtained 

Fio.  1467 
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EaSroline,  xnethyl-tetrahydro-qainoline,  OioH^sN ;  b.p.  242^ 

A  hydroxyl  may  be  introduced  in  ortho-position,  producing 

Fia.  1468 


o-Hydroxy-methyl-tetrahydro-quinoline,  CioHiaNO  ;  m.p.  114° ;  febrifuge 

The  chloride  is  termed  kai'rine,  or  kairine  M. 

If  ethyl  is  joined  to  nitrogen  instead  of  methyl  it  is  distinguished  as  kairine  A. 

When  a  carboxyl  replaces  the  meta-hydrogen  in  methyl-Jcairine,  we  get  another  new  antipyretic : 

Fio.  1469 


Hydrozy-methyl-tetrahydro-quinoline-oftrboxylic  aoid,  CxiHxaNO, ;  antipy ratio 
run  salt  has  been  awarded  the  trade  name  thermifugine. 
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We  now  come  to  the  alkaloYds  contained  in  the  barks  of  the  yarions  species  of  dn^Aom^  wbi 

derivable  from  a  combination  of  tetra-hydro*quinoline  with  quinoline,  as  far  as  their  stractnreo  have 
as  yet  been  aucertained. 

The  cinchona  bark  contains  a  great  variety  of  things  :  six  acids  (amongst  them  quinic  add  and 
oxalic  acid  have  be«n  determined),  three  neutral  substances,  and  twenty-four  bases  at  least. 

The  structnres  of  two  of  the  bases,  viz.  cinchonine  and  quinine,  have  probably,  up  to  a 
certain  point,  been  ascertained, 

Cinchonine,  the  empirical  formula  of  which  is  CjgHjjNjO,  can,  by  removal  of  a  molecule  of 
water,  be  converted  into  a  compound  termed  cinchene,  Ci^H^^^N,.  From  this  compound  a  molecule 
of  ammonia,  NHg,  can  be  split  off,  but  at  the  same  time  a  molecule  of  wat^r  reenters  the  com- 
pound, which  then  is  termed  apocinchene,  C^^^HjpNO.  The  strncfure  of  apocinchene  has  been 
ascertained  in  its  main  features  (Ber.  xxvi.  p.  713);  it  consists  of  a  combination  of  giitTkiltTie  and  a 
di-ethylaled  phenoL  in  which  the  positions  of  liydroxyl  and  the  two  ethyls  have  not  yet  been  ascer- 
tained with  exactitude  ;  so  much  is,  however,  known,  that  their  relnlire  positions  are  either  I  :  2  :3 
or  1  ;  3  :  4.  Provitled,  therefore,  that  we  have  apocinchene  we  should  be  able  to  prepare  cinchonine 
by  reversing  the  above  processes,  viz.  first  by  introducing  ammonia  and  splitting  off  water,  forming 
cinchene,  and  secondly  by  introducing  again  water,  forming  cinchonine.  We  can  illastrate  ihem 
pi-ocesses  in  the  following  way,  giving  to  hydroxy  1  and  the  two  ethyls  in  apocinchene  the  relative 
positions  1  :  S  :  4,  merely  because  the  different  groups  come  ont  better  thus  in  the  illustratioiui ; 


1 
I 


Fm.  1470 


Fio.  1470  a 


Fio.  1470  b 


Fio.  1471 


OH^ 


Apocinchene,  Cii.Hi^NO ; 
m,p.  209*^210^ 


rT 


Apocinchene  +  aiumonia 
—  water 


Cinchene,  Ci^^H^oN,, ; 
m.p.  123=^-125^ 


Cinchonine^  CjjH^^N.O ; 
m.p.  208^-8  (oizLobene  -i^  wAter) 


Cinchonine  would,  according  to  this  structure,  be  quinoline  combined  with  a  hydroxylated, 
methylated,  and  hydnited  iso-ciuinoline. 

Cinchonine  is  known  for  certain  to  be  a  di* tertiary  base  with  a  hydroxyl  outside  a  quinoline 
group;  still  the  above  representation  is  not  quite  the  correct  structure  of  cinchonine,  because  it  has 
been  ascertained  (Monatih,  xii.  and  3ciii.)  that  two  molecules  of  hydit>iodic  acid  can  be  added  to  the 
structure  liesides  one  that  converts  the  compound  into  the  hydroiodic  salt.  None  of  these  enter 
into  the  quinoline  group,  though  the  evidence,  upon  which  this  assertion  rests,  does  not  seem  quite 
conclusive,  and  in  the  iso^quinoline  group,  as  represented  above,  there  is  rocjin  for  oidy  two  molecules 
of  hydroiodic  acid,  one  breaking  the  double  bond  and  the  other  forming  the  salt  by  turning  the 
nitrogen  into  a  pentad.  The  illastrations  are  therefore  only  intended  to  give  an  idea  of  our  present 
knowledge  of  the  subject, 

Cuprelne*  In  the  bark  of  Oinchona  cuprea  or  of  Rmiijia  pedu7%culaia  an  alkaloid  is  pr^ssent 
which  has  been  called  cuprei'ne:  it  is  nearly  relat'ed  to  cinchoninej  the  difference  between  them 
being  a  hydroxyl,  which  is  affixed  to  the  quinoUne-riny  in  cupreme. 

Quinine  differs  from  cnpreline  by  the  presence  of  a  me  thy! -group  joined  to  the  aforesaid  qaino- 
line-hydroxyl.  For  the  sake  of  illustration  we  will  suppose  the  above  structure  of  cinchonine 
(fig.  1471)  to  be  correct  j  cupreine's  and  quinine's  stractures  may  then  be  illustrated  thus  ; 
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Fio.  1472  A 


Fm.  14721 


Capreino,  CxaH^a^aOa  J  m.p.  198" 


Quinine,  C^j^j^NgOa  ;  m.p,  177* 


As  will  be  t?eeri,  quinine  is  the  Jiiethyl-etlier  of  enpreine. 

The  synthesis  of  quinine  and  the  allied  .ilkaloids  has  not  yet  Kucceeded  ;  the  aynthetical  prepara- 
tion of  apocinehene  through  pbeiiyl-quinoline  ia  being  investigated j  and  will  probably  lie  candied 
ont  before  long,  and  quinine  bas  already  been  prepared  from  cuprome  by  substituting  methyl  for 
hydrogen  in  the  hydroxyl  of  the  quinoline  group  (Compt.  Rend,  cxii.  p*  774);  but  how  apodnchene 
18  t>o  be  converted  into  copreine  or  cincliene  is  not  yet  discovered, 

Quinidine  and  cinchonidin.e  are  isomers  (possibly  stereometrical)  of  quinine  and  cinchonine 
respectively. 

Homoquinine,  also  a  base  found  in  the  bark  of  Chichoria  cuprea^  is  a  combination  of  one 
molecule  of  quinine  and  one  molecule  of  cupreine, 

Antiseptol  is  the  rndphaie  of  one  of  the  above-mentioned  iodine'compoundd  of  cinchonine.  It 
is  employed  in  lieu  of  iodoform. 

We  are  next  connng  to  a  couple  of  alkaloids  of  special  interest,  because  we  have  succeeded  in 
pulling  thetn  to  pieces,  and  by  so  doing  have  been  enabled  to  see  how  the  building  sliould  be  pnt 
together,  though  we  have  not  profited  so  much  by  it  that  we  can  perform  the  same  work  as  onr 
Grand  Master, 

The  two  are:  narcotine,  one  of  the  opinm-alkaloYda,  and  hydrastiue,  found  in  the 
root  of  Ihfdrasfis  canndsTisw.  They  have  a  furtlier  interest  to  us  in  the  analogy  of  their  formation. 
Though  we  do  not  know  actually  how  to  build  them  up  from  the  foundation-stone,  methane,  it  is  easy 
enough  to  do  so  on  paper ;  and  because,  as  a  rule,  it  is  more  pleasant  to  build  up  than  to  pull  down, 
we  will  do  so  here,  and  commence  with  narcotine. 

From  methane  is  derived ,  through  several  intermediary  stages  which  have  already,  but  discon- 
nectedly, been  described  (more  fully  illustrated  onder  the  next  alkaloid,  p.  414),  an  acid  which  we 
know  by  the  name  of  gallic  ddd  (fig.  834,  p.  221) : 

Fro,  1473 


Gallic  acid,  CrHeO^ 
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We  combine  by  etherification  two  methyls  with  this  acid : 


Di-methyl-gallio  acid,  CbH^oOc 


By  oxidation  we  can  split  off  two  hydrogen-atoms,  one  firom  hydroxyl  and  the  neighboorin 
methyl  respectively,  and  at  the  same  time  introdace  another  carboxyl : 


Fio.  1475 


Cotamio  add,  GioHsOt 


For  similar  formation  see  safrol,  fig.  504,  p.  120. 
The  first  carboxyl  may  then  be  spUt  off: 


Fio.  1476 


Methyl-metbylene-gallio  (pyro-gallol-carbonic)  acid,  CaHgOs ;  m.p.  210* 
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This  acid  may  be  reduced  to  aldehyde  and  simultaneously  combined  with  methyl-ethyl-amine. 

Fio.  1477 


Gotamine,  C19H15NO4 ;  m.p.  132*' 


If  cotamine  is  brought  together  with  opianic  acid  (fig.  922,  p.  253)  they  join,  through  their 
aldehydes  which  are  present  in  the  structure  of  both,  but  not  before  these  aldehydes  have  each 
formed  an  interlocked  ring  with  its  nearest  side-chain,  cotamine  forming  an  iso-quinoline  ring  (fig. 
1452,  p.  404),  and  opianic  acid,  meconine  (fig.  924,  p.  254). 


Fio.  1478 


Fig.  1479 


Narooiine,  CasHtsKOr ;  m.pu 
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Hydrastine  has  been  investigated  in  the  same  way,  and  very  interesting  analogies  have  tamed 
up.  They  have  been  arrived  at  by  palling  down,  as  was  the  case  with  narcotine,  bat  we  will  again 
choose  the  reverse  method,  and  commence  with  the  very  scarce  of  all  organic  bodies,  methane, 
as  it  may  perhaps  prove  interesting  to  see  the  gradual  growth  firom  this  our  simplest  hydrocarbon 
to  one  of  the  more  complex  compoxmds,  jast  as  we  have  with  narcotine,  but  not  so  fully.  It  will 
now  be  sufficient  to  give  the  figures  and  refer  to  their  respective  places  in  this  treatise. 


FzQ.  U80 


+ 


Fio.  U81 


.  !   ! 

6      6 


Fio.  1482 


Fio.  1483 


-3^-6 


Methane  (fig.  14,  p.  7)  Ethane  (fig.  41,  p.  12)  Ethylene  (fig.  179,  p.  35)  Acetylene  (fig.  206,  p.  39) 


Fio.  1484 


Fio.  1485 


Fio.  1486 


Fio.  1487 
Q 
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Benzene  (fig.  157,  p.  32)        Pjrocatechin  (fig.  418,  p.  92) 


Homo-pyrocatechin 
(fig.  431,  p.  96) 


''^Y^ 


Protocatechnie  alcohol 
(fig.  463.  p.  106) 


Fio.  1488 


Fio.  1489 


Fio.  1490 


Protocateohaic  aldehyde  (fig.  561,  p.  136)  YaniUin  (fig.  562,  p.  136) 


Piperonal  (fig.  564,  p.  137) 
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Compare  now  piperonal  with  methyl-methylene-gallic  acid  (fig.  1476,  p.  412),  because  the 
alogies  between  narcotine  and  hydrastine  are  becoming  more  striking.  For  comparison's  sake 
>  lay  piperonal  a  little  over  on  the  side : 


Fio.  1491 


Fio.  1492 


and  combine  it  with 
methyl-ethylamine : 


Piperonal 


Bjdrastinine,  CuHiaNOs ;  m.p.  116* 


When  hydrastinine  is  bronght  together  with  opianic  <ieidj  hydrastine  is  formed  by  a  process 
itirely  analogous  to  the  formation  of  narcotine  firom  cotarnine  and  opianic  acid: 


Fio.  1493 


Fio.  1494 


/P 


Hydrastine,  C„H,^NO« ;  m.p.  1Z5'  (Ann.  cclxxL  p.  811) 

As  pointed  out  before,  this  building  np  of  hydrastine  is  merely  theoretical ;  the  reverse  way, 
ommencing  with  hydrastine  and  finishing  with  methane,  is,  however,  actual. 

An  alcoholic  exlrdci  of  the  root  of  Hydrastis  canadensis^  prepared  in  America,  is  also  called 
lydrastine. 
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Another  alkaloid  presenting  several  points  of  analogy  to  the  two  preceding  ones  ia  berberine^ 
found  together  with  two  more  alkaloids  (oxyammthine  and  herhafiiiTie)  in  the  root  of  Berher Is  vulgaris. 
I  shall  only  give  the  atrnctnre  of  it  (Jovm.  CL  Soc.  1889,  p.  63 ;  1890,  p.  992),  and  leave  to  the 
reader  to  find  out  for  himself  the  similarities,  and  to  build  it  up  from  methane;  it  is  as  good  as  any 
average  Christmas  puzzle : 

Fig.  1495 


Berberine,  CftoHiTN04  ;  m.p.  120'' 

Attention  is  invited  to  the  anthracene-like  connection  between  the  two  chief-gronps. 

Besides  those  already  discussed  (meconine  and  narcotine)  there  are  some  twenty  other  cxmi 
tuenta  of  opium.     Of  these  tliere  are  three  acidg—^ieo^f m/c  arifl  (fig.  923,  p.  254) »  lactic  acid  (fig* 
692,  p,  179),  and  sidphuric  mid— the  rest  are  bases.     Some  of  the  latter  are  mure  or  less  related  to 
narcotine,  most  of  them  are  found  iu  such  small  quantities  that  the  researches  on  their  struct-ure 
have    been    considered   less    important.     The  most   important  of  a!!,  morphine,    h^,    however^ 
been  the  subject  of  much  investigation,  but  its  nature  does  not  seem  to  have  heen  entirely  disclosed.  , 
It  used  to  be  considered  a  pyridine-derivative,  but  more  recent  investigations  point  to  a  phenantrene- 1 
(fig.  151,  p.  31)  compound,  of  which  the  follomng  structure  has  been  suggested  {Ber.  xxii.  p.  ]  113): 

Fro.  1496 


MorphiiiG,  Ct-HirjKOj 


Here  we  have  phenantrene  all  right  enough  j  but  in  order  to  place  the  rest  a  new  ring! 

to  be  employed  containing  the  oxygen-  and  nitrogen-atoms.     This  ring  is  the  morpholine-ring, 


x. 
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mentioned  before  (fig.  1404  a,  p.  390).  Other  investigators  (Monatsh.  x.  pp^  101,  732)  have  objected 
to  the  whole  stmcture  because  in  it  one  methyl  only  is  affixed  to  the  nitrogen,  whereas  they  have 
found  ethyl-methyl-amine  amongst  the  decomposition  products  from  morphine.  The  matter  will 
be  cleared  up  some  day,  no  doubt,  but  it  does  not  seem  impossible  that  ethyl-methyl-amine  may  be 
split  off  from  such  a  peculiarly  formed  structure  as  the  above,  where  it  seems  anticipated  and  almost 
ready  to  be  formed. 

Apomorphine  is  morphine  less  a  molecule  of  water.  Supposing  the  above  structure  correct, 
the  water  would  most  likely  be  formed  from  the  hydroxyl  and  hydrogen  which  have  broken  the 
double  bond  of  the  morpholine-ring,  and  apomorphine  would  then  have  such  structure : 

Fig.  1497 


Apomorphine,  CitHitNO, 

Apomorphine  is  said  to  be  the  *  active  principle'  in  the  American  Gold  Cure  for  habitual 
drunkenness. 


Codeine  differs  from  morphine  by  a  methyl  joined  to  the  hydroxyl  in  phenantrene. 

Fia.  1498 


Codeine,  OxaHaiKOs ;  m.p.  150* 
Codeine  has  been  prepared  by  methylating  morphine. 

Apocodei'ne  is  formed  from  codeine  by  elimination  of  a  molecule  of  water,  probably  in  the 
same  manner  as  we  have  just  supposed  apomorphine  to  be  formed  fix>m  morphine. 

EB 
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As  regards  quantity,  the  third  most  important  alkaloid  in  opium  is  papaverine.     The  structure 
of  this  compound  has  been  fully  accounted  for,  and  may  be  represented  thus  (Monaish.  ix.  p.  781)  : 


Fia.  1499 


Papaverine,  0. 


This  IS  about  all  that  we  know  of  the  structures  of  alkaloids. 

There  is  one  more  compound  to  mention  before  we  close  this  chapter,  viz.  orexine ;  it  is  one 
of  the  *  modem  remedies/  a  derivative  from  quinazoline  (fig.  1409,  p.  390)  by  hydrating  and 
joining  it  to  a  phenyl : 

Fio.  1500 


Orexine,  phenyl-dihydro-quinazoline,  CMHiaNg ;  m.p.  180°;  the  hydro-chlorate  (m.p.231°)  is  nsed  as  a  stomachicnm; 
recently  the  base  itself  has  been  recommended  in  preference  (Thera^.  Monatsh,  1893 ;  Ph.  C,  zxxiv.  p.  893) 
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We  have  seen  nitrogen  and  carbon  united  by  one  or  two  valencieSj  but  they  may  also  be  bound 
toget  h  er  by  three  val  encies ,  fo  rming  cyanogen,  or  even  by  fou  r,  f ormi  ngiBO-cyanogeti. 


Fig.  luOL 


Cyanogen-group 


Fio.  1502 


lao-cyanogen-groop 


Both,  it  will  be  seen,  are  mono-valent  groups,  bdt  in  cyanogen  the  free  %^alency  belongs  to  the 
carbon-atom,  in  iso-eyanogen  to, the  nitrogen-atom. 

There  are  derivatives  from  both  ;  with  few  exceptions  they  have  not  found  their  way  into 
mntenu  medical  but  we  cannot  pass  thera  entii*ely  unnoticed,  as  they  are  of  great  importance  to 
chemistry  generally. 

The  cyanogen-gi*onp  is  in  all  ordinary  cases  formed  by  preference,  but  in  the  presence  of  silver 
the  iso-group  is  formed.  This  is  on  all  fours  with  the  hehaviour  of  silver  towards  nitrous  acid 
(vide  p,  302). 

Cyanogen  itself  is  composed  of  two  cyanogen-groups. 

Fio.  1503 


Cjanof^en,  C^N.,, ;  a  gaa 

It  33  strikingly  like  an  element,  and  has  many  analogies  to  chlorine ;  for  which  reason  it  is 
fre*juently  given  the  chemical  symbol  Cy» 

When  a  hjdrogen  is  affixed  to  the  cyanogen  group,  hydrocyanic  acid  is  formed  : 

I  Fio.  1504 

I  The  hydro-ifio-cyanic  acid  is  not  known,  neither  are  any  of  its  salts. 

'  Hydrocyanic  acid  forms  with  iron  rather  peculiar  compounds,  which  combine  with  potassium* 

cyanide  and  form  potassinm-ftnn'O-cyanide  and  potassium-ferri-cyanide.  Their  structures  consist  of 
two  atoms  of  iron  bound  together  by  double  bond  in  the  ferro-com pound,  by  single  bond  in  ferri- 
compounds;  to  each  iron-atom  two  rings  are  affixed,  each  consisting  of  three  cyanogens,  then4iy 

I      leaving  altogether  eight  valencies  free  in  the  ferro-,  and  six  in  the  ferri-compound,  to  which  either 


Hydrcxsyania  acid»  HCN  or  HCy ;  b.p.  26^-5  ;  occurs  in  araygdalin,  bitter  almonds,  cherry  and  laurel  leavea  ;  a  deadljr 
poison  ;  bj  substituting  metala  for  the  hydrogen,  salts  are  fonnedi  just  IBce  hydrochloric  acid 


B  a  2 
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hydrogen  J  makiDg  acids,  or  metals,  making  salts,  may  be  joined.     This  is  i 
representation  of  their  structures : 


understood  from  a 


Fig.  1505 


Fio.  150G 


Hjdrofenro-oyanio  acid,  Cj,HRN,aFea ;  white  crystals 
r&pidly  beooming  blae  on  exposore 


Hydro-ferri-cyanic  aoid<  Ci^H^NjaFe,  ;  brown  crystals; 
e&Bily  deoomposed 


When  pot^sium  replaces  all  the  hydi-ogen-atoms  in  hydro-ferro-cyanic  acid  it  changes  into 
the  salt,  potassium-ferroH^yanidej  known  as  yellow  prussiate.  When  the  hydrogen-atoms  in 
hydro-ferri-cyanic  acid  are  replaced  in  the  same  way,  the  result  is  potassium-ferri-cyanide  or  red 
prussiate 

The  molecular  weight  of  these  compounds  is  not  known,  but  in  the  above  figures  iron  is  supposed 
to  be  tetra-valentj  and,  thereforej  these  structures  are  probably  correct  representations  of  the  two 
compounds.  Generally,  however,  they  are  for  brevity's  sake  represented  by  half  of  these  molecules 
(e.g,  CgH^NgFe  and  CgH,NgPe)j  whereby  iron  becomes  either  a  dyad  or  a  triad. 

From  the  two  potassium  salts,  prussiaii-blue  and  Tumbuira  blue  ai*e  derived. 

Both  cyanogen  and  iso*cyanogen  form    derivatives  with  alcoJwtlrroAiculs  (by  substituting  th 
hydroxyl  of  an   alcohol).     The  former  are  distinguished  as  nitriles  (comp.  p,  315)  or  alkyl- 
cyanides,  the  latter  as  carbamines  (parbylramiiies)  or  iso^nitriles  (iso~cyanides).    Thus  we  have 


Fio.  1508 


Methyl -cyanide,  acelo-mtrile,  CaHaN  ;  b.p*  82° ; 
possesses  an  aromatio  ethereal  amell 


Methyl-iso- cyanide,  methyl-carbamine,  methyl-carby]dtiune, 
CaHjN  ;  b.p.  68^  [  uubearable  odour 


Ab  methyl-cyanide  is  the  nitrile  of  acetic  acid,  hydro-cyanic  acid  may  be  considered  the  nitrilo 
of  formic  acid. 
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Cyanhydrine,  OaHgNO  ;  b.p.  182° 


may  also  be  considered  the  nilrile  of  ethylidene-lactic  acid  (fig.  692,  p.  179),  or  of  propylene-glycol 
(fig.  366,  p.  77). 

When  the  three  methyl-hydrogens  are  replaced  by  chlorine,  or  if  cyanogen  combines  with 
chloralhydrate  (fig.  977,  p.  272)  by  replacing  one  of  the  hydroxyls,  we  obtain 


Chloral-cyan-hydrine,  chloral-cyanhydrate,  CsHaClsNO ;  m.p.  61° ;  reoommended  as  substitnte  for 

aqua  amygd.  amar. 


If  one  of  the  hydrogen-atoms  of  methyl-cyanide  is  displaced  by  a  nitro-group  (vide  p.  304),  we 
obtain  an  acid  that  forms  extremely  explosive  compounds : 


Fio.  1611 


Fulminio  aoid,  C^aNaO, 


Fulminic  acid  itself  has  not  been  prepared,  but  compounds  in  which  both  hydrogen-atoms 
are  replaced  by  metals  are  known.     One  of  them  is  fulminate  of  mercury,  used  in  percussion  caps. 

Several  structures,  chiefly  as  iso-nitroso  compounds  (di-oximes,  vide  Bei\  xxiii.  pp.  2998,  3505, 
&c.),  have  been  suggested,  but  the  opinion  is  at  present  generally  in  favour  of  the  above. 
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NITROGEN-COMPOUNDS 


Hydroxyl  may  apparently  combine  in  three  different  ways  with  cyanogen  and  iso-cyanogen ; 
ftither  it  may  join  the  carbon  atom  in  cyanogen, 


Fig.  1519 
Ko.  1 
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CHKD 


or  its  oxygen  may  join  the  carbon,  and  its  hydrogen  unit«  with  the  nitrogen ;  two  of  carbon'g 
valencies  engaging  the  oxygen,  the  other  two  remaining  with  the  nitrogen,  whose  third  valency 
has  been  set  free  &om  its  engagement  to  carbon,  and  therefore  can  accept  hydroxyls  hydrogen ; 


Fio.  1513 

No.  2 

CHNO 

A  third  way  for  hydroxyl  is,  of  course,  feci  join  the  nitrogen  in  iso-cyanogen: 

Fia.  1514 
No.  3 


GHNO 

The  first  two  ranst  be  aeidsj  the  third  is  a  soit  of  hydroxy  1-amine  which  m  awaiting  discovery. 
We,  however,  know  bnt  one  acid,  cyanic  acid,  and  opinions  are  very  innch  divided  as  regards 
strncture,  whether  it  is  cnt  on  the  first  or  on  the  second  pattern.  It  will  be  noticed  that  the  whole 
difference  is  the  position  of  the  hydrogen-atora,  in  one  it  is  to  the  right,  in  the  other  to  the  left, 
the  bonds  being  obliged  to  accommodate  themselves  accordingly.  Now,  as  there  nndonbtedly  are 
two  series  of  derivatives  from  cyanic  acid,  and  the  atoms  in  cyanogen  compounds  appear  to  possess 
great  migrating  aptitude,  it  is  possible  that  cyanic  acid  has  alternately  both  forms  in  quick  sucC'eeaion, 
and  that  it  depends  npon  the  nature  of  the  body  it  comes  into  contact  withj  in  which  position  the 
hydrogen  will  finally  settle  down. 

C*yanic  acid,  whatever  its  structnre  may  be,  is  a  very  unstable  body  :  it  exists  only  at  temper- 
atures nnder  zero  ;  at  ordinary  temperature  it  polymerises  with  explosion -like  violence  into  a  c5ora- 
pound  termed  cyam elide  (ClINO)^. 

Amongst  its  salts,  one  has  historical  interest,  as  it  was  the  first  brick  pulled  down  from  the 
wall  that  up  to  that  time  (1828)  separated  organic  troin  inorfjanm  chemistry*  It  was  the  ti^anstbrma- 
tion  of  ammonium-cyanate  into  urea,  effected  by  Wohler.  This  reaction  will  beat  be  understood 
when  we  choose  structure  No,  2  for  cyanic  acid. 


Fm.  I5in 


Fi0.  151(1 


Ammoniam  cjau&te 


Uiea  (fig.  1171.  p.  328) 


CYANO-DERIVATIVES 
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The  two  nitrof^en-atoms  divide  the  ]^ydrogen-atx>ms  between  them,  whereby  one  of  carbon's 
valencies  is  set  free,  and  is  seized  by  the  rest  of  the  amnionium-gTOup.  This  intramolecular 
change  is  effected  simply  by  heat,  and  also  at  ordinary  temperatures,  but  slowly* 

Ammonium  cyanat©  may  be  formed  from  entirely  inorganic  bodies,  whereas  nrea  is  an  organic 
compoundj  which,  like  all  other  organic  compoands,  was,  prior  to  Wohler  s  discovery,  believed  to  be 
exclusively  the  producfc  of  a  specifd  *  vital  force.* 

Cyanic  acid  and  alcohol  radicals  may  combine.  In  these  derivatives  cyanic  acid  shows  its 
capability  of  assuming  two  structures,  some  of  the  compounds  being  derived  from  structure  No.  1, 
othens  from  No.  2.  The  former  are  true  compouod-ethers ;  the  latt-er  are  not,  as  will  be  seen  from 
—^  their  structure  : 


Cyanetholine,  CaHsNO  ;  an  oily  fluid  ; 
decomp.  ou  heating 


Elbyl-iBo-cyanate,  ethjl-carbonykmiDC,  OaHj-NO ; 
b!p,  CO^  ;  of  sufTocatrng  odour 


A  polymerisation  of  three  utoms  of  cyanic  acid  is  known  and  termed  cyannric  acid,  of  which 
there  are  two  series  of  derivatives,  cijanunc  and  iso-cyanuric  compounds.  The  former  seems  to  be 
derived  from  No.  1  of  the  cyanic  acid  structurea,  the  latter  from  No.  2  : 


Fio.  1519 


Fio,  1520 


GyaDuric  acid,  C^H^N^iOa 


Iso-oynuuric  acid.  C^jHaN^O, 


We  have  met  with  similar  isoujers  before  (comp.  phUjroglocin,  fig.  424,  p.  93).  Cyanuric  acid 
only  is  known  in  the  isolated  state,  but  alcohol-radicul-derivatives  have  been  prepared  from  both, 
Tlie  alkyls  fix  themselves  to  the  hydroxyls  in  cyanuric  acid,  and  to  the  imido-group  in  iBO-cyanuric 
acid,  in  both  cases,  of  course,  replacing  the  hydrogen-atom. 

Amido-groups  may  replace,  one  by  one,  the  hydroxyls  in  cyanuric  acid,  forming  a  mm  elide, 
ammeline,  and  melaminej  according  as  one,  two,  or  three  hydroxyls  are  replaced: 

Fio.  1521 


MeLamine,  GaH^Ne  ;  cryBtals  ;  decomp.  on  heating 
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NTTROGKN-COMPOUNDS 


Derivati7es  of  an  isomeric  melamine  exist,  which  may,  be  considered  derivable  from  iso-cyanaric 
acid: 

Fjo.  1523 


iBomelamine,  C^H^Ng 

Iso-m  el  amine  is  only  ktiown  through  its  alkyl-derivatives* 

The  oxygen  in  the  two  structures  of  cyanic  acid  may  be  substituted  by  sulphur,  as  we  have 
seen  it  done,  in  the  previously  mentioned  thio -compounds  (p.  280).  We  obtain  then  thionacids  of 
the  following  structures : 


Fio,  162a 
No.  1 


Fto.  1524 
Ko,  2 
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Thio-oyaiiiQ  acid,  CHKB ;  it  is  only  stable  in  &  freezing  mixtare 

The  salts  of  the  first  structure  are  known  as  rhodanides.  The  mercury  salt,  mercnmua 
thiocyanate,  which  increases  enormously  in  volume  upon  being  burnt,  is  the  substance  fix>m  which 
*  Pharaoh's  Berpents*  are  made.     It  is  a  strong  poison. 

Two  series  of  alkyl-derivatives  are  Imown^  one  derived  from  structure  No.  1,  and  another  from 
No.  2,  perfectly  analogous  to  the  cyanic  acid-compounda. 

The  second  class  are  termed  mustard  oils,  from  the  fact  that  th©  most  prominent  member, 
al!yl-iso-tliiocyanate,  is  the  constituent  of  the  seeds  of  black  mustard,  and  impaits  the  pungeat 
odour  and  taste  to  mustard.     Its  structure  is 


O^ 


LI 


Mustard  oil,  allyl-i«o-thioc^ftnate»  C^HsNS  j  b.p.  151** 


Mustard  oil  is  present  in  mustard  seed  as  a  glucoside  (mde  p.  160),  potassium-'myronaie,  whicB 
in  contact  with  a  peculiar  ferment  called  mtjrosin  (p.  446),  also  present  in  the  seeds,  breaks  np  into 
sugar,  pofcassiam-Bnlphates  and  allyl-iso-thiocyanate  ;  the  oil  occurs  also  in  horse-radish. 

The  movability  of  the  atoms  in  the  cyano-compounds  and  the  consequent  ease  with  which  they 
perform  intramolecular  changes  have  already  been  mentioned.  This  property  has  made  them  most  vala- 
able  assistants  in  chemical  syntheses.  Thus  it  is  possible  through  them  to  prepare  from  an  alcohol  an 
acid  that  contains  one  carbon-link  more  than  the  alcohoh  For  instance,  methyl-alcohol  cont^iining 
one  carbon-atom  may  be  converted  into  acetic  acid  containing  two  carbon-atoms.     It  is  done  in  this 
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Future  Nomenclature  of  Oyanogen -derivatives 

When  a  cyanogen-group  forms  the  end-link  in  a  straight  chain  of  a  hydrocarbon,  the  compound 
is  designated  as  nitrite,  and,  in  the  case  of  two  such  end-links  being  present,  as  dinitrile.  The 
question  of  nomenclature  for  similar  side-chains  is  left  open  for  the  present. 

Compounds  containing  an  iso-cyanogen-group  are  termed  carbylamines. 

The  name  cyanates  is  reserved  for  the  true  compound  ethers. 

Iso-cyanates  are  termed  ca/rbordmides. 

Thiocyanates  (sulphocyanates)  retain  their  names. 

Isothiocyanates  become  thionecarbonimides. 

Old  Nomenclature  New  Nomenclature 

Hydrocyanic  acid  (fig.  1504,  p.  419)  =  Methane  nitrile 

Methyl-cyanide  (fig.  1507,  p.  420)  =  Ethane  nitrile 
Methyl-iso-cyanide  (fig.  1508,  p.  420)  =  Methyl-carbylamine 

Cyanhydrine  (fig.  1509,  p.  421)  =  Propane-2  ol-nitrile 

Fulminic  acid  (fig.  1511,  p.  421)  =  Nitroethane-nitrile 

Cyanetholine  (fig.  1517,  p.  423)  =  Ethyl-  (ethane?)  cyanate 

Ethyl-iso-cyanate  (fig.  1518,  p.  423)  =  Ethylcarbonimide 

Mustard  oil  (fig.  1525,  p.  424)  =  1  Rropenyl-thione-carbonimide 
Rhodanethyl  =  Ethylthiocyanate 

We  have  now  come  to  the  end  of  our  structure-illustrations,  and  gone  through,  I  believe,  so  far 
as  the  structures  have  been  ascertained,  all  that  can  have  any  interest  to  medical  men.  There  are, 
besides  those  compounds  we  have  discussed,  a  great  many  more  into  which  phosphorus,  arsenic, 
selenium,  antimony,  boron,  silicon,  zinc,  tin,  mercury,  aluminium,  magnesium,  &c.,  have  been 
introduced,  and  whose  structures  are  well  known,  but  they  are  more  of  a  specially  chemical  interest, 
and  need  not  therefore  be  mentioned  in  this  treatise.  Before,  however,  we  go  on  to  mention  the 
most  modem  development  of  the  law  of  the  linking  of  atoms,  it  may  perhaps  be  useful  to  give  a 
short  summary  of  some  compounds  of  unknown  structure,  but  in  which  medical  science  must  be 
deeply  interested,  such  as  proteYds,  ptomaines,  leucomaines,  and  ferments. 


Paet  XI. 

Proteids 

Ptomaraea 

Leucomaines 

Ferments 


I 


Protelids,  or  albuTninaus  substanceSj  ar©  the  only  ciemical  conapounds  that  we  know  of 
existing  in  the  two  widely  different  Btates,  the  living  and  the  dead.     Our  knowledge  of  the  living 
proteida  amounts  to  next  to  nothing.     The  dead  proteids  only  have  as  yet  been  aceet^sible  to  exami- 
nation by  the  ohemistj  and  what  baa  thus  been  disclosed  is  insignificant  in  the  extreme  as  regards 
their  structure.    They  are  rather  stable,  but  very  complex  compounds,  the  smallest  possible  empirical 
formula   of  a   dog's   hiemoglobin,    for    instance,    being   Cfij,  H  1025^1  hi i'^^SgOjgi    (mnlecniar   weight 
14129),  possibly  a  multiple  of  these  fignres*     The  living   proteids^  being   in  a  chronic   state   of 
building  up  and  pulling  down,  have  probably  an  extremely  unstaVjle  and  changing  Htructure,  and 
win  split  into  anything  required  for  the  anabolic  processes.     At  the  moment  of  their  death  they 
<?utirely  change  their  chemical   character  and   become   the  more  stable  compoundsj  which  have        ^ 
been   subjected  to   scientific  reseai'ch*      Physiologists   have,    indeed,    been   able   to    demonstrate        I 
ander  the  microscope  a  reducing  power  in  the  living  proteids  which  is  entirely  absent  iu  the  dead 
ones.     This  and  some  other  considerations  have  led  to  the  hypothesis  that  the  living  proteids  partake 
more  of  the  character  of  aldehydes,  whereas  the  dead  ones  have  more  of  a  ketonic  nature.     Some  are 
of  the  opinion  that  proteids  are  formed  from  formic  aldehyde  {tig.  533,  p.   130)  and  ammonia  as        _ 
constituents  of  aspartic  aldehyde  {4CHOH  +  NH3^C,H,NO^  +  2H/J ;  vule  fig.  1164,  p.  326);  and        ■ 
that  by  jx^lymerisation  in  the  presence  of  sulpliuretted  hydrogen  we  should  arrive  at  one  of  the 
propounded  formulne  of  albumin,  C„yH(^jN,gSOy,, ;  pthers  cousider  thftfc  living  proteids  consist  of  a 
chain  of  cyanhydrioes  (fig.  1509,  p.  421)  connected  with  benzene-nuclei.     All  this,  it  sliould  be 
remembered,  is  mere  paper  speculation,,  with  but  a  very  slender  base  of  facts. 

We  have  firmer  gi^ound  to  tread  upon  when  we  come  to  the  dead  proteids,  though  we  have  not 
much  to  be  proud  of  there  neither.  The  great  difficulty  in  all  the  i-esearches  on  albuminous 
substances  is  that  most  of  t-hem  do  not  form  crystalline  compounds,  nor  has  auy  other  property  been 
ascertained  by  which  we  can  determine  whether  we  have  to  do  with  a  single  compKjund  or  with  a 
mixture  of  closely  related  bodies.  Quite  recently  methods  have  been  found  to  foim  albominons 
substances  into  crystal  Usable  compounds  by  combination  with  ammonium  sulphate  (Zeitschr^  /*  ■ 
physioL  Cherme^  1891,  p.  456),  and  thus  we  may  hope  to  have  in  a  not  distant  future  more  light  ■ 
shed  upon  these  mysterious  compounds. 

The  only  chemical  way  we  have  had  to  distinguish  between  different  clashes  of  albuminous 
substances  has  been  their  solubility  in  diflferent  media,  and  the  tempemture  at  whicli  they  coagulate. 
But  possibly,  and  even  probably,  many  of  these  classes  into  which  we  have  thus  been  enabled  to 
divide  the  proteids  contain  more  than  one  compoand ;  the  often  widely  different  results  to  which 
the  several  investigators  have  come,  in  their  ultimate  analysis  of  supposed  identical  compounds,  eeem 
to  confirm  such  an  opinion. 

Though  our  knowledge  of  their  structure  is  iiil^  it  may  perhaps  be  useful  to  take  a  ehort  view  of 
their  bebaviour  from  a  chemical  and  physiological  standpoint,  as  some  of  their  derivatives  have 
become  very  popular  therapeutical  remedies,  and  their  names  ii^equently  occur,  sometimes  employed 
in  a  not  strictly  legitimate  way,  amongst  so-called  proprietary  medicines. 

The  proteids  are  divided  into  two  large  groups,  according  as  they  are  soluble  or  insoluble  ia 
water. 
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PROTElDS 


The  soluble  proteids  are  termed  albumins,  tbe  insoluble  ones  globulins.  Both  coa^late 
from  their  Bolutions  through  heat^  which  is  a  distinctly  difierenfc  process  from  /ermd?i<-coagiilation, 
and  both  again  from  precipitatiany  though  the  words  are  often  oaed  indiscriminately,  A  precipitated 
proteid  preserves  all  the  original  character  which  it  had  in  solution^  and  may  be  re-converted  into 
the  soluble  form.  A  coagulated  proteid  13  a  new  chemical  individual  which  cannot  be  re-converted 
into  the  original  substance. 

The  proteids  consist  of  carbon,  hydrogen,  nitrogen,  gnlphur,  and  oxygen. 


AllDumms 
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They,  like  the  globulins,  are  generally  divided  into  animal  and  vegetable  compounds,  bat  as 
they  do  not  differ  in  their  essential  characteristics  there  is  no  great  necessity  for  such  subdivision. 
They  seem  to  be  very  sparingly  present  in  plants,  whereas  they  constitute  the  chief  part  of  protei'da 
in  the  animal  organism. 

They  are  distinguished  as^ 

1.  Serum-albumin  which  has  been  prepared  from  serum.     Three  different  semm -albumins 

have  been  distinguished  through  the  different  temperatures  at  which  they  coagulate. 

2.  Egg-albumin  differs  from  serum-albumin  in  not  being  precipitated  by  ether.     There  Beam 

to  be  three  sorts  coagulating  at  difterent  temperatures, 

3.  Cell-albumin  resembling  serum-albumin  is  found  in  small  quantities  in  the  cells. 

4.  Muscle-albumin  is  perhaps  identical  with  serum-albumin, 

5.  Lact-albumin.     Scum  of  boiled  milk  is  coagulated  lact-albumin. 
These  are  the  more  important  albumins,  but  quite  a  number  have,  besides,  been  found  in  small 

quantities,  each  supposed  to  differ  in  one  way  or  another  from  all  the  rest. 

Albumin  is  used  as  a  mordant  in  calico  printing,  and  therefore  prepared  on  a  large  scale 
(chiefly  serum-albumin).  A  solution  of  albumin  mixed  with  the  dye  is  printed  on  the  cotton ;  the 
colour  is  fixed  by  coagulation  of  the  albumin  through  heating. 
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Globulins 


are  insoluble  in  pure  water,  and  in  many  concentrated  saline  solutions,  but  soluble  in  the  same 
solutions  when  diluted.     They  are  the  chief  proteids  in  plants,  and  are,  as  such,  often  met  with  in 
crystalline  form,  in  which  respect  they  differ  from  animal  globulins,  with  which  they  otherwise  have      1 
all  essential  characteribitics  in  common.  fl 

The  more  important  and  best  investigated  globulins  are—  ^ 

!•  Fibrinogen,  present  in  the  blood,  coagulates  at  a  comparatively  low  temperature  (55^  as  a 
chai*acteristically  sticky  substance.  In  the  presence  of  fibrin- ferment  (iride  p.  445)  fibrin  is 
formed  from  fibrinogen  by  another  kind  of  coagulating  process.  Fibrin  is  split  by  pepein 
or  trypsin  into  two  globulins.     There  seem  to  be  three  varieties  of  fibrin, 

2.  Serum-globulin,  formerly  cMed  Jibrino-plasticj  para^hbulin,  mxd  serwrn^aie^n,  couBist&  oi 

a  mixture  of  three  globulins : 
a.  Plasma -globulin,  pre-existent  in  the  blood- pi  asm  a. 

6,  Cell-globulin,  arising  from  the  disintegration  of  the  white  corpusclea  and  the  blood- 
tablets,  is  probably  identical  with  the  fibrin-ferment, 
c.  A  globulin  arising  from  the  formation  of  fibrin  from  fibrinogen. 

3.  Myosinogen  k  a  globulin  in  the  muscle-plasm  that  corresponds,  without  being  identical,  to 

fibrinogen  in  the  iDlood-plasm.     It  ia  coagulated  and  converted  into  myosin  through  myown- 
ferment  (p.  445)  analogous  to  fibrin-formation.     This  takes  place  soon  after  death,  and  is 


ALBUMINS,  GLOBULINS,  NUCLEO-ALBUMINS 
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the  cause  of  n^(?r  mortis.  Besides  myosinogen,  two  more  global  ins,  prn'o/myoainogen  and 
mijofjhhnKn^  are  present  id  the  muBcle-plasma,  bot  niyosin-ferment  does  not  cause  them  to 
coagulate. 

In  plants  a  globulin  is  found,  very  similar  to  animal  myosin:  this  ve(fetnUe  myosin  ia 
believed  to  be  the  precursor  of  glut  en-fibrin,  which,  by  the  action  of  a  not  yet  sepamted 
fennent^an  albumose^ — fonns  gluien  by  coagulation.  Gluten  ia,  according  to  one 
authority,  not  formed  from  flotir  by  washing  when  done  at  a  low  temperature  (2°),  which 
fact  would  support  the  hypothesis  of  a  ferment-action.  This  has  been  denied  by  another 
authority  (C&ifvpt,  Bend.  cxvi.  p.  202),  who  has  been  able  to  extract  27  per  cent,  of  gluten 
from  flour  by  water  at  0°,  Boiling  water  extracts  from  gluten  a  sticky  substance  called 
insoluble  (dc)  phyt-albumose  (gliadiiij  wwjeiHn)^  the  insoluble  non-sticky  residue  if* 
gluten-fibrin. 

4.  Vitellin.    There  is  an  animal  vitellin^  ovo-vi  tell  in,  and  a  vegetnble  one,  pbyto-vitellin. 

The  hitter  is  distinctly  ciystalline,  and  is  thus  one  of  the  purest  proteids  known;  still,  ifc 
leaves  an  ash  of  alkaline- phosphat^?s  on  ignition j  and  is  perhaps  a  combination  of  a  proteid 
with  lecithin,  in  which  case  vitellin  belongs  to  the  nucleo-albumins. 

5.  Cry  stall  in  is  the  proteid  in  the  lens  of  the  eye;  it  is  very  like  vitellin  in  its  properties. 

6.  C  a  s e  i  n  o  g  e  n  is  one  of  the  two  proteids  in  m  ilk,  the  other  being  1  a  c  t  -  a  1  b  u  m  i  n .     It  is  like 

a  globulin  in  some  respects,  but  it  does  not  coagulate  by  heat.  With  rennet  (p.  445)  it 
coagulates,  forming  casein,  provided  calcium  phosphate  is  present.  Casein  is  a  nucleo- 
albumin.  French  physiologists  have  stated  that  the  milk  of  blondes  contains  lesa  caseinogen 
than  that  of  brunettes;  this  has,  however,  not  been  corroborated  by  other  investigators. 

Cheese  is  mainly  casein  with  a  varying  percentage  of  fats.  The  ripening  is  a  process 
of  fermentation,  or  rather  putrefaction,  brought  about  by  organised  ferments.  Thedifierent 
varieties  of  cheese  is  the  result  of  diiference  in  the  bacteria,  the  various  manufacturing 
places  having  their  distinctive  bacteria.  Legumin,  or  vegetable  casein,  is  not  present  as 
such  in  plants.  It  is  an  alkali-albumin  formed  from  the  native  globulins  by  caustic 
potash,  used  in  extracting  it  from  plants. 

A  new  class  of  albnminoua  substances,  *  protective  proteids,*  also  belonging  to 
globulinSj  are  described  in  connection  with  toxalbumins  and  ^  immunity,'  p.  441. 


COMPOUND  PROTEIDS 

Proteids,  complex  as  they  are.  combine  with  other  compounds  sometimes  still  more  complex. 
There  are  several  groups  of  such  combinations;  some  of  the  better  known  are  nucleo-albumins, 
Jyco-proteids,  and  chromo-proteids. 


Nucleo-altrumins 


They  are  widely  distributed  in  animal  and  vegetable  organ i.sms,  and  consist  of  pro teidSj  united 
to  a  class  of  compounds  caUed  nucleins,  containing,  besides  the  usual  elements  of  proteids,  always 
phosphorus,  and  sometimes  sulphur  and  iron.     Cell-nuclei  consist  of  nuclein. 

The  opinions  aljout  nucleius  are  divided  ;    some  consider  them  mixtures  of  organic  phoaphorus- 

ipounds  with  proteids  or  proteid-like  substances  j  others  are  of  opinion  that  they  represent 
cJiemical  units  in  which  an  albumin  forms  the  nucleus,  surrounded  by  aide-groups  (prosthetic  grouj^s) 
containing  all  the  phosphorus-combinations,  which  can  be  split  off  aa  micistc  acid  by  alkalies. 

The  most  important  of  nucleo-albumins  is  casein,  which  has  already  been  mentioned. 
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Amongst  the  phosphorised  constituents  of  the  organism,  the  most  abundant  next  to  nuclein  is 
lecithin,  the  only  component  of  vegetable  and  animal  tissues,  whose  structure  has  been  ascertained. 
It  is  a  yellowish-white,  waxy,  hygroscopic  solid,  which  swells  and  forms  a  kind  of  emulsion 
with  water.     It  is  formed  from  glycero-phosphoric  acid  combined  with  faMy  adds  and  choline. 

As  we  have  not  treated  phosphorus-compounds  before,  it  will  be  necessary  to  say  a  little  about 
them  now. 

Phosphorus  is  an  element  that  in  many  of  its  chemical  properties  resembles  nitrogen.  It  is 
a  pentad,  but,  like  nitrogen,  may  also  appear  as  a  triad.  It  forms  with  oxygen  and  nitrogen  several 
acids,  of  which  we  here  have  to  do  with  the  common  phosphoric  acid  only ;  it  differs  in  its  atomic 
character  from  the  corresponding  nitric  acid  (fig.  1088,  p.  306)  in  this,  that  it  is  tri-basic; 
consequently  has  three  hydroxyls  and  besides  an  oxygen-atom  tied  to  phosphorus  by  a  double  bond. 
Phosphoric  acid  illustrated  would,  therefore,  appear  thus : 


Fio.  1634 


Phosphoric  acid,  PHaO^ 


Phosphoric  acid  combines  with  glycerin  in  regular  ether- fashion,  forming  an  ether-acid: 


Fio.  1535 


O-HI •-O 


Olycero-phosphoric  acid,  OsH^POa 


This  is  the  mother  substance  of  lecithin,  which  latter  is  formed  by  joining  radicals  of  fatty  acids 
to  the  two  remaining  hydroxyls  of  glycerin,  and  choline  (fig.  1260,  p.  354),  through  its  alcoholic 
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hydroxy!,  to  one  of  the  tydroxyla  of  phosphoric  acid.     Supposing  that  the  fatty  acid-iTidicals  were 
derived  from  palmitic  acid  (fig,  680,  p.  177),  the  structure  of  lecithin  would  be  illusti'ated  thus: 


Fi;.  153G 


f4 


Lecithin,  C^oHa^NPOp 


Lecithins  have  been  found  which  contain  Btearic  acid,  others  with  oleic  acid,  others  again  with 
one  oleic  and  one  stearic,  or  palmitic  acid-radical,  having  apparently  accepted,  or  perhaps  rather 
selected,  for  their  formation  from  euch  glycerides  as  were  at  hand. 

Lecithin  is  nearly  nbiquitous :  it  occurs  in  the  nervous  tissueB,  in  the  blood-corpuscles,  in  moet 
organs  of  the  body,  in  secretions  Buch  as  semen,  bile,  milk  ;  in  fact,  in  every  growing  cell  or  wherever 
cellular  elements  exist.  If  it  is  not  found  isolated  it  is  still  present  in  combination  with  other 
bodies.  It  originates  in  plants  and  enters  through  them  the  animal  organism*  It  must  be 
looked  upon  as  stored-iip  capital  npon  which  the  organism  incessantly  draws  for  supplies  of 
repairing  materials,  containing,  as  it  does,  phosphorus-  and  nitrogen-compomide,  and  fats  needed  for 
such  purpose.  It  is  certainly  the  intermediate  link  between  the  inorganic  and  organic  forms  of 
phosphorus  in  the  mineral  and  animal  kingdoms. 

Some  similarly  constructed  compounds  are  the  p  rot  agon  s,  found  in  the  brain.  Their 
strnctnre  h  much  more  complicated,   and  contains  sulphur  besides  the  constituents  of  lecithin: 

I       carbon,  hydrogen,  oxygen,  nitrogen,  and  phosphorus.    Barium-hydrate  splits  off  from  protagons  two 
compounds,  c^ehriji  and  keraiiin,  probably  glucosides.    Both  contain  fatty  acids,  which  are  present  in 

!       cerebrin   in  the  proportion   of  three  molecules  to  every  two  atoms  of  nitrogen.     Tlie  empirical 
formula  of  cerebrin  is  probably  C^oHj^^N^O^^,  and  that  of  kerasin  G^^JI^^^fi^^  {ZUch.  f,  pIujsioL  Oh, 

i      xvii.  p.  431). 

are  combinations  of  proteids  and  some  reducing  compounds  belonging  to  the  class  of  carbo- 
hydrates or  substances  easily  converted  into  them.  Through  the  action  of  dilate  acids  glyco- 
proteTds  are  easily  split  into  these  components.     To  them  belong — 

Mucins.  The  best  known  is  that  conlained  in  saliva,  a  slimy  substance  secreted  by  the  sab- 
maxillary  gland  for  the  purpose  of  Inbricating  the  foodj  thus  protecting  the  pharynx  and  ocsopbaguB 
during  the  process  of  swallowing* 

9  IP  2 


Glyco-proteide 
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Cliromo-proteids 

are  split  into  protei'd  and  pigment. 

Hff3moglobinj  the  pigment  of  the  red  blood-corpuscles,  coolains  iron,  and  is  crystalHsable.  It 
consists  of  a  protald,  a  globin  (probu1>ly  a  niixture  of  proteids),  and  a  pigment  hoimaiin, 

AUliougli  it  is  ciystallisable,  the  analyses  of  ditTerent  observers  are  too  discordant  to  make  any 
probable  calculation  from  them ;  one,  for  instance,  being  C.^.,fjHg,,2N,^9FeS^O,^^,  and  another, 
C„2H,i3,N,^,FeS3q,,5. 

It  unites  readily  with  oxygen,  molecule  for  molecule,  and  give%  it  off  again  as  easily,  acting 
both  as  an  oxidising  und  as  a  reducing  agent  Tt  is  therefore  the  great  oxygenKjarrier  of  the  body, 
one  gramme  combining  with  nearly  1*3  c.c,  of  oxygen.  There  is  not  much  of  it  by  weight  in  eacb 
corpuscle,  the  amount  having  been  calculated  to  thirty  billiontlis  of  a  gramme,  but  then  there  are 
five  millions  of  corpuscles  in  every  cubic  niilliraetre  of  blood.  The  combination  of  haemoglobin 
and  oxygen  is  called  oxyhtcmogiobin,  which  is  formed  iu  the  kings  and  carried  all  over  the 
body,  where  a  breathing  process  is  actually  performed  by  the  protoplasm  in  the  cells. 

From  ha?moglobin  the  pigments  of  the  bile  are  formed:  bilirubin  (bilifulvin^  chjfeptp^rhin, 
hilijihaiii)^  CjcHj^N^Og,  and  biliverdin,  C^H^NO.^.     Likewise  the  pigments  of  urine  and  fseces. 

Other  pigment'*,  about  which  scarcely  anything  is  known,  are — 

Lipochromes,  or  fatty  pigments,  such  as  car  rot  in  in  carrots, 

Chromophanes  in  the  eye^  of  birds,  fishes,  iVc. 

Serum -lutein,  the  pigment  in  serum. 

Chlorophyll  probably  contains  lecithin.  It  has  been  split  into  a  yellow  pigment,  phyUoxati' 
thine t  and  a  blue,  phifUocifanine.  Chlorophyll  is  supposed  to  form  aldehydes  in  plants  by 
decom posing  the  carbonic  acid  and  wat^r  present  in  the  atmosphere ;  and  carbohydrates  by 
polymerisation  of  aldehydes  (ride  fig.  622,  p.  153;  also  fig.  541^  p.  132,  and  fig.  569,  p.  139). 

Melanin  is  the  black  pigment  produced  from  hasraoglobin  when  the  red  blood-corpuscles  Are 
entered  and  eaten  away  by  malaria  parasites;  moreover,  any  black  pigment  of  the  body  is  terme 
melanin ;  sometimes  a  precursor,  melanogen,  has  been  found. 


AIiBUMINOiDS 


BXe  a  class  into  which  all  substances  ar©  thrown  that  do  not  fit  any  of  the  classes  already  mentioue 
Item  a  chemical  point  of  view  there  is  scarcely  more  to  do  than  to  enumerate  some  of  them. 
Keratin,  the  horny  material  of  the  animal  body,  such  as  nails,  hair,  hoofs,  &c. 
S  k  6 1  e  t  i  II  s  :  CMtifi  occu  rs  in  the  inv ertebrate-grou p. 
Conchiolhi  in  the  shells  of  gasteropoda. 
8po7Ufi7i  forms  the  skeleton  of  sponges. 
Fihroin  is  the  spider's  web. 

Silk  consists  of  two  cylinders,  one  inside  the  other ;  the  outer  one^ — 
Smcin— is  removed  by  boiling  water,  in  which  it  is  soluble ;  the  inner  cylinder  is 
fibroin,  or  something  like  it. 
Collagen,  the  substance  of  which  the  %vhite  fibres  of  connective  tissue  are  composed.    The 

same  substance  in  the  bones  is  termed  ossein. 
Gelatin  is  prodnced  by  boiling  collagen  with  water. 

Elastin  is  the  substance  of  which  the  yellow  fibres  of  connective  tissue  are  composed. 
Sperm atin,  the  mucin-like  substance  (but  not  a  mucin)  in  semen. 
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Any  classification  of  compounds,  about  which  we  know  so  little  as  we  do  about  albuminous 
matters,  must  necessarily  be  but  provisional  and  dependent  npon  the  view  of  their  composition 
taken  by  individual  inveBtigators ;  there  are,  therefore,  several  more  or  less  diverging  classihcations 
in  eadstence.  The  classification  worked  out  in  the  preceding  pages  has  for  its  object  to  place  the 
much  concentrated  matter  belbre  the  reiider  as  intelligibly  as  possible,  and  has  therefore  not  slavishly 
follonved  any  individual  opinion.  For  the  Knglish  view  on  the  matter  I  am  indebted  to  the  excellent 
work,  Hnlfitntrtmi^s  Chmnk^il  Phtfsiohtjtj  and  Pafhology,  from  which  several  cpiotatioiia  for  which  I 
could  find  no  happier  expression  have  been  borrowed  literally*  For  the  way,  however,  in  which 
the^e  quotations  have  been  used  I  alone  must  be  held  responsiblei  for  which  reason  these  loans  have 
not  been  specially  indicated. 


^ 


PHYSIOLOGICAL  DB-POIlMA.TIO]Sr  AND  BE-FOEMATION 

OF  PBOTEIDS 


The  proteids  are  exclusively  formed  in  plants;  some  of  the  theories  of  their  formation  have 
alre^idy  been  mentioned  (p.  431),  From  plants  they  go  over  into  the  animal  body  as  dead  or 
coagulated  proteids  unfit  for  absorption  and  assimilation ;  therefore  they  undergo  in  the  digestive 
organs  a  process  by  which  they  are  converted  from  an  indiffosible  state  (colloifl/)  into  a  difiusible 
(crystall&kh)^  depolyrnerised  or,  as  it  were,  stripped  of  their  clothes  in  order  that  they  may  be  able 
to  slip  through  the  mucous  membranes  and  pass  into  the  circulation.  Once  on  the  other  side  of  the 
membrane  they  again  put  on  their  clothes  without  delay,  perhaps  a  little  altered  to  suit  the  new 
circumstances,  and  are  then  ready  to  be  initiated  into  the  mysteries  of  the  protoplasm  of  the  cell, 
where  they  receive  anew  the  life  which  they  lost  by  parting  frcin  their  mother  plant.  Such  is,  in 
short,  the  history  of  the  proteids  until  they  have  become  assimilated  with  the  protoplasm  of  cells. 

The  conversion  of  iudiffcsible  into  ditlbaible  proteids  is,  however,  performed  in  several  stages. 
From  proteids  they  are  turned  into  less  indiffnsible  proleose!^^  and  these  again  into  easdy  diffusible 
and  soluble  peptones. 

These  are  only  the  main  features  of  their  transformation,  with  proteids  and  peptones  as  the 
beginning  and  the  end.  As  no  collective  names  have  yet  been  coined  for  all  proteids  in  their 
several  stages  of  transformation,  I  will  select  albumin  as  the  body  that  has  been  best  studied. 

Albumins  either  con&^ist  of^  or  are  split  by  pepsin  into,  two  kinds,  anti-albuxnin  and  herni- 
al bu  mi  n.  Each  of  them  is  by  the  further  action  of  pepsin  converted  into  two  diflerent  products, 
of  which  one  is  common  to  both,  so  that  at  this  stage  of  the  action  there  are  three  different  corn- 
pounds :  1,  anti-albnminate  (acklr-albumiji)  *  from  anti-albumin  ;  2,  (herai-)  proto-albumose 
fi'om  hemi-albumin  ;  and  3,  hetero-albumose  from  both.  While  the  last  two  remain  unchanged 
for  a  time,  the  first,  anti-albuminate,  makes  a  further  step  by  transformation  into  anti-album  id. 
The  three  substances  we  now  have  are  therefore:  1,  wnli--albmnid;  2,  {htmi-)  pntla-albumo^e  \  and 
3,  hetsrchalhumose.  By  yet  further  action  of  pepsin  these  three  are  conveiied  into  1,  anti-deutero- 
albomose;  *2,  hemi-deutero-albumose  ;  and  3,  ampho-deutero-albumose  ;  and  by  pro- 
longed action  into  1,  anti-peptone;  2,  hemi-peptone ;  and  3,  ampho-peptone. 


*  The  same  compoond  (also  termed  Bjrntonin\]B  formed  bj  llie  action  of  acids  npon  albumin.    Through  the  action  of 
ill  ajiother  compound  is  fonned,  cnJled  alkali •albumlHi      Corresponding 


alkali 

Their  collective  name  is  albumtnates* 


compoimda  are  form&d  from  globuiius. 
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These  processes  are  represented  by  the  following  table : — 

Albumia 
\ 


Ajiti-ftlbumin 
I 


Hemi-albumm 
I 


Anti-aibaminate 

Auil -alb  amid 
Aati-de  utero-albamose 

1 

Anti-peptone 


HeterO'&lbumose 


Hete  r  0 -al  b  u  Qtose 
...^ 1 


i.al] 


Ampbo-  deat6F0«albumoEe 


Ampha-p  eptone 


Proto*albiimo«e 


Hemi-deutero^albtimoM 
Hemi-peptone 


(From  ffalliburtotis  Chemical  Pktj^iolo^tj.) 


Aiiti-peptx)ne8  are  not  furtlier  acted  apon  by  pepsin  or  trypsin ;  they  are  absorbed  by  vaWtite 
eonniventes  and  \?iIU,  and  during  the  passage  through  the  mucous  membrane  of  the  intestinal 
wall,  or  at  least  on  ent^^ring  the  lymph,  they  put  on  their  clothes  (to  stick  to  the  homely  sitnile), 
and  appear  as  regenerated  and  probably  improved  albumins,  for  there  are  no  peptones  found  in  the 
blood  I  they,  as  well  as  the  albumoses,  are  even  strong  poisons  if  they  happen  to  get  into  the  blood 
unaltered* 

Hemi-peptones  are  further  acted  upon  by  trypsin  (uofc  by  pepsin),  being  disintegrated  into  a 
variety  of  products^  of  which  the  more  important  are  Isudms  (fig*  1160,  p.  325),  tyrosine  (fig,  1168, 
p,  327),  aspartic  add  (fig.  1163,  p.  32*5),  ammonia^  and  aome  compoands  of  unknown  fitmctnre* 

The  other  proteids  are  similarly  acted  upon  by  the  digestive  ferments  and  formed  into  globa- 
loses :  viielloseSy  myosinoses^  caaeoseSf  &c.  Many  proteids^  albumoseSj  and  peptones  are  poisonou^j 
those  about  which  w^e  know  the  It^st  have  been  collected  iii  one  class,  toxalbumins  (p.  441), 

The  fermentative  action  is  by  some  investigators  descnbed  as  a  hydration  process  (introduction 
of  the  elements  of  water),  by  others  as  a  depoiymerisation,  but  not  much  is  known  to  support 
either  of  these  propositions. 

As  jieptones,  peptonised  milk,  meat,  iko.,  have  become  the  fashion  of  the  day,  it  will  he  usefal 
to  remember  that  commercial  peptones  ai'e  not  peptones  at  all,  but  invariably  proteoses.  The  taste 
of  real  peptones  is  extremely  disgusting,  therefore  one  cannot  expect  tx>  find  them  in  the  commercial 
article. 

Albumoaes  are  separated  from  peptones  by  a  concentrated  solution  of  ammonium  sulphate,  in 
which  the  former  are  soluble,  the  latter  not.  The  different  sorts  of  albumoses  have  been  recognised 
and  isolated  through  their  solubility  in  water  and  in  a  solution  of  sodium-chloride ;  still,  they  must 
not  be  considered  distinct  chemical  bodies^  because  of  their  having  been  entered  in  the  nomenclature 
as  such  ;  in  all  probability  they  are  mixtures,  the  chemical  character  of  which  may  be  very  different 
from  that  of  the  components.  Only  very  recently  (Monuish,  xiv.  1893,  p.  612)  a  crystalline  com- 
pound has  been  isolated,  which  seems  to  be  a  distinct  chemical  compound,  the  first  free  albumosa 
ever  prepared.  Insolubility  in  alcohol  has  hitherto  been  considered  one  of  the  characteristic  properties 
of  albnmoseSj  but  this  one  was  soluble  ;  its  molecular  weight  as  determined  by  Ilaoult's  method 
was  surprisingly  low,  varying  from  587  to  714,  though  the  ultimate  analysis  pointed  to  upwards  of 
2000,  when  calculated  on  one  atom  of  sulphur  as  present  in  its  structure. 

HiematoRetiiaan  albuminate  present  in  egg»  and  prabablj  in  most  kinds  of  food,  and  contaltifi  0'^  per  oeDt  of  ifoo, 
which  la  not  directly  precipitated  by  ammoDium'SalphicIe. 

Ferratin  is  a  similar  albuminate  found  in  the  liver,  derived,  no  dotibt,  from  hffimato^'en,  and  is  supposed  to  providt 
the  necessary  amount  of  iron  required  for  the  formation  of  the  red  blood-corpuscles.  Commercial  ferratin  is  au  imitatien 
Of  ihe  natural  product,  and  prepared  by  prolonged  reaction  of  Iron-salts  on  alkali-albumins. 
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OHEMICAIi  AND  BACTBBIAL  DISINTBGEATION 

OF  PROTBIDS 


It  has  been  already  stated  that  the  structure  of  a  chemical  compound  is  arrived  at  by 
examining  the  decompositioa  products,  i.e.  pulling  it  to  pieces  and  aflterwarda  trying  to  get  the 
original  compound  by  putting  the  pieces  together  again.  Of  course  tliat  has  been  tried  with  the 
proteids,  and  the  breaking  up  has  been  eminently  successful ;  in  fact,  not  many  other  organic  com- 
poands  are  so  sensitive  to  chemical  agents  ;  and  as  regards  bacterial  agents  the  facility  with  which 
albominous  matters  break  up  is  simply  astounding. 

But  puttitig  Humpty  Dumpty  together  again  is  a  very  different  thing,  and  has  not  yet  been 
even  approached.  And  do  we  wonder  when  tht;  eye  runs  dowTi  the  list  of  fragments  comprising  almost 
the  whole  of  organic  chemistry  as  it  was  known  fifty  years  or  so  ago  ? 

The  following  is  a  list  of  some  of  the  products  obtained  by  tbe  three  agents,  destructive  distilla- 
tion, chemical  and  bacterial  actions.  The  figures  refer  to  the  pages  in  the  foregoing  treatise,  where 
the  structure  of  the  compounds  or  of  similar  compounds  will  be  found. 
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Cresols 1>5 
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Hydroxy-phenyl- acetic  acid 215 
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Pbenyl-amido-propionio  acid 327 

PtttoI  and  homologue^ 329 

Indole 852 

Skatole 352 

Creatine  and  its  homologaej  lysaiine         .        •        .  374 

Creatinine  and  its  homologne,  lysatiuine   .        ,        ,  875 

Uric  acid    .        .        .        .                 ,         .  •       .        .  376 

Hypo  xanthine  and  adenine 377 

Guanine 377 

Pyridine  bases .391 

Hydrocyanic  acid       ,                 .        .        .        .        .  41D 

Ptomaines  &c 440 


Visitors  to  the  British  Museum  are  generally  shown  the  Portland  Vase  as  a  masterpiece  of 
high-art  patch-work.  I  wooder  what  the  artist  would  have  made  out  of  the  above  pieces — scarcely 
albumin. 
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Ptomaones  and  Leucomaines 


Ptomaines  and  leucomaines  may  be  called  animal  alkaloids  in  (X)Dtradistinction  to  Te^gets^ 
alkaloids.  As  we  have  no  strict  definition  of  the  latter  there  is  Btill  less  any  of  the  former.  Vege- 
table alkaloids  are  generally  spoken  of  as  compounds  of  basic  and  poisonons  character,  with  a 
uuclens  of  p}Tidine,  i,e.  cyclo-ammonia-bases,  but  there  are  alkaloids  said  to  be  only  distant  relations 
of  pyridine,  e.g.  morphine  and  codeine.  Of  the  constitution  of  animal  alkaloids  we  know  hot 
little;  those  few  of  which  we  do  know  the  structure  are  either  ammonia-bases  with  open  chains  or 
ammonium-bases,  formed  from  the  urea-groups ;  but  to  build  any  definition  upon  these  solitary  facts 
would  be  premature. 

Ptomianes  and  lencomafnea  hare  been  described  as  basic  compounds  produced  in  the  tiames 
of  animals,  the  former  being  products  of  abnormal  life-processes  (exchange  of  material,  Stoff- 
wechsel)  in  diaeases,  or  the  result  of  bacterial  agency  after  death,*  the  latter  produced  during  life 
by  normal  metabolic  processes.  But  as  many  of  them  are  common  to  both  processes,  no  sharp  line 
can  be  drawn  in  this  way.  Some  are  virulent  poisons,  others  quite  innocuousj  but  it  would  not 
materially  assist  us  if  we  were  to  nmke  poisonous  nature  the  line  between  them,  as  most  ptomaines 
are  poisonons,  and  many  leucomaines  likewise,  even  when  passing  through  the  alimenlAry  tract. 
ITie  difficulty  is  made  ?till  more  acute  by  the  fact  that  there  are  many  compounds  which  can  go  all 
the  way  through  the  digestive  organs  without  doing  any  harm,  but  are  deadly  poisons  if  injected 
into  the  blood-circulation  ;  and  the  same  substance  may  frequently,  by  different  authors,  be  styled  a 
pt4^>maine,  a  leueomaSine,  or  a  toxalbnmin,  sometimes  even  by  tie  same  author,  and  it  is  quite  a 
common  thing  to  write  about  ptomaines  produced  by  bacteria,  in  anthrax,  puerperal  fever,  hydro- 
phobia, Ac,  and  formed  during  life. 

The  safest  thing  to  do  in  present  circumstances  is  to  simply  enumerate  these  eompoimds  as 
ptoniainei*  and  leucomaines  without  giving  any  reaS4^»ns  for  such  classification.  The  empirical 
formate  if  known  will  be  added,  though  it  is  only  a  poor  idea  of  their  constitution  which  they 
suggest,  and  some  may  be  liable  to  correction. 


\ 


i 


Ptomames 


We  have  absady  mentioned  those  whose  structures  are  known,  viz, — 


Propyl-amine,  tig.lllO,  p,313 
Di-methyl-amine,  tig.  1115,  p,  314 
Tri-methvl-amine,  tig*  1121,  p.  315 
T\Totoxicon,  fig.  1213,  p.  337 

Choline,  fig.  1260,  p.  854 

Neurine,  fig.  1261,  p.  354 

Muscarine,  fig.  1262,  p.  355 


Betaxne, 

Putrescine, 

Cadaverine  and  neuridine, 

Sletbyl-guanidine, 

CoUidine  and  hydrocollidine 

(copellidines,  p.  397), 
Parvoline, 


fig.  12G5,  p.  355 
fig.  1267,  p.  357 
fig.  1268,  p.  357 
fig.  1336,  p.  374 

fig.  1418,  p.  392 
p.  393 


Unknown  structures :  Saprine,  C^H^^N^jtetanotoxine,  C^H,jN,  secretion  from  bacillus  tetani; 
tetanine,  C^j^H^^jN^O^,  from  the  same  bacillus;  typhotoxine,  OyH,,NO^,  from  the  typhus 
bacillus;  mytilotoxine,  C^HjjNOj,  the  poison  in  mussels;  gadinine,  C,H,^NOj,  from  putrid 
cod-fish.    In  cod-liver  oil,  prepared  from  putrefied  liver,  several  ptomaines  were  found;  buty  lamine, 


'  PtomaSDes  do  not  ftlwayt  appear  to  be  directly  produced  by  bacteria,  but  through  the  action  on  albaminoQS  sabttanotf 
of  a  fennent'eDzyme  discharged  by  them* 
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iso-amylamiiie,  hexyianiine,  CgH,jN;  di-hydro-lutidiQe  (comp.  p.  393);  asseline, 
Cj^HjjjN^ ;  and  inorrhuine,  OigH^jNg,  all  of  which  are  bacterial  decomposition-products  from 
albominous  substances  in  the  cells  and  connective  tissues  of  the  putrid  liver,  perfectly  ana- 
logous to  cheese  and  sausage  poisons  ;  consequently  ptonmines  and  not  leucomalnes  from  the  bile, 
as  demonstrated  in  my  '  Goncluding  Eeftmrks '  in  the  first  part  of  this  book. 


Leucomaines 

The  difficulty  met  with  in  an  enumeration  of  conip^»unds  whirh  may  be  considered  under  this 
head  is,  as  I  have  said  before,  to  draw  the  bne.  A  great  number  may  be  included,  or  but  a  few. 
I  will  give  the  names  of  the  few,  proceeding  m  before. 

Creatinine  (tig,  1339,  p.  375);  xanthine  (tig.  1347,  p.  376);  hypoxanthine  or  sarcine 
(fig.  1348.  p.  377);  adenine  (tig.  1349,  p.  377);  guanine  (fig,  1361,  p,  377);  carnine, 
O^H^N^Oj,  supposed  to  he  dl-^nwthijl-uren  ;  pseudoxan thine,  G^H^N^O^,  isomeric  with  xanthine, 
two  carbon-lioks  and  a  nitrogen-link  exchanging  places  (others  giv*^  the  formula  C^H^N^O,  in 
which  case  it  is,  of  coui-se,  not  an  isomer  of  xanthine);  para-xanthiue,  C^H^N^O,!  (isomeric  with 
iheohronime,  ^^.  1352,  p.  378);  xantho-creatinine,  C^Hj^jK^O  ;  cruso-creatinine,  C^^H^N^O ; 
amphi-creatinine,  CjjH,^N^O^ ;  samandarine,  C^.^H^^^^N^Okj,  the  basic  poison  of  the  salaraander; 
most  of  them  have  been  sepanited  from  muscle,  some  also  from  urine  and  fieces. 

During  waking  hours  some  leucomaines  of"  a  soporific  nature  ure  said  to  be  formed,  and  during 
sleep  others,  which  are  stimulants;  thus  when  a  BiiHicient  amount  of  the  first  sort  has  accumulated 
we  get  sleepy  ;  the  others  make  us  wide  awake.  Physiologists  have  several  other,  of  course  non- 
f^hetnical,  theories.     They  are  all  about  equally  well  founded. 


Toxins  and  Antitoxins 


Besides  the  basic  compounds  just  described  as  originating  from  nonnal  and  abnormal  processes 
in  the  organism,  some  albuminous  substances  owing  their  existence  to  the  same  causes  have  also 
been  discovered.  Some  of  them,  poisonous,  are  termed  toxins  or  toxalbumins;  others  protect 
the  organism  against  the  activity  of  the  former,  and  are  therefore  termed  antitoxins. 

Amongst  toxins  produced  by  normal  life-processes  may  be  named:  Snake-poisons  (cobra, 
viper,  crotalus,  copperhead,  and  moccasin);  abrin^  a  poisonous  proteYd  (consisting  of  a  globulin  and 
an  albomose),  from  the  fruit  of  A^jtus  precnioriiw  (jequirity) ;  ricin,  a  proteid  from  the  seeds  of 
Birinm  cmnmunis. 

Toxins  abnormally  producetl  in  the  organism  by  bacterial  activity  are,  for  instance:  Authrax- 
protein/from  the  anthrax  bacillus  ;  toxo-peptone  and  toxo-globuHn,  f mm  the  cholera  bacillus; 
toxo-mucin,  from  bacillus  tuberculosis;  in  several  instances  arrow -poisons  have  been  recognised 
as  albuminous  subBtances,  and  belong  probably  to  this  class.  The  toxic  properties  of  toxins  in 
solution  seem  to  Ije  destroyed  if  exposed  for  some  ten  hours  to  the  son's  rays,  or  for  a  couple  of  houTE 
to  a  constant  electric  current,  but  no  sych  etiect  is  produced  u[«n  the  dried  toxins  by  these  agents. 
The  toxins  are  supiKJsed  to  be  the  real  cause  of  the  various  diseases  from  which  the  bacilli  derive 
their  names;  but  it  has  been  found  that  some  organisms  are  able  to  kill  certain  bacilli  or  neutralise 
the  poisonous  toxins  which  they  produce ;  for  instance,  negi^^es  are  proof  against  the  bacillus  of 
yellow  fever,  and  so  ai-e  rats  against  inffrio  Metschnikotri :  this  state  of  the  organism  is  called 
immunittf  as  regards  that  disease,  and  recent  researches  have  established  the  presence  of  albuminous 
BubBtances  in  the  blood  of  such  animuls,  which  are  Udieved  to  protect  tlio  organism  against  the 
diseases  that  the  respective  bacteria  otherwise  would  have  caused.  It  has  further  been  ascertained 
that  pathogenic  bacteria  themselves  produce,  besides  their  particular  poison^aii  albuminous  substance 
which,  if  separated  and  injected  into  the  blood,  protects  the  organism  in  a  similar  way.     When  an 
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animal  has  been  tho»  made  immnne,  it  haa  been  foond  that  the  blood-fiemm  of  such  MiiTwal  when 
injected  into  the  circolaticm  of  another,  makes  this  second  one  also  immiiTw* ;  eren  milk  from  the 
first,  snbcntaneoosly  injected  into  other  organisms,  is  snfficient  to  prodoce  immmuif ;  farther,  it 
appears  that  one  animal  can  at  the  same  time  be  made  immune  against  serend  di^eascB  bj  simul- 
taneously injecting  the  secretion  of  difiEsrent  bacteria ;  the  biood-semm  €r  milk  of  this  annual  will 
then,  bj  injection,  make  another,  proof  against  all  the  diseases  ordinarily  produced  by  the  respective 
bacteria  employed. 

These  albuminous  substances,  whether  £3und  as  normal  products  cff*  created  artificiallj  in  the 
blood,  are  distinguished  as  antitoxins,  protective  proteids,  vaccines,  or  alexines ;  {diyskdogicaDy  they 
have  been  divided  into  sozines,  those  found  in  animals  naturally  immune,  and  phylaxines,  thoee 
found  in  animals  which  by  subcutaneous  injections  have  artificially  been  made  immune. 

Sozines  are  again  divided  into  mycosozines,  which  protect  by  killing  the  bacteria,  and 
toxosozines,  which  act  as  antidotes  to  the  poisonous  excretions  of  bac^ria. 

Phylaxines  are  similarly  divided  into  mycophylaxines  and  toxophylaxines,  according  as 
they  destroy  bacteria  or  their  poison. 

Sozines  seem  to  live  in  the  cells,  whereas  phylaxines  are  apparently  in  solution  in  the  liquids 
of  the  organism  (Centralhl.  f.  BaJderioL  1891,  x.  pp.  337,  349,  377). 

Sevend  antitoxins  have  already  been  prepared,  though  not  in  the  isolated  state.  Of  phylaxines 
may  be  mentioned:  Tuberculin  and  the  purified  products  tuberculocidin,  tuberculinic  acid, 
tuberculinose,  and  antiphthisin,  from  bacillus  tuberculosis;  mallein, prepared firom glanders; 
antidiphtherin,  from  the  diphtheria  bacillus;  antitoxin,  firom  the  typhus  bacillus;  anti- 
cholerin,  from  the  cholera  bacillus;  cancroin  (from  the  supposed  cancer  bacillus)  is  now 
considered  identical  with  neuridine,  a  ptomaine.  Amongst  sozines  may  be  counted :  Car  din,  extracted 
from  the  heart-muscles  of  cattle;  cerebrin,  fit>m  the  brain;  sequardin,  firom  the  bull's  testes 
(comp.  spermine,  p.  358);  nucleln,  from  the  spleen  of  calves.  The  investigations  on  toxins  and 
antitoxins  are  quite  in  their  infancy,  groping  in  the  dark ;  the  importance  of  supposed  discoveries  is 
generally  grossly  over-estimated  by  the  discoverer  and  his  followers,  and  the  anxiety  to  be  the  first 
in  the  field  leads  to  so  many  badly  founded  and  foregone  conclusions  that  the  above  representation 
of  the  present  state  of  this  part  of  the  science  will  probably  be  of  little  value  in  a  short  time. 


Under  the  collective  Tiame  of  ferments  are  classed  a  large  notnber  of  boilies  of  which 
chemically  we  know  nothing  except  that,  without,  themselves,  apparently  undergoing  any  chemical 
change  whatever,  a  small  quantity  may  affect  the  constitution  of  a  large  quantity  of  certain  other 
chemical  compounds. 

Some  of  them  are  living  organisms,  others  chemical  compounds;  but  the  action  of  both  is  of 
the  same  nature,  viz.  breaking  up  larger  molecules  of  thot^e  compounds  with  which  they  come  in 
contact  into  smaller  molecules ;  each  ferment  has,  as  a  rule,  the  power  to  act  upon  but  one  special 
class  of  compounds,  and  in  cases  where  more  ferments  have  the  power  of  acting  upon  the  same 
compound,  they  generally  do  so  in  different  ways. 

They  are  divided  into  two  large  groups  :  1,  organised  ferments,  and  2,  unorganised 
ferments  or  enzymes. 


OEG-ANISED  PEEMENTS 


comprise  a  large  number  of  the  lowest  class  of  plants,  unicellular  organisms,  belonging  to 
fungi,  such  as  torulao  and  bacteria.  Their  action  upon  chemical  compounds  is  called  fermentation, 
which  term  also  includes  the  action  of  unorganised  ferments. 

They  are  chemically  classified  according  to  the  sort  of  fermentation  they  produce  ;  tlie  principal 
of  these  are  :  1,  aleoholk;  2,  acetic  ;  3,  Incite;  4,  huti/rk;  and  5,  mwmts  fermentation.  Of  course 
bacteriologists  have  several  classifications  of  their  own. 

BVom  a  chemical  point  of  view  there  is  not  much  more  to  say  alx)ot  this  group,  without  going 
too  far  into  details,  except  it  may  perhaps  interest  some  to  know^ — nervous  |>eople,  beware ! — that, 
with  every  mouthful  of  bread-and-butter,  we  swallow  as  many  microbes  as  there  are  inhabitants  in 
Europe — say  three  to  four  hundred  million. 


UNOBGANISED  FERMENTS 


are  true  chemical  compounds,  the  product  of  the  activity  of  living  cells.  Their  constitu- 
tion is  entirely  unknownj  none  of  them  having  as  yet  been  isolated  in  a  perfectly  pure  state.  They 
resemble,  however,  in  many  respects  the  proteids,  which,  as  we  now  know,  is  not  saying  much ; 
indeed,  our  wisdom  may  be  put  into  a  nutshell :  some  ferments  have  been  recognised  as  aldehyde- 
like compounds. 

lo  the  absence  of  any  knowledge  of  their  chemical  constitution  they  also  are  classified  according 
to  the  effect  they  exert  upon  other  compounds,  and  may  consequently  be  divided  into— 

1.  Proteolytic  ferments,  which  change  proteYds  into  peptones. 

2*  Amyhlytic  ferments,  changing  amyloae  (starch  &c.)  into  sugar. 

3*  Ifhversive  ferments,  converting  cane-sugar  into  glucose. 

4.  Steatoliftic  ferments,  splitting  fats  into  fatty  acids  and  glycerin. 

6.  Coa^ulaiive  ferments,  converting  fibrinogen,  caaeinogen,  myosinogen,  &c.,  into  fibrin,  casein, 
myosin,  &c. 

6.  Ghicoside-BpliHin^  ferments,  splitting  glucosidea  into  glucose  and  other  compounds. 
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Proteolytic,  Proteo-liydrolytic  Ferments 

All  unorganised  ferments  are  formed  in  the  secreting  cflls  uf  the  living  organism,  selecting  from 
the  lymph  certain  material,  which  are  worked  up  hy  the  protoplasm  of  the  ce)l  into  a  secretion 
termed  zymogen,  and  discharged  id  to  the  lumen  of  the  gland  of  which  it  forms  part.  During  the 
discharge  this  zymogen  is  converted  into  the  ferment  zyme  or  enzyme,  which  is  the  ferment 
that  acts  upon  the  proteids.  Sometimes  the  ferment  is  formed  without  its  precursor  zymogen,  or, 
may  be,  the  latter  has  as  yet  e.scaped  detection* 

We  shall  mention  some  of  these  ferments  and  their  precursors. 

Pepsinogen  is  formed  in  both  tiie  pyloric  and  the  cardiac  glands  of  the  stomach.  On  leaving 
the  cells  it  is  converted  into  a  proteid  pepsin,  and  is  as  such  discharged  into  the  stomach.  Pepsin 
converts  the  non-absorbable  proteids  through  a  series  of  intermediate  products,  proteoses,  into  the 
absorbable  peptone ;  it  can,  however,  do  so  only  in  the  ]>resence  of  an  acid.  In  the  stomach  thia 
acid  is  hydrochloric  acid,  which  is  produced  by  the  parietal  cells  of  the  cardiac  glands.  The  dis- 
charge from  the  glands  into  the  stomach  is,  as  a  whole,  called  gastric  juice,  which ,  however, 
contains  other  ferments  than  pepsin. 

Trypsino*^en  is  formed  in  the  pancreas  cells  and  leaves  them  as  trypsin,  which  is  discharged 
into  the  duodenum.     It  acts  similarly  to  pnpsin   on  proteids,  btit  more  rapidly   and   best  in  an 
alkaline  solution,  and  also,  but  not  so  well,  in  a  neutral  one ;  it  will  not  act  at  all  in  an  acid 
medium,  and  is  destroyed  by  hydrochloric  acid,     Sahcylic  acid  does  not  hinder  the  action  of  the  ^ 
ferment.     The  discharge  from  the  pancreatic  gland  is  alkaline,  and  called  pancreatic  juice  :  thisfl 
contains  also  other  ferments  besides  tr^^psin. 

Papain  or  pap  ay  rot  in,  obtained  from  the  juice  of  the  papaw  plant  (Canca  papaya),  also  from 
figs  and  melonSj  converts  animal  proteYds  into  proteoses,  and  finally  into  peptones.  It  w^orks  in  a 
neutral  medium^  but  best  in  a  slightly  alkaline  solution  ;  the  smallest  quantity  of  hydrochloric  acid 
is  inhibitory,  and  papain  therefore  cannot  be  used  as  a  substitute  for  pepsin.  Vegetable  proteVds 
are  not  converted  bj  it  further  than  inttt  proteoses*  Papain  is  only  one  instance  of  proteid-splitting 
ferments  occuiTing  in  plant  tissues ;  probably  such  ferments  are  pi-esent  in  all^  especially  in  carni- 
vorous plants  'j  one  has  been  found  in  pineapples,  which  j  unlike  papain,  acts  in  a  slightly  acid  solution, 
and  is  rendered  inactive  by  alkalis. 

Pepsfn  and  pancreatin  (the  dried  f^astric  and  pancreatic  juices  from  animals,  such  as  pigs, 
sheep,  or  calves)  are  no^v  prepared  on  a  large  scale.  Pepsin  acts  probably  as  a  carrier  of  hydro- 
chloric acid,  and,  having  delivered  the  acid  to  the  proteid,  is  regenerated  into  pepsin,  ready  to  serve 
again  as  carrier.  A  small  quantity  of  perfectly  pure  pepsin  should  be  able  to  convei*t  an  unlimited 
quantity  of  proteids  into  peptones ;  none  so  pure  has  as  yet  been  prepared,  but  immense  improve- 
ments have  taken  place.  Pepsin  that  will  dissolve  10,000  times  its  own  weight  of  albnmeu,  or 
even  more,  is  already  prepared  {Siizung  d.  ph,  Geselh.  in  Berlin,  February  2,  1893  ;  PA.  C.  xxxi?. 
p.  92),     The  requirements  of  the  B.P.y  1885,  were  satisfied  with  1  :  50. 
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Amylolytic  Ferments 

Ptyalinogen  is  the  ferment-precursor  formed  in  the  three  salivary  glands,  the  parotid,  the 
submaxillary,  and  the  subhnguah  Ptyalinogen  appears  in  saliva  as  ptyalin,  a  ferment  thit 
converts  starch  into  dextrin,  maltose,  and  some  glucose  ;  it  has  no  action  njwn  cellulose,  conse- 
quently none  on  uncooked  starch-grains,  and  an  acid  st/jps  its  activity  altogether.  The  infloeace 
of  saliva  upon  the  secretory  and  motory  action  of  the  stomach  is  greater  when  it  has  been  mixed 
with  the  food  in  the  mouth  before  it  enters  the  stomach  than  when  separately  brought  there  through 
a  tube  {ZeUschr.f,  klin,  Med,  xxi.  pp.  1,  2)* 
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Amylopain  is  a  fl^rment  discharged  together  with  tryp.sio  from  pancreas.  It  has  the  same 
action  as  ptyaliii  upon  afcarch,  converting  it  into  maltose,  and  by  some  inveatigatoi-s  ia  considered 
identical  with  it.  It  is  not  indispensable  to  the  digestion  and  resorption  of  carbohydrates,  but  it  has 
been  experimentally  demonstrated  that  grape-sugar  is  carried  off  through  the  urine  in  its  entirety 
without  any  transfonnation  after  extii'pation  of  both  the  salivary  glands  and  the  panCi"eatic  gland. 

Diastase,  a  proteid,  is  a  ferment  always  present  in  small  quantities  in  plant-s,  but  specially 
abundant  in  seeds  during  germination.  There  seems  to  be  two  forms  of  diastase:  translocaiioTy' 
ditutmey  \vhich  acta  by  dissolving  the  starch-grain  evenly,  and  as  a  whole  ;  and  dituiajse  of  secretion^ 
which  eats  away  the  starch-grain  in  a  very  irregular  manner ;  botbj  like  ptyalin,  convert  starch 
into  susrar. 


laversive  Ferments 

In  vert  in  (hiverfase,  zymase)  ia  extracted  from  certain  kinds  of  yeast.     It  splits  canft-sngar  into 
dextrose  and  levulose, 

Glucase  is  present  in  non-gerrainating  seeds  in  a  soluble  form.     It  converts  dextrin  into 
dextrose. 
H        Succus  entericus  contains  one   or   more  similar   ferjuents,  converting  cane-sugar  into  dextrose 
^  and  levulose^  maltose  into  glucose,  milk-sugar  into   dextrose   and  galactose.     This  class  and  the 
amylolytic  ferments  are  sometimes  lumped  together  under  the  name  of  carbohydrate  enzymes. 


H 


Steatolytic  Ferments,  or  Grlyceride'enzynies 

Steapsin. — The  existence  of  this  ferment  is  inferred  from  the  action  of  pancreatic  juice  on 
fats.     It  has  never  been  isolated. 

Seeds  contain  similar  ferments,  which  during  germination  split  up  the  oils  in  them ;  such 
ferments  have  been  found  in  the  seeds  of  rape,  poppy,  hemp,  maize,  and  Ricinus  commmm. 


Coagulatwe  Ferments 

Their  action  is  probably  not  always  to  break  up  but  often  to  build  up,  either  from  two  different 
compounds  or  by  polymerisation  from  one  compound. 

Fibrin-ferment  is  derived  from  the  disintegration  of  the  white  blood-corpuscles  and  tablets 
after  the  blood  has  left  the  organism,  and  ia  probably  a  globulin.  The  addition  of  this  ferment  to 
fibrinogen  causes  the  formation  of  jihrui  by  coagulation. 

Myosin- ferment  corresponds  exactly  to  fibrin- ferment,  causing  in  the  same  manner  the 
formation  of  mijosin  from  myosinogen,  a  proteld  found  in  the  muscle.  Myosin-ferment  is  probably 
an  albumose. 

Ilennet  {chijmosin)  is  a  similar  ferment,  formed  together  with  pepsin  in  the  pyloric  and 
cardial  glands,  and  together  with  trypsin,  amylopt^in,  and  steapsin  in  pancreas.  It  i«  generally 
prepared  from  the  mucous  membrane  of  the  fourth  stomach  of  the  calf;  several  plants  contain 
ferments,  which  have  a  great  resemblance  to  rennet,  and  in  some  localities  are  used  for  curdling 
milk. 

Through  the  action  of  rennet  a  soluble  proteid  present  in  milk,  called  caseinogen,  is  converted 
into  the  insoluble  proteld  casein  (curdling  or  clotting  milk)* 

Gluten-ferment,  hypothetical,  is  supposed  lo  convert  some  pi'e-existent  protetds  in  flour  into 
gluten. 
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Q-lucoside-splitting  Ferments 

Emulsin,  or  syriaptoM,  present  in  bitter  almonds,  will  split  several  glucosides;  thus  amygdaUn^ 
a  oomponnd  ooourring  in  bitter  almonds,  is  split  up  into  oil  of  bitter  almonds,  hydrocyanic  acid  and 
glucose ;  saliciny  found  in  varieties  of  salix,  into  saligenin  and  dextrose,  p.  160 ;  comferin  into 
coniferyl-alcohol  and  dextrose  (tUd.)  ;  cesculin  into  aesculetin  and  dextrose  (ih%d.)^  &c. 

Myrosin,  found  in  the  seeds  of  black  and  white  mustard,  and  in  oru/dferce  generally,  breab 
potassium  myronate  up  into  potassium  bistUphate^  mustardr-oil,  and  dextrose  (p.  424) .  It  is  pecoliar 
inasmuch  as  it  does  not  require  the  presence  of  water  in  the  reaction. 

There  are  many  other  enzymes  of  which  we  know  little  more  than  their  existence,  for  instance: 

Histo&yme  in  the  kidneys  splits  hippuric  acid  into  benzoic  acid  and  glycocoll,  which  seemB 
strange  when  we  remember  that  hippuric  acid  is  formed  when  carnivorous  animals  (including  man) 
are  fed  upon  benzoic  acid  (p.  330). 

By  torula  ureao  is  produced  an  enzyme  which  transforms  urea  into  ammonium  carbonate. 

The  anthrax  bacillus  produces  an  enzyme  that  forms  albumoses  from  fibrin. 

The  cholera  bacillus  is  the  origin  of  an  enzyme,  which  forms  sugar  from  starch,  peptoniseB 
protelids,  and  coagulates  milk  &c. 


Part  XII. 

Atoms 


A  CHAT  ABOUT  ATOMS 


"We  liave  ik^w  Imndled  atoms  and  molecules  so  long  that  curiosity  may  ]>e  excDsed  when  raising 
tbe  question,  wliat  tJiey  lealij  are,  and  what  they  look  like.  Well,  no  one  has  ever  seen,  or  will 
ever  see,  them,  so  it  seems  a  ratlier  hopeless  question  to  put  j  still  human  ingenuity  is  great,  and 
it  is  almost  incredible  what  wonderfQlly  constructed  fabrics  it  can  build  from  a  few  bricks  of  facts. 
We  will  give  them  a  short  review. 

It  is  well  known  that  gases  expand  when  the  temperatui'e  is  raised,  and  contract  if  it  be  lowered, 
and  it  has  been  ascertained  that  all  gases  expand  or  contract  equally  at  equal  changes  of  temperature. 
This  dilatation  or  contraction  has  been  found  to  be  a  constant  fraction  of  its  volume  for  each  degree 
of  altered  temperature,  and  that  this  constant  is  ^-f-j  of  the  volume  of  any  gas.  Suppose,  then,  we 
have  a  gtis  wluch  at  0°  measures  273  units  of  volume,  it  would  at  —1^'  measure  272  ;  at  —2°,  271 
units;  and  at  —273^'  (which  tempernture  is  termed  the  absolute  zero)  its  volume  would  be  0,  pro- 
vided the  law  holds  good  at  all  tejuperatures.  It  has,  therefore,  been  said  that  atoms  were  nothing 
hut  motion,  wliieh  at  —273*^  would  cease,  and  matter  would  vanish  like  a  ball  in  a  conjurers  hand- 
only  more  thoroughly. 

This  theory  has  not  met  with  general  approval,  as  there  are  a  good  many  well-founded  objections 
to  its  acceptance,  amongst  others  that  the  above  law  is  applicable  oidy  within  narrow  limits. 

The  must  recent  theory  of  atoms  is  the  sc»-callcd  vortex  hypothesis.  Besides  the  matter  we 
can  see  or  feel,  other  matter  is  sup]X)sed  to  exist,  filling  the  whole  space,  but  not  accessible  to  our 
senses.  The  necessity  of  assuming  its  existence  is  a  consequence  of  the  nature  of  forces.  If  a  force 
acted  on  a  body  at  a  distance,  without  any  intervening  medium,  the  action  would  be  instantaneous, 
i.e.  not  occupying  any  time  for  tra%'ersing  the  intervening  space.  But  ever  since  the  days  of  ll^mer, 
we  know  that  light  takes  time  to  travel  through  space;  and  lately  it  has  been  shown  that  electro- 
dynamic  ac^tion  also  requires  time,  and,  indeecl,  the  same  time  4ts  light  for  its  propagation  from  one 
jiuint  of  space  to  another.  This  can  only  be  explained  by  the  existence  of  a  medium,  which  has  been 
called  the  ether.  It  is  a  rather  funny  sort  of  matter,  w^hich,  though  material,  does  not  possess  tlie 
prnjierties  of  ordinary  matter.  It  Ls  neither  a  gas,  nor  a  liqiiid,  nor  a  solid  ;  still  it  has  at  the  same 
time  something  of  the  nature  of  these  three:  it  has  penetrability  like  a  gas,  only  in  an  infinitely 
higher  degree,  as  it  j^ervades  everything,  gases,  fluids,  and  solids;  it  has  mobility  like  a  fluid 
in  so  high  a  degiee  that  it  may  be  regarded  as  a  perfect  fluids  i.e.  one  which  is  entirely  devoid  of 
internal  friction,  an  ideal  fluid  which  does  not  elsewhere  exist  in  nature.  Finally,  it  has  one  property 
exclusively  belonging  to  solids,  viz.  rigidity;  a  thousand  millionth  of  that  of  steel,  it  is  true,  still 
rigidity ;  and  its  density  is,  as  an  offset,  a  hundred  trillion  times  less  than  that  of  steel.  Such  is 
tlie  ether,  if  there  be  any  at  alL 

In  and  from  this  ether  it  is  that  the  atoms  have  been  formed  by  it  having  '  once  upon  a  time ' 
been  set  in  rotatory  motion ;  and  once  set  rotating  it  w^ill  always  remain  so,  since  there  is  no 
interna)  friction.  The  rotating  parts  of  the  ether,  or  voiiiees,  as  they  are  called,  are,  if  singly, 
the  atoms,  or,  if  linked,  the  molecales.  A  smoke-ring,  such  as  some  tobacco  suiokers  can  produce 
to  perfection,  is  an  illustration  of  a  simple  circular  vortex-atom.     An  apparatus  wliich  produces  these 
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smote-rings  from  ammonium  chloride  has  been  construct^  in  order  to  study  tlieir  properties,  Whea 
a  ring  is  sent  out  of  the  apparatus  it  advances  revolving— as  a  string  will  do  when  rolled  bet^eeiJ 
the  lingers — with  dimiuishing  speed,  on  account  of  friction  with  the  air,  and  growing  in  si/.e  until' 
it  8t^i»ps  and  disappears.  But  if  a  second  ring  be  projected  directly  after  the  first,  in  a  slightly 
diverging  direction  and  at  a  somewhat  greater  speed,  it  will,  of  course,  overtake  the  former,  but  they 
will  not  collide;  they  will  move  alongside  each  other,  vibrating  like  an  elastic  ring  after  an  impact.' 
If  the  second  ring  is  sent  off  exactly  in  the  same  direction,  it  will,  when  approaching  the  first^  grow 
smaller,  and  finally  pjiss  through  if  it  has  sufficient  s|>eed;  if  not,  they  will  remain  one  inside  the 
other,  both  revolving  all  the  time,  representing  a  molecule  in  the  ether,  while  a  single  ring  repre* 
sents  an  atom. 

The  rotatory  motion  of  the  rings  produces  in  the  surrounding  ether  corresponding  currents, 
which,  following  the  direction  of  the  rotation,  flow  forwards  througli  the  interior  of  the  ring  and 
backwards  on  t be  outsidCj  like  the  wire  round  an  electro-mag netic  ring;  these  currents  then  re- 
present the  sphere  of  action  round  an  atom  or  a  molecule,  and  give  a  ready  explanation  of  the 
phenomena  mentioned  above.  Thus  the  second  ring  remains  inside  the  first,  because  the  cuixent 
on  the  outside  of  one  vortex  is  opposite  to  the  current  on  the  inner  side  of  the  other,  the  speed  of 
both  l>eing  equalised.  It  is  on  account  of  the  same  currents  that  actoal  collision  between  two 
molecules  is  prevented ^  and  that  the  division  of  an  atom  or  ring  is  impossible,  because  nothing  can 
come  near  enough  to  touch  it  in  a  perfect  fluid  like  the  ether. 

We  have  liefore  discussed  the  three  different  states  of  matter,  and  need  therefore  only  repeat 
that  these  vortices  have  the  two  motions  specified  in  describing  the  smoke-ring,  a  revolving  and  a 
forward  motion.  In  the  solids,  where  the  voiiices  are  sufficiently  close  for  the  currents  to  touch 
each  other,  the  forward  motion  is^  as  a  consequence,  changed  intci  another  sort  of  revolving  motion, 
one  vortex  (or  combination  of  vortices)  whirling  round  another.  When  solids  are  converted  into 
liquids  the  proximity  is  not  so  great,  although  the  revolving  motion  is  continued,  and  more  freedom 
therefore  is  allowed  to  the  individual  molecules,  though,  surrounded  as  they  are  on  all  sides  by  other  ■ 
molecules,  they  cannot  entirely  free  themselveSj  and  resume  their  straight  path  except  on  the  ■ 
surface,  where  escape  is  possible  for  some  of  the  molecules,  which  process  w^e  call  evaporation  J 
Some  of  these  released  molecules  will  collide  and  be  thrown  back  into  the  liquid  (condensation),  and 
the  nnmber  of  these  increases  with  the  number  of  escapes.  When  just  as  many  are  thrown  back  as 
escape,  the  space  above  the  liquid  is  said  to  be  saturated. 

In  the  gaseous  state  the  vortices  are  removed  from  one  another  far  beyond  the  influence  of  their 
currents  (sphere  of  action),  and  therefore  resume  their  original  straight  paths  in  all  directions*     A 
consequence  is  that  they  frequently  collide  and  rebound  like  two  billiard  balls,  and  comparatively 
few  reach  the  boundaries  of  the  gas  to  exert,  through  their  impacts,  the  gaseous  pressure  upon  the 
walls  of  the  enclosing  vessel.     These  collisions  prevent  a  joint  and  simultaneous  attack  of  the^ 
molecules,  which  would  be  disastruua  to  whatever  might  happen  to  be  in  their  way.     It  has  beet^ 
calculated  that  if  all  the  molecules  of  the  air  inside  an  ordinary  room  could  be  directed  in  parallel 
paths,  there  would  be  exerted  a  sudden  pressure  of  several  thousand  horse-power — ^sufficient  to  shatte-»- 
the  walls  into  atoms.     If  we  possessed  handy  means  to  effect  this  change  of  direction^somethin^^ 
like  the  *  Vril  Staff'  in  the  convenient  form  and  size  of  a  walking  stick,  as  described  by  Bulwer  l 
The  Gomiiuj  i£<3^^there  would  be  good  reasons  for  the  nations  to  disarm,  and  excellent  prospecl 
for  the  '  eternal  peace.'     As  it  is,  revolvers,  guns,  cannon,  dynamite,  and  other  crude  arrangement^j 
w^orking  upon  the  same  principlcj  have  proved  insufficient  for  the  purpose,  or  worse  than  that. 

The  movements  of  the  atoms  or  molecules  are  very  rapid,  and  their  size  is  so  minute  as  to  l»d 
almost  beyond  conception.     A  gas  molecule  moves  at  a  speed  of  over  500  yards  per  second;  that  is, 
the  same  as  that  of  arille  bullet  or  a  point  in  equator.     Although  rapid  enough,  still  it  is  not  rnuci 
compared  to  that  of  light  and  electricity  (when  propagated  through  space),  which  is  40,000  mil^ 
per  second.     But  the  colUsiona  of  a  molecule  with  others  are  5,000  million  per  second,  and  it  passes 
by  sixty-two  other  molecules  between  each  collision,  or  more  than  300,000  million  per  second,  and 

^  6ucb  evaporation  also  taJKos   place    in  s^olidfii  but  to  so  alight  an  extent  that   \re  need  not  consider  it  hen 
(comp.  p.  27*J). 
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the  length  of  the  path  it  travels  from  oue  collision  to  another  {(he  meaii  free  path)  ia  ^'^^  part 
of  an  inch.  The  diameter  of  a  molecule,  iocludiiig  the  sphere  of  action  (there  may,  of  course, 
be  considerable  ditiereoce  in  size  of  the  molecules  of  various  compounds  depending  on  their  com- 
plexity) is  iaa:Qoo;o»  P^^t  o^  ^^  inch  J  and  their  mutual  diatiince  from  sphere  to  sphere  in  a  hquid, 
e.g.  water,  is  calculated  to  i^^somm  P^***^  ^^  ^^  inch,  i.e.  -^  of  their  diameter,  whereas  in  gas  the 
distance  is  eighty  times  ^eater,  or  eight  times  tlie  diameter.  In  n  cubic  inch  of  air  there  are 
over  4^000  trillions  of  niolecules,  ami  in  what  we  are  pleased  to  call  the  vacuum  of  our  l^est  air- 
pumps  there  are  stDl  nearly  400  biJlioos  of  molecules  in  every  cubic  inch.  In  this  connection  we 
may  mention  that  there  ai-e  more  than  40,000  million  cells  in  a  cubic  inch  of  beer,  and  in  order  to 
convert  one  grain  of  grape-sugar  into  half  a  grain  of  alcohol,  no  less  than  150,000  millions  of  cells  are 
required,  each  composed  of  a  great  number  of  atoms. 

When  we  know  the  size  of  an  atom,  it  is  of  course  easy  to  calculate  its  weight,  the  specitic 
gravity  being  known.  In  the  case  of  hydrogen  we  find  thus  that  an  atom  weighs 
0-000,000,000,000,000,000,000,004  gramme,  i.e.  one  quadrillion  of  hydrogen-atoms  weighs 
4  grammes  — 60  grains. 

When  we  are  airing  bilhons,  trillions,  or  even  if  it  be  only  figures  not  much  above  what  a 
millionaire  may  boast,  we  scarcely  realise  what  we  are  talking  about,  and  1  dare  say  the  above 
figures  have  not  left  much  of  an  imfXising  impression  upon  the  readers  mind.  In  order  to  appre- 
ciate such  figures  they  must  be  presented  in  a  way  that  strikes  home,  for  which  purpose  we  can 
with  advantage  use  the  intuitive  principle  of  instruction,  the  idea  of  which  is  taken  from  Nature^ 
1870,  p.  553. 

If  we  take  a  drop  of  water  as  large  as  a  pea,  with  a  diameter  of,  say,  sixteen  millimetres  (06 
inch)  and  imagine  it  growing,  the  molecules  also  growing  proportionally,  then  when  the  drop  has 
reached  the  size  of  the  earth,  the  molecules  would  be  larger  than  small  shot,  but  not  so  large  as  a 
cricket  ball.'  They  would,  if  in  stationary  pctsitioDj  stand  with  their  surfaces  (taking  the  mediom 
size  between  small  shot  and  cricket  balls)  ^rd  of  an  inch  apart,  filling  the  whole  globe.  If  this  drop 
of  wat^r,  grown  to  the  size  of  the  earth,  were  converted  into  gas  (steam)  it  would  form  a  globe,  the 
surface  of  which  would  touch  the  moon,  the  size  of  the  molecules  remaining  unaltered,  the  mean 
free  path  which  the  molecules  would  traverse  in  -^th  of  a  second  would  be  about  four  yards,  and  their 
mutual  mean  distance  from  centre  to  centre  about  two  feet. 

Magnified  ten  million  tinaes,  the  dimensions  might  be  conveniently  measured  by  millimetres; 


'  The  distance  between  molecules  in  gaseous  st^te  (at  0°  iind  at  the  pressure  of  one  atmosphere)  is  —  ^  mm.,  mexuimred 
between  their  centres.  If  we  imagine  1  mm."  of  gas  divided  into  cubes,  the  sides  of  which  are  equal  to  this  distance^  we  hnd 
the  number  of  molecules  in  1  mm.^*  gas  =2M  (10)*^     1  mm,^  of  air  weighs  -f^^  m.g.;  and il  m* the  molecular  weight 

(H,-  2),  then  one  molecule  of  a  gas  weighs  —^.^'^^  m.g.  If  7  is  the  specific  gravity  of  the  molecnlo  relative  to  water,  then 


measured  in  mm.  ( 
1  J— 


molecular  volume).    If  we  now  magnify  as  proposed,  thu 


the  diameter  of  the  molecule  =     .  ^  /  — 

ia»  V  y 

diameter  of  the  molecule  will  be  56  */  -^  mm. 

What  value  has  y  or  —  7     This  is  a  moot  point.    Approximately  we  may  make  —  equal  to  the  molecular  volume  in 

y  y 

the  fioHd  state.  Chemistry  teaches  that  the  volume  of  solids,  even  al  the  absolute  zero,  is  oot  appreciably  different  from 
the  volume  at  ordinary  tt^uiperature.  If  the  molecular  volume  iu  the  soUd  state  la  not  known,  we  mu&t  use  that  of  the 
liquid  state  ;  it  makes  no  di^Jfereuce  as  regards  these  caloulattons. 

moke  *-  -  25,  we  find  the  diameter  -  164  mm. 
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but  the  world's  wonder  of  a  microatsope,  which  is  said  to  have  been  exhibited  at  the  Worlds  Fair  4i^ 
Chicago,  only  mafj^iiities  a  p(n>r  12^000  times.  Bt^^ides,  if  a  microscope  could  be  constructed  to 
magniry  ^sufficiently,  we  ^should,  in  order  to  illuminate  the  object,  require  5,400  times  as  much  light 
as  with  our  present  instruments;  and,  what  is  still  more  serious,  the  atom  which  is  such  a  lively 
being,  moving  at  a  speed  of  iialf  a  mile  per  second,  would  first  have  to  be  killed,  which  we  have  yet 
to  learu  how  to  do.  Tlius  there  ia,  I  am  afraid,  no  hope  of  our  ever  indulging  in  the  sight  of  an 
atom  or  a  molecule. 

The  motions  of  the  vortices  or  atoms  and  molecules  are  increased  by  addition,  and  diminished 
by  reduction,  of  heat.  Both  motions,  peculiar  to  vortices,  are  affected  in  this  way ;  but  as  it  is 
an  essential  part  of  the  theoiy  of  vortices  that  they  shall  remain  in  motion  for  ever,  they  cannot, 
even  if  cooled  to  the  absolute  zero,  come  to  a  complete  staoilatilL  and  incorporate  themselves  with 
the  Hurroiniding  ether ;  that  would  be  destruction  of  matter,  all  would  be  ether^  and  that  is  in- 
compatible with  the  principle  of  conservation  of  matter.  Besides,  although  we  have  not  been  ablo 
to  produce  the  temperature  of  the  absolute  zero  (  — 273^)»  and  never  shall,  we  have  in  recent 
times  come  pretty  close  to  it,  a  temperature  of  —  200'^  having  been  produced;*  but  no  signs  of 
shadowiness  were  observed  :  on  the  contrary,  matter  in  such  extreme  cold  was  more  palpable  than  ever* 
C*n  the  other  hand,  scietitists  have  proved  that  chemical  action  entirely  ceases  even  before  so  low 
a  temj)era1ure  is  reached.  Sulphuric  acid,  for  itistauce,  is  perfectly  indifferent  towards  sodium 
hydrate  already  at  —125^  [Com  pi,  li&nd,  ex  v.  p.  81 1).  The  form  of  motion  which  we  call  affinity 
between  dit!'ereut  molecules  seems  at  that  temperature  to  be  wholly  extinct,  but  the  other  form  of 
motion,  the  atlinity  between  homogeneous  molecules  and  between  the  atoms  of  which  they  are 
formed,  does  not  appear  to  be  much  impaired  by  the  lowest  temperatures  we  can  produce. 

These  are  the  physicists'  views  on  the  atoms  and  molecules,  represented,  of  course,  in  a  popular 
way,  without  such  learnt*d  intiicacies  of  the  matliematician  as  are  not  within  the  province  of  the 
chemist.  His  researches  go  less  in  the  direction  of  what  atoms  are  than  In  the  study  of  their  chemi- 
csal  properties.  Therefore  he  does  not  lay  so  much  sti-ess  upon  the  form  of  the  atoms  Uiemselves, 
which  to  him  is  a  minor  question,  as  on  the  form  of  the  forces  of  mutual  attraction  or  repulsion 
in  the  different  sorts  of  atoms. 

We  have,  with  iew  exceptious,  hitherto  represented  the  directions  of  these  forces  (affinities  or 
valencies)  as  lying  in  the  plane  of  tlje  paper  upon  which  they  are  represented.  Such  representation 
is,  however,  not  probalile.  The  atoms  themselves  arecertaiuly  not  minute  pancakes  with  dimensions 
in  the  geometrical  plane  only;  they  are  most  likely  stereometrical  bodies  with  dimensions  in  space, 
and  though  this  view  was  accepted  as  probable  many  years  ago,  its  importance  and  it-s  consequences 
were  not  lecognised  until  fitteen  or  twenty  years  ago,  but  since  then  it  has  been  farthered  to  an 
astonishing  jxiint  of  development. 

It  is  the  carbon-atom,  almost  solely,  that  has  been  theorised  upon;  a  little  attention  has  be**D 
given  to  nitrogen,  and  scarcely  any  to  the  rest;  but  carbon  is  also  the  most  important  of  all,  and 
many  formerly  mystic  facts  have  found  their  ready  explanation  by  Stereometrical  Chemistry,  or 
the  Theoi-y  of  the  Position  of  Atoms  iu  Space. 


1 
I 
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Air  wM  condensed  to  a  liquid  at  IbftI  temperature  at  the  meeting  of  the  Boyd  lastitxiiion,  Januftrf  SO,  !$&$• 
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POSITION  OF  ATOMS  IN"  SPACE 


We  may  suppose  that  tiie   form  of  tlie   carbon-atom   is  spherical,  and  has   it-s  four  valenc 
equiJifetantly  distributed  over  its  surface,  from  which  each  is  perj>endicularly  projected  into  space. 


Fig.  1637 


If  vve  connect  the  ends  of  tho  valencies  by  lines  we  have  a  regular  tetrahedron,  in  the  centre  of 
which  lies  the  ctirbon-ball,  stretching  out  its  valencies  to  the  four  vertices  of  the  tetrahedron; 


Fm.  1538 


Instead  of  repregen ting  the  carbon- atom  m  a  ball  with  four  valencies,  it  will  simplify  mattera 
to  hereafter  represent  it  as  a  tetrahedron. 

If  two  carbon-atoms  unite  by  siiij^de  linkage  they  will  do  so,  of  course,  through  a  valt-ncy 
of  each*     These  two  valencies  joiDing  in  a  straight  line  will  form  a  common  axis  of  the  two  tetii^- 
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hedroiia  going  through  the  two  united  vertices,  the  centre  of  each  carbon-ball,  and  the  centres  of 
the  opposite  faces  of  the  two  tetrahedrona, 

Pia.  1539 


Tin's  axis  always  remains  in  the  strai<rTht  line  of  rlirecfcion  if  loft;  fo  itself,  and  not  nnder 
influence  of  other  forces  ;  but  has  a  certain  degree  of  elasticity,  and  nii^y  be  bent  when  the  atoms 
form  a  double  bond  or  a  closfd  ring, 

TliB  atoms,  however,  move  freely  round  this  axis;  in  f*jct,  they  are  supposed  to  oscillate  in- 
cessantly round  it  like  th*^  balance- wbeel  in  a  watcby  but  imnienst*ly  quicker*  One  vertex  oscillates 
opposite  to  a  vertex  in  the  other  carl  ion -atom  j  tlie  mutual  position  of  the  carbon-atoms  being 
determined  by  the  atoms  or  groups  joined  to  the  verfices,  so  as  to  bring  such  groups  as  have  the 
greatest  affinity  opposit-e  to  each  other  (daftle  rov7paundj<).  If  they  are  not  in  this  position  (unMnhle^ 
lahile  compo7mds)  they  are  inclined  to  turn  round  until  the  stable  position  has  been  found.  This  is 
greatly  facilitated  by  increasing  the  oscillations  through  the  application  of  heat. 

The  forming  of  a  double  bond  is  ellecfed  by  two  opposite  vertices  approaching  until  actual 
contact.  A  triple  bond  is  foi-med  from  a  double  bond  by  nnother  pair  of  oppo^^ite  vertices  (c) 
approacliiag  and  joining.  The  following  illustrations  show  the  progress  and  formation  of  the 
double  and  triple  bonds  between  the  two  above  carbon-atoms. 


Fia.  1540 


ma,  1541 


Fm.  1542 


Fia.  1543 


Double  bond  in  process 
of  forming 


Double  bond 


a{ 


Triple  bond  in  proticss  of  forming 
irom  a  double  bond 


Triple  bood 


Atoms  united  by  a  double  l>ond  can  oscillate  only  round  the  common  axis  a:  h;  united  by  a 
triple   btmcl  tliHV   cannot,  of  course,  act  independently  of  each  other. 

if  a  third  carbon-atom  joins  the  two  in  fig.  1530  it  will  do  eo  exactly  in  the  nnme  way  as 
the  first  two  united,  i.e.  by  nn  axis  running  through  one  of  the  vertices  and  the  centre  of  the  respec- 
tive carbon-balls : 


Fia.  1544 


Three  atoms  singly  linkod 


4S6 


AWMM 


Now  we  will  see  what  shape  a  chain  with  double  bonds  will  assume.  «^.^« 

Soppoae  the  chain  consists  of  doably-l inked  carbons  only,  we  will  gradually  lengthen  the  cnam^ 
commencing  with  two  atoms  taken  from  fig.  1541,  but  laid  down  on  their  sides  t 


Fio.  1550 


Fra.  1&51 


Fio.  1552 


Twro  ft  tome  doubly  linlced 


Three  atoms  doublj  linked 


ft  k 

Four  atoms  doubly  linked 


Uem  oo  attempt  at  riiig-formation  is  ix>ssible  ;  however  many  carbon-atoras  we  add  to  the  cbaiQi  j 
it  will  remain  a  perfectly  straight  ooPj  the  Hllernate  axes  round  which  the  atoms  oscillate  being  in 
perprndit  ular  positions  to  one  another,  and  excluding  any  bending  propensities.* 

It  is  di^Tereiit  ivlien  there  is  a  coiubinatiou  of  doable  and  single  linkage.  If  two  carbon-atoms 
are  onited  by  a  double  bond  and  two  others  joio,  one  at  each  end  by  a  single  bond,  that  is  to  say, 
by  the  point  of  their  vertices,  and  not  in  a  line  by  the  edges,  the  stmctur©  will  appear  thns: 

Fm.  1553 


One  double  fttiii  two  single  bonda 


*  A  riiig-formaiion,  rvlih  two  dotiblo  bonds  placed  as  m  fig,  1551,  baa  been  suggested  for  some  compounds;  for  uistAOCti 
fijlveBtreoe  (comp.  terpenes,  p.  50)  has  been  represented  by  one  of  the  lullowing  figures  {Ber,  xxi»  p»  172) : 

Fm.  1552  b 


but  thii  seems  quite  ineompatible  with  the  tetrahedron  theorj,  as  an  addition  of  three  more  carbon-atomB  to  on«  of  t^« 
fri*6  valencies  of  ttg.  1551  would  bave  do  tcudt^Dc/  to  mei^t  any  of  the  others,  because  of  tbe  four  different  directions  ifi 
which  ihej  all  [>oiijt. 


A  double  and  a  Bingle  bond  alternately 

Thus  we  see  tliat  six  carbou-atoms  uuited  in  this  way  are  close  upon  forming  a  complete  ring, 

Whfn  two  carboo-atonis  are  united  by  triple  bond,  only  one  valency  in  each  is  left  free  to 

abiiie   with  other  at^ms ;    therefijre  atiytbiug    added  must  be    bound    by  a  single  bond.     The 

fcttcture  of  two  such  pairs  will  then  be  this  : 

Fio,  1555 


They  have  both  one  common  axis;  no  matter  how  many  links  of  the  same  sort  we  may  put 
together,  the  chain  will  not  deviate  from  the  straight  line.  Even  if  we  constru!:t  a  chain  from  a 
single  pair  of  trebly  bound  carbon-atoms  to  begin  with,  continuing  with  a  structure  of  single  bonds, 
or  mixed  single  and  double  bonds,  the  ring  formed  will  not  include  the  triple  bond,  because  the 
ring-shape  thus  formed  would  be  too  small  to  give  room  for  it.  Therefore  no  closed  ring  is  known 
to  contain  a  triple  bond.     This  sort  of  linking  will  be  seeti  from  the  illustration: 


Flo,  1556 


It  18  easy  now  to  understand  how  and  w*hy  closed  chains  are  formed,  and  also  the  reason  for  the 
frequent  occurrence  of  pentagons  and  hexugons,  and  why  7-  and  ^-hydroxy -acids  form  lactones,  but 
not  a-  and  ^-compounds.  The  rin^s  are  almost  ready-made  beforehand,  and  all  that  is  reijuired 
is  a  free  valency  at  each  end;  they  will  unite  tbrougb  the  attracting  force  between  free  valencies, 
and  thus  complete  the  ritig,     ^VheIl  this  force  is  strong  enough,  it  will  draw  together,  though 


The  two  carbon-atonis,  it  will  be  remembered,  are  revolable  round  their  common  axis,  and  can 

therefore  Ije  tnnied  into  three  different  positions,  a  new  vertex  each  time  facing  one  of  the  vertices 

.in  the  other  carbon-atorn.     It  will^  however,  be  seen  that,  in  wliichever  of  the  three  positionB  we 

I  place  the  two  carljon-atoras  in  the  above  figure,  it  makes  no  dit!erence  in  the  compound  regarded  as 

a  whole :  in  all  three  cases  a  hydrogen-vertex  in  one  carbon-atom  faoea  a  hydrogen-vertex  in  the 

other. 
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We  will  now  introduce  a  new  element  to  which  Jiydrogen  has  a  very  stmng  affinity,  viz-  cliloriue. 
The  three  positions  created  by  turning  one  of  thd  carbon-atoms  round  are  here  represented. 


Fig,  1563 


Fio.  1564 


Fjo,   1565 


Neither  in  this  case  do  the  various  positions  make  any  difference  j  in  all  of  them  a  chlorine  fac€« 
a  hydrogen-atom,  and  the  othc^r  hydrogea-atoms  face  each  other  in  pait^s. 

If  we  now  introdace  a  chlorine-atom  in  the  lower  carbon,  too,  the  three  possible  positionH  would 
be  these : 

Fio,  150G  Fig.  15G7  Fio.  1508 


In  the  first  figure  chlorine  has  taken  possession  of  a  vertex  in  the  lower  carbon-atom  facing  the 
chlorine  in  the  upper  atom.  But  cLlorine  has  too  much  affinity  to  hydrogen  tu  remain  there;  it 
will  try  to  get  els  near  one  of  the  Lydrogen-atoms  as  possible,  and  will  therefore  move  the  carbon 
round  its  axis  until  it  lias  arrived  opposite  a  bydrogen.  It  can  do  t!iis  by  turning  either  to  the 
right  or  to  the  left*  In  the  second  figure  the  upper  carbon-atom  has  been  turned  to  the  left,  in  tbe 
third  to  the  right.  In  these  positions  there  ia  stability.  The  two  figures  bear  to  each  other  the 
same  relation  as  a  right-hand  to  a  left-hand  glove  (enanfkiofiwrphiiSJti)^  otherwise  tbey  are  identical, 
and  their  chemical  properties  are  exactly  the  same;  in  fact,  the  existence  of  tliese  two  compounds 
with  such  differeoce  is  solely  based  upon  theory,  and  snpportt^d  by  no  direct  fact.  In  mor^  compli- 
cated comj>«:>unds  we  shall  see  the  ditlerence  intbcated  by  their  physical  properties. 

If  the  attractive  power  between  the  diflerent  atoms  or  groups  fixed  to  one  carbon-atom  and 
those  placed  on  the  other  is  not  particularly  strong,  all  thret?  positions  may  be  possible ;  but 
generally  one  position  seems  to  be  preferred  to  the  others,  and  is  termed  the  favimretl  position,  in 
which  the  compound  shows  itself  more  stable  than  in  the  others,  and  into  which  it  armuges  itself 
at  the  first  opportanity. 

It  will  now  bt!  understood  what  perhaps  has  been  rtither  puz^tling  to  the  reader,  that  it  is  of  no 
coni^equence  in  what  order  the  atoms  or  groups  are  placed  upon  the  same  carbon-atom  {Me  p.  8), 
provided  no  favoured  position  comes  into  play.  They  do  not,  in  ^xiiut  of  fact,  leave  their  i>osilit>n3 ; 
it  is  the  carbciu-atoin  that  turns  round  upon  its  axis.  Further,  we  can  now  bett4?r  understand  also 
the  nature  of  double  and  triple  bonds.     The  common  axis  between  two  carbon-atooaa  ia  supposed 


« 


t4>  possess  a  certain  degree  of  elasticitj,  like  a  steel  spring;  in  order  to  bend  two  atoms  so  that  two 
opposite  vertices  coine  in  actual  contact  (mde  fig,  1539  &c.,  p.  454)  some  force  is  reqnired  that  will 
overcome  the  spring-resistance  of  the  axis.  In  the  efirlier  part  of  this  treatise  wo  have  freely 
gpoken  of  the  removal  of  two  hydrogen-atoms  as  if  it  were  the  easiest  thiag  in  the  world.  That 
is,  however,  theory  only  ;  we  cannot  go  about  picking  hydrogens  like  we  do  apples  and  pears 
from  our  fruifc-treea ;  in  chemical  practice  we  have  to  resort  to  devices  and  to  the  use  of  two 
forces,  either  aftinity  or  heat,  both  being  most  probably  but  two  forms  of  the  same  force,  motion. 
We  use  affinity  by  placing^  on  two  opposite  vertices,  bodies  that  have  a  great  liking  for  eatb  other, 
e.g.  chlorine  and  hydrogen  (as  in  figs.  166-^,  15*34,  and  1565),  which  together  form  hydrochloric  acid. 
If  we  then  approach  a  new  body  which  has  a  great  affinity  to  hydrochloric  acid,  e.g,  an  alkali,  that 
force  is  so  strong  as  to  overcome  the  elastic  resi&itaiice  of  the  axis,  and  make  the  two  carbon- 
atoms  bend  tow^ards  each  other  ontil  chlorine  and  hydrogen  come  into  actual  contact  and  can  form 
Lydi'ochloric  acid  ;  but  at  the  sanie  time  the  vertices  of  the  carlion-atoms  aleo  come  in  contact,  and, 
being  left  by  their  chlorine-  and  hydi'Ogen-appendages,  the  two  free  valencies  have  sufficient  afi^inity 
to  resist  the  tendency  of  the  elastic  axis  to  raise  itself  again.  There  is  thus  a  certain  degree  of 
tension  in  the  situation,  and  on  very  slight  provocation — the  approach  of  two  chlorine-atoms,  for 
instance— the  connection  between  the  two  vertices  will  snap,  and  the  two  carbon-atoms  spring  back 
into  their  original  upright  position.     Therefore  double  bonds  cannot  be  so  strong  as  siugle  bonds. 

If  two  chlorine-atoms  are  atlixed  to  the  vertices  (as  shown  in  fig.  15G7  or  1568),  it  is  evident 
that  two  faces  and  not  only  two  edges  of  the  carbon-atoms  may  close  up,  and  the  triple  bond  be 
formed* 

As  heat  is  but  another  form  of  motion,  it  might  jierbaps  at  a  first  glance  st^^i^m  improbable 
that  a  less  powerful  binding  sbonld  be  effected  by  such  means.  Still,  we  know  that  double  and 
triple  bonds  are  frequently  formed  through  the  application  of  heat.  Our  theory  readily  explains 
that. 

The  atoms  are  not  BU]>posed  to  be  in  a  state  of  studio  rest  in  their  mutual  positions,  as  frequently 
mentioned  ;  on  the  contraiy,  they  are  oscillating  round  the  connecting  nxiB,  When  heat  is  applied, 
these  oscillations  become  more  and  more  impetuous,  and,  as  a  conE?equenre  of  the  centritugal  force, 
the  path  of  the  upper  ciirlxui's  vibrations  will  become  more  and  more  depressed »  whilst  that  of  the 
lower  carbon  will  rise,  as  when  a  ball  fastened  to  a  string  is  whirled  round.  At  last  the  oscillation- 
path  of  the  two  carbon-atrjms  will  become  identical ;  tliat  is  to  say,  two  of  tlieir  edges  will  come 
into  contact,  and  through  their  atiinity  the  force  by  which  any  appendagesr  are  held  by  the 
vertices  is  lessened  so  much  that  these  appendages  are  flung  off  and  the  double  bond  established, 
after  which  the  oscillations  take  place  round  the  axis  a:  h  (fig,  1541,  p.  454),  By  increased  appli- 
cation of  heat  these  oscillatiijns  l>ecome  in  turn  also  so  violent  that  at  hist  the  vertices  c  :  c  meet, 
and  the  tnple  bond  is  fiirmed. 

With  this  theory  as  the  base,  stereo-isomerism,  which  we  have  had  occasion  to  observe  so  many 
timea,  may  he  easily  explained. 

We  will  as  a  first  example  take  ethyHdene  lactic  acid,  which  has  been  found  to  exist  in  three 
optically  different  forms.  It  is  composed  of  three  carbon-atoms,  one  of  them  having  three  hydrogen- 
atoDis  attnched,  another  a  hydroxy  1  and  a  hydrogen,  and  the  third  is  carboxjh  Our  usual  repre- 
ientation  of  the  compound  ib  this  {vid^  fig.  692,  p.  179)  : 


i 


I 

I 


Fio.  1569 


I 
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Represeated  by  the  stereometrical  tetrahedrons,  the  compooud  may  be  illustrated  by  fig.  1570^ 
It  will  be  noticed  that  the  intermediate  carbon-atom  has,  at  one  of  the  top  vertices,  a  hydrogeji- 
atom  attached,  and  at  tbe  other  a  hydroxyL     The  mass  of  the  latt>er  is  greater  than  that  of  the 
former,  wherefore  the  carbon-atom  by  the  oscillations  is  thrown  slightly  out  of  etiuilibrium,'  which 
will  be  better  observed  if  we  look  at  it  from  the  side,  as  shown  by  figs.  1572,  1573, 


Fio.  1570 


I«'io.  1671 


Fio.  1572 


Fza.  1573 


EtlijIideDe-l&otio  acid 


Propioaic  ftcid 


AetWe  ethyljdene-lactio  ftcid ; 
dextro-rotatoiy 


Imvo-rotatary 


The  tignre  1571  is  propionic  acid,  which  we  have  before  (fig.  66D,  p.  176J  represented  thus: 

Fig,  1574 
O*    4    ■    •    ^    ^     ■    ^ — O 


I  I  <^  . 


The  intermediate  carbon-atom  in  this  compound  has  a  hydrogen-atom  on  each  side,  is  therefore 
evenly  balanced,  and  its  structure  forming  part  of  a  ring  wiO  cause  the  molecule  to  dart  througti 
the  ether  without  any  rotative  movement, 

'  I  am  not  preparer!  to  prove  this  assertioD.  becau&e— even  if  QothiDg  else  were  ftmififi— our  mip«rfeot  knowledge  of  tbe 
reft]  Dftture  of  tlie  force  we  call  aJfmity  makes  it  iiupoHaibl&  to  Qigue  the  point  matliematiGally,  The  factB,  however,  whidi 
I  am  going  to  Hubinit  in  the  following  pages  agree  &o  well  with  the  aBsertion  aa  to  make  its  correctneAS,  in  my  opiaioo* 
highly  probable^  further  Bupporttid,  as  I  think  it  in,  by  the  following  con  Bide  rations  :  I  am  unable  to  find  that  any  optically 
active  com  pound  has  been  discovered  in  which  the  asyni  metrical  carbon  forms  an  end- link  of  the  chain  ;  thu^  no  a4.*tife 
coiijpound  with  either  on©  or  two  carbon-atoms  has  hitherto  been  found  amongst  methane-  and  ethane-derl^ailTea,  thaugh 
such  compounds  with  an  asymmetriGal  oarbou,  of  coarse  as  end  link,  do  eitlst,  e.g.  chloro-brom^acetic  add  {BeUst^  h 
p.  453 ;  B.  d  S.  i.  p>  544).  Activity  is  found  in  derivatives  of  the  higher  homo! oguea  only,  commencing  with  propane,  and  in 
these  the  a.Bymmetrical  carbon-atom  is  always — as  far  as  they  have  been  investigated— an  intermediate  one  bound  on  ti^ 
or  more  sides  by  other  carbon-atoms,  never  an  end-link.  Now,  the  oBcilJationa  of  an  intermedtate  carbon  atom  miift 
evidently  be  difTereni  from  those  of  tm  eind-carboni  because  the  latter  are  formed  from  one  motion  only,  while  the  former 
must  be  tlie  resultant  ujation  of  two  or  more  oscillations  which  such  a  carbon-atom  pcrfornm  In  harmony  with  those  of  ibe 
carbon-atoms  to  which  it  is  joined,  being  kept  by  the  force  or  forces  {which  in  the  absence  of  a  more  definite  knowledge  of 
their  nature  I  will  call  the  centrifugal  force)  in  a  distinct  position  dependent  on  such  factors  as  centres  of  gravity  or  inertia, 
moments  of  inertia  or  forces,  dc* ;  it  is  impossible  at  present  to  formulate  the  law  according  lo  which  these  factors  would 
act,  but  probably  it  will  he  to  the  elTect  that  *■  atoms  are  formed  into  groups  in  which  the  moment  of  inertia  round  the  axis 
of  rotation  ib  the  smallest  possible,*  or  something  like  it.  When  those  factors  are  aifered  from  a  centric  to  an  eoeentric 
intiuenoe,  as  they  are  by  the  unequal  loading  of  an  asymmetrical  carbon,  the  connecting  axes  would — if  the  side-oarbons 
remained  in  their  positions — be  subjected  to  a  strain,  which,  if  not  entirely  removed,  most,  at  least,  be  considerably 
lessened  fay  the  aaymmetrical  carbon  turning  round  on  one  of  the  axes  and  carrying  tlie  other  carbon-atom  with  it  into  the 
new  poailion ;  an  arrangement  that  it  consequently  prefers,  as  asserted  above.  The  oscillations  and  iheir  inilueuoe  upon 
atoms  and  molecules  are  stin  enveloped  in  mystery,  and  we  should  not  be  surprised  to  learn  some  day  that  they  are  to  ti^ 
molecules  what  the  movements  of  cUia  are  to  the  lower  animals— their  propelliug  force.  AU  this  belongs  to  the  iuttiM 
ebemistry,  the  kinetic  theories,  into  which  I  shall  not,  for  excellent  reasons  of  my  own,  go  any  further* 


* 
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But  when  a  hydraxyl,  instead  oi  one  of  the  hydrogen-atoms,  is  planted  upon  this  carbon-atom, 
the  balance  is  disturbed,  and  the  caj'boii-atom  thrown  over  to  one  side  by  the  centrifugal  force  of 
the  oscillating  movement.  It  can  do  this  by  a  turn  on  one  €*/  ike  au'ea  by  which  it  is  coniiected  with 
the  two  other  cai^bons;  but  in  doing  bo  it  will  have  to  carry  with  it  the  carbon-atom  to  which  it  is 
bound  by  the  other  oj^Is,  transform iug  thereby  the  ring-  form  into  that  of  a  screw,  and  the  molecule, 
now  rushing  through  the  ether,  must  assume  a  rotatory  motion.  The  form  of  the  screw  will  depend 
upon  the  side  to  which  the  bydroxyl  is  attached ;  tig.  1572  represents  a  right-hand  screw,  which,  i^e- 
volving  many  hundred  thousand  times  per  second,  will  throw  the  plane  of  the  i>o!arised  light  that 
enters  one  end  of  the  screw  over  to  the  left  hand  of  the  spectator  at  the  other  end.  In  the  same 
manner  the  light  will  be  thrown  over  to  the  right  from  the  i^tructure  (fig.  1573),  which  forms  part  of 
a  worm  of  a  left-hand  screw. 

If  these  two  structures  be  present  in  equal  numbers,  the  light  will  be  thrown  just  as  much  to 
the  right  as  to  the  leffc ;  in  other  wordsy  there  would  be  no  deviation  of  its  propaga!  ion  from  the 
original  plane.     Such  compouods  are  termed  inactive  isomers. 

It  will  be  noticed  that  the  two  carbon-atoms  on  each  side  of  the  intermediate  one  are  diflerently 
engaged,  one  being  a  methyl  (CHj),  the  other  a  carboxyl  (CHO^).  The  intermediate  carbon-atom 
is  thus  differently  engaged  on  all  four  valencies  by  (1)  a  hydrogen-atom ,  (2)  a  hydroxy!,  (3)  a 
methyl,  and  (4)  a  carboxyL  It  is  therefore  termed  an  a^tfmmetriail  t-arhifH-atoni,  and  in  all  compounds 
which  cause  the  rotation  of  lights  such  an  asymmetrical  carbon-atom  is  said  to  be  always  present 
(though  1  doubt  the  correctness  of  this  assertion,  vide  p.  467  seq.).  The  essential  thing  is  not  the  two 
side  attachments  only:  in  the  above  case  the  hydrogen  and  the  hydroxy b  thougli  the  diflerence  in 
their  mass  (and  perhaps  also  in  their  interatomic  distance*)  is  no  doubt  primus  motor;  but 
a  difference  in  the  combinations  of  the  two  other  valencies  is  just  as  necessar} ,  because,  being  of 
unequal  mass,  the  one  with  the  greatest  would  probably  remain  stationary,  and  the  one  with 
least  mass  would  be  carried  into  a  new  slanting  position  with  the  asymmetricai  carbon-atom^^ 
whereas  when  of  equal  mass  both  would  change  position  simultaneously  with  the  asymmetrical 
carbuu,  and  therefore  the  relative  position  of  all  three  would  undergo  no  change. 

W  ith  the  symbols  adopted  in  the  foregoing  part  for  representing  structures  pictorially,  the 
optical  differences  of  the  two  lactic  acids  might  have  been  indicated  in  tliis  way  : 


Fio.  1575 


Fio.  1576 


^ 


Dextro-loctic  acid 


6        O 

Lffiva'loctic  acid 


But,  as  explained  before,  comparability  and  conspicuitj  would  suffer,  and  therefore,  apart  from  the 
fact  that  the  exact  position  of  the  hydroxyl  is  known  in  comparatively  few  coniiiounds,  this 
distinction  has  been  omitted,  except  in  one  or  two  cases  ;  for  instance,  in  some  structures  of  tlie  sugars. 
When  two  asymmetrical  carbon-atoms  are  present  in  a  compound^  four  different  isomers  are 
admitted  by  the  theor}^,  and  facts  have  oonfii'med  the  theory. 


*  Vid6  Quye,  &udt  iur  la  dissymitrU  vwUculairc,  GAnAve,  1891. 

■  In  the  figurea  I  have  let  the  carboxyl-group  follow  the  movement  of  the  jiBymmotricftl  carbon*  and  left  the  methyl 
^tionury  instead  of  reversini?  the  procesa.  This  has  been  done  on  account  of  the  dillicnUy  of  rtpreaenting  the  correct 
Oaition  in  drawing  without  leaving  ool  of  Bight  essential  points  that  would  be  hidden  behind  the  atoms  nearer  to  view» 
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Such  n  compound  with  two  asymmetrical  carbon-atome  is  tartaric  acid,  represent-ed  by  our  i 
(fig.  731,  p,  187)  thus; 


Fm.  1577 


? 


-Q — 0 


Tartaric  acM 


Represented  by  tetrahedrons,  and  seen  from  the  same  point  of  Tiew  as  tlie  lactic  acids  just 
ineutionedj  the  different  isomers  may  be  iilustrat-ed  in  this  way: 


Fio.  157*^ 


FiQ.  1579 


Fio.  1580 


Fio.  1581 


Suooinic  acid 
{vide  fig.  714,  p.  185) 


Dextro-tartaric  acid 


L»vo- tartaric  acid 


MesO' tartaric  aeid 


The  first  of  these  figures  is  succinic  acid,  from  which  the  different  tartaric  acids  are  foiined  by 
substituting  hydro  xyls  for  the  two  top  carbon -atoms'  hydrogens.  It  will  be  seen  that  these  two 
carljon-atoios  in  succinic  acid  are  in  a  state  of  equilibrium,  Iteiug  evenly  loaded  on  both  sides  with 
liVflrogens;  but  if  we,  on  each  of  them,  replace  a  hydrogen  by  hydroxyl,  as  in  fig.  1579,  tlie  two 
front  carbons  will  incline  to  the  left,  and  the  two  rear  carbons  to  the  right,  evidently  forming  part 
of  a  right-hand  screw,  which,  darting  through  the  ether,  will  probably  assume  a  rotatory  uiotinii, 
find  undoubtedly  infiufuce  the  plane  of  the  polarised  light  passing  throngh  it,  giving  it  a  turn 
to  the  left  of  the  observer.  In  tig,  1680  the  positions  are  reversed;  consequently  the  mole-cule 
will  assume  the  form  of  a  left-hand  sereWj  throwing  the  light  over  to  the  right.  In  fig.  15B1 
both  hydroxyls  have  taken  up  positions  on  the  same  side  of  the  molecule;  consequently  both 
pairs  of  carbon-atoms  are  thrown  over  to  the  same  side;  their  positions  relative  to  each  other  are 
not  altered;  they  remain  the  same  as  in  succinic  acid,  forming  a  ring  and  not  a  screw;  the  mole- 
cules rush  alMDut  without  any  rotatory  motion,  and  the  polarised  rays  pass  nnaffectod  through 
them,  i.e.  it  is  an  inactive  form  of  isomerism.  This  figure  may  also  be  regarded  as  composed  of  the 
two  front  carbons  of  fig,  1579  and  the  two  rear  carbons  of  fig.  1580,  and  is,  therefore,  genei-ally 
described  as  consisting  of  half  a  molecule  of  dextro-  and  half  of  Isevo-tartaric  acid ;  but,  of 
course,  it  is  succinic  acid  in  which  the  hydroxyls  have  replaced  hydrogens  on  the  same  side  of  the 
molecule. 

Another  inactive  tartaric  acid,  the  fourth  iHomer,  is  a  mixture  of  equal  parts  of  wJiole  moleculeB 
of  dextro-  and  lac'vo-fcartaric  acids,  and  termed  racemic  acid,  as  mentioned,  p.  188,  Such 
mixture  can  by  crystallisation  be  mechanically  separated  into  its  com i^onents,  the  crystals  of  one 
acid  being  the  reflected  image  of  the  other — exactly  like  the  two  molecules^  figs,  1579  and  15S0, 
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which  is  not  the  case  with  the  inactive  form  represented  by  fig.  1581.  Illustrated  by  our  pictorial 
symbols,  the  different  isomers  of  tartaric  acid  might—more  correctly  than  on  p.  187 — be  represented 
Uius : 


Fio.  1582 
o 


Fio.  1583 
9 


Deztro-tartario  acid 


L»yo>tartario  acid 


Fio.  1584 
O 

0 


O— «- 


^4-..^ 


i 


-0-— G 


Meso-tartaric  add 


It  should  be  stated  here  that  the  above  explanation  of  optical  activity  has  not  received  the 
sanction  of  authorities — at  least  not  yet — for  the  reason,  amongst  others,  perhaps,  that  the  theory 
has  not  been  propounded  before,  that  I  am  aware  of ;  *  I  may  therefore  be  allowed  to  support  the 
idea  by  some  more  reasons  for  its  probability,  though  not  a  proper  subject  for  the  purpose  of  this 
treatise. 

Before  proceeding,  however,  it  is  necessary  to  explain  that  the  figure  (1578)  of  succinic  acid  is 
under  no  circumstance  quite  correct,  because  it  represents  an  unstable  structure  of  the  molecule,  the 
two  carboxyl-hydroxyls  (one  is  behind  the  foremost  carboxyl,  and  therefore  not  visible)  being  in  close 
proximity,  although  under  the  attraction  of  hydrogens  near  by.  It  represents,  however,  the  position 
of  the  atoms  at  the  moment  of  the  acid's  formation  into  anhydride ;  a  more  correct  representation 
would  be 

Fio.  1585 


because  here  the  hydroxyls  would   be  facing  hydrogens,  besides  being  themselves  farther  apart, 
and  thereby  creating  stability  in  the  structure.     But  this  position  of  the  hydroxyls  would  greatly 

'  The  theory  is  strictly  a  physical,  and  farther,  deyelopment  of  Onye*s  mathematical  deductions  (Z.e.  p.  463)  with  which 
it  is  in  perfect  accord. 
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impair  the  locidifcy  of  the  nther  figures,  even  if  in  tlie  formation  of  tartaric  acid  from  snccini 
acid  tbey  stack  to  tbeir  places,  which  they  do  not  do,  because  the  carboxyl  must  turn  round  ita 
axis  to  tind  a  stable  position,  according  to  which  side  of  the  molecule  the  alcoholic  hydroxy  is  ars| 
aflixed  to.     I  have  therefore  preferred  giving  the  carboxyls  the  unstable,  but  more  neutral  posi- 
tion ;  the  more  so  as  it  is  not  of  consequence  to  the  further  development  of  the  theory.     But  eveaj 
with  such  corrections  the  structure  given  above  to  aocciiiic  acid  is  not  an  interpretatiou  of  the  viewtj 
of  our  greateafc  authorities  on  this  subject  (JVisIicentis  Ilmlmliche  Anordnang  der  Aiovie,  Leipzig,] 
1889).      I    have   deemed   it  sufficient  tor   the   stability  of  the  structure  to  make  tlie  carboxyrsj 
hydroxy  Is  each  face  a  hydrogen,  at  the  same  time  removing  them  from  each  other  by  turning  the  j 
carbon-atom  round  ita  axis ;    but  according  to  the  said  authorities  the  proximity  of  the  carboxyls 
themselves,  m  their  eniiretij^  causes  the  instability  of  the  structure,  and,  in  order   to  avoid   this 
proximity,  one  of  the  two  earhon-'atoms  to  whu'h  the  carhm^jU  are  aijired  makes  a  turn  round  ilmr 
common  axis,  carrying  with  it  the- car  boxy  Ij  and  placing  it  in  the  poaitiun  represented  in  the  foUow- 
ing  figure ; 

Fio.  1586 


Suooinlc  acid 


If  this  be  the  correct  atructure  then  succinic  acid  has  already  the  screw-form,  and  the  theofj 
advanced  above  must  be  abandoned,  whether  we  assume  that  the  unequal  loading  of  the  two  inte^ 
mediate  carbon-atoms  by  hytlroxyls  influences  their  mutual  positions  or  not.  In  the  latter  o 
all  the  structures,  whether  optically  active  or  not,  will  have  screw -formation ;  in  the  former  case  I 
structures  will  have  to  be  represented  thus : 


i?i<j.  1687 


Fjo.  15S8 


The  angle  to  which  the  two  atom-complexes  will  be  inclined  by  the  weight,  or  mass,  of  th6 
hydroxyls  cannot  exceed  that  given  in  the  figures  without  endangering  the  stdbility  of  the  structure 
by  the  mutual  approach  of  two  hydroxyls  ;  indeed,  this  very  danger  was  the  reason  why  the  structure 
of  succinic  acid  in  tig,  1586  was  adopted.     We  may  therefore  assume  that  the  above  representations 
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acid  (Hg.  1580)  is  correct,  and 


then  that  < 


of 


correct^  provided  tlie  htructiire  of  succmic 
t  the  optically  active  tartaric  acitls  has  decidedly  no  screw-formation.     Of  course,  it  would,  therefore, 
i  fatal  to  the  dejiendt^nce  of  opticul  activity  oo  screw-formatiou  if  iig.  1586  were  a  correct  representation 
of  the  structure  of  succinic  acid  ;  but  I  do  not  see  the  necessity  of  accepting  it  as  such  :  it  seems  to 
me  not  even  probable.     There  is  no  i-euson  for  assuming  the  existenc-e  of  any  repelHuji:  force  between 
the  two  carboxyls  that  should  necesaiUxt*  such  extreme  measures  as  turning  rouutl  u  whole  complex 
\  of  two  carbon-atoms ;  on  the  contrary,  they  are  always  very  willing  t^  unite  by  droppini^a  molecule 
of  water  when  the  necessary  energj^  is  provided ;  on  the  other  hand,  the  electro- positive  hydrogen 
[  has  attractions  after  which  the  electro-negative  hydroxy  1  is  always  running.     In  tig.  1578  the  two 
hydroxy  Is  (one  of  which  ii^  hidden  behind  the  front  ctirlMin)  are  in  a  position  in  which  they  have  to 
^  chooee  what  to  do;  either  combine,  dropping  a  molecule  of  water,  or  turn  the  carbon-atom  a  little 
round  its  axis  in  order  to  take  up  the  position  opposite  one  of  the  hydrogens;  they  choose  the  latter 
I  expedient  for  several  reasons ;    partly  because  the  formation  of  w^ater  re^juires  more  energy  than 
they  are   possessed  of,  whereas,  prol>iibly,  none  is  required  for  turning  the  carbon-atom ;  partly 
use  the  attraction  between  hydroxyf  and  hydrogen,  under  the  circumstances,  is  greater  than 
eeii  the  two  hydroxy  Is ;    and  iinallyj  because  the  law  of  preservation,  perhaps,  exists  for  a 
'  molecule^  structure  as  well  as    for   matter  generally,    wiierefore    it    pi-efers   an    arrangement  in 
which  its  structure  is  as  little  disturbed  as  possible.     It  is  natural  that  it  should  choose  an  arrange- 
'ment  by  which  the  gi-eatest  stability  is  insured,  and  therefore  the  two  hydroxjls  go  one  to  the  right 
land  the  other  to  the  lefl,  as  indicated  in  fig.  1585^  instead  of  both  to  the  same  side,  by  which  tho 
I  instability  on  account  of  the  proximity  of  the  hydixjxyls  would  continue  to  exist,  only  in  a  lesser 
degree.     For  these  reasons  I  feel  inclined  to  consider  the  structure  of  succinic  acid  more  correctly 
represented  by  fig.  1585  than  by  fig.  1586,  and  the  screw -theory  unimpeachable  tVom  that  side. 
At  first  sight  it  may  perhaps  be  objected  to  tlie  theory  that  the  effect  of  the  rotatory  movement  of 
I  the  molecules  upon  the  plane  of  jiolarised  light   will  be  neutrali?^ed   by  the  fact  ihat  1  hey  move 
I  forwards  and  backwards,  and  that  the  number  of  one  sort  must  equal  that  of  the  other;  it  should, 
however,  be  remembered  that  the  light  is  also  moving  and  only  in  one  direction  ;  consequently  it 
would  transverse  many  more  of  one  sort  by  meeting  those  returning  than  of  the  other,  by  over- 
taking those  travelling  the  same  way  as  the  rays.     In  order  to  carry  the  theory  out  also  in  closed 
'  chains  with  an  asymmetrical  carbon-atom   in  the  ring,  it  becomes  necessary  to  assume  a  certain 
I  degree  of  ehisticity  in  the  bonds  connecting  the  carbon-atoms,  sufficient  for  a  screw-like  formarion 
of  the  ring;  when  we  see  how  much  the  chemical  properties  of  compounds  are  alike,  if  their  only 
Btructural  difference  ia  a  breakage  of  the  closed  chain,  the  assumption  of  such  an  elasticity  seems 
I  JQBtifiable,  as  exemplified  further  on  {vide  fig.  1588  e). 

•Since  Pasteur,  in  the  year  1848,  separated  racemic  acid  into  dextro-and  laevo-tartaric  acids,  and 
amongst  other  possible  causes  of  their  optical  differences  suggested,  in  a  general  w^ay,  a  screw-formed 
I  arrangement  of  the  molecules,  several  other  scientists  have  tried  t-o  solve  the  ditiiculty  in  different 
'Ways,  some  of  them  utilising  Piisteur's  idea.  These  attempts  at  explaining  the  optical  properties, 
^though  in  most  cases  very  ingenious,  do  not  seem  to  have  gained  general  approval,  perhaps  just 
because  they  have  been  too  ingenious,  and  science,  for  want  of  an  acceptable  expkmation  ur  theory, 
has  had  to  content  itself  with  the  following  postulate  dating  from  stei*eo-chemistry's  earliest  days: 
Every  active  compoimd  ha^^  an  asifmmHrkal  earbon-atom^  but  7iol  emry  compomid  with  an  asijmmeirical 
earbo7iHit^/m  is  opUmlbj  twlive.  The  latter  pa  it  of  the  postulate  has  since  then  been  questioned, 
because  chemists  have  in  a  great  many  cases  succeeded  in  separating  such  compounds  as  were 
formerly  considered  inactive,  mostly  in  the  same  way  us  Pasteur  produced  the  components  of  racemic 
acid  through  the  activity  of  living  organisms  (Pemiillum  ghiucum).  This  success  has  caused  many 
chemists  to  abandon  the  latter  part  of  the  postulate,  and  to  prognosticate  the  separation  of  all  com- 
pounds, with  an  asymmetrical  carbon-atom  into  two  cojupounds  with  oppo.site  optical  properties,  even 
•fioch  as  consist  of  the  asymmetrical  carbon-atom  only,  e,y,  chloro-bromo-iodo-methane,  CKClBrI 
)lStereoche'inie  vm  Dr,  0.  A.  Bkckoff,  1893). 

The  above  rule  applies  only  to  compounds  in   w4ucli    but  one  asymmetrical   carbon-atom  is 
present ;  when  there  are  more  the  rule  is  modified,  the  modifications  being  almost  as  numerous  aa 
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the  contingencies  j  btifc  even  thus,  difficulties  are  met  with  which  have  not  been  explained  away  in  a 
satisfactory  manner  j  for  instance,  asparagine  (fig,  1179,  p.  329)  is  a  compound  with  only  one 
asymmetrical  carbon-at^^m^and  we  are  prepared  to  find,  in  analogy  to  tlie  lactic  acids,  three  optically 
different  asparagines  ;  three  have  actually  been  found,  two  active  and  one  inactive ;  and  it  should 
consequently  be  possible  t-o  prepare  the  latter  by  mixing  the  two  former  in  equal  quantities ;  but  in 
point  of  fact  it  cannot  be  produced  in  this  way  (Bm\  xix.  p.  IBDi),  and  a  structure  different  from 
that  of  the  active  form  has  therefore  been  suggested  (lig.  1179,  A  and  B,  p.  320),  without,  however, 
supplying  an  explanation  of  its  inactivity.  Further  there  are  compounds  without  any  asymmetrical 
carbon-atom,  e,^.  some  terpenes  and  glycerides,  which  undoubtedly  are  possessed  of  optical  activity;  i 
a  fact  of  which  no  explanation  has  been  attempted — I  liave  not  found  the  latter  even  mentioned  in 
treatises  on  the  dependence  of  optical  activity  on  an  asymmetrical  carbon.  Again,  there  are  acdvd  ] 
compounds  whose  derivatives  are  less  active,  sometimes  indeed  inactive,  or  even  with  reversed 
activity,  all  of  which  we  have  to  accept  as  facts  for  which  the  asymmetrical  carbon  offers  no 
explanation.  The  screw-theory,  it  seems  to  me,  explains  these  anomalies  in  an  extremely  simple, 
natural,  and  unconstrained  way.  The  asymmetrical  carbon,  which  in  the  postulate  is  all  important, 
plays  in  this  theory  but  a  secondary  part,  and  is  only  of  moment  as  the  agent  through  which  a 
molecule  is  caused  to  assume  a  screw*tbrm  ;  everything  depends  on  the  screw- form,  and  the  form  of 
the  screw  depends  u|>on  the  radicals  attached  to  the  carbon-atoms,  what  they  ar^  and  where  they  are 
attached.  We  will  take  tartaric  acid  as  an  example.  We  have  seen  that  it  is  composed  of  four 
carbon-atoms,  two  of  which  constitute  asymmetrical  carbons,  and  the  other  two  carboxyls.  Let  us, 
for  the  sake  of  brevity,  call  the  side-appendages  to  the  former,  wings,  and  the  latter  the  tails.  In 
this  case  one  of  the  wings  in  each  pair  is  hydroxy!,  and  the  two  carbon  systems,  of  which  tartaric  | 
acid  consists,  is  therf'hy  can.sed  to  incline  in  different  directions,  the  two  forming  an  angle,  deter-  ' 
mining  the  pitch  of  the  screw,  and  through  it  the  rate  of  velocity  with  which  it  will  rotate.  U^ 
instead  of  hydriLxyls,  the  tvinijs  ai'e  represented  by  radicals  of  greater  mass,  the  angle,  or  in  other  ' 
words  the  pitch,  will  be  increased  ;  and,  assuming  that  the  speed  with  which  a  molecule  travels  is 
not  thereby  sensibly  affect^ed,  its  rotation  will  decrease  in  proportion  as  its  pitch  increases.  If 
addifcions  to  the  mass  of  such  radicals  are  constantly  made,  a  point  will  soon  be  reached  when 
the  helix  is  stretched  out  t^  a  straight  line,  the  molecule  losing  the  form  of  a  screw  ;  by  continaed 
additions  a  screw  of  the  reverscil  worm  will  begin  to  form,  with  constantly  decreasing  pitch  nnd 
increasing  speed  of  revolutions.  If,  on  the  other  hand,  we  increase  the  mass  of  the  imi  by  similftr 
appendages,  the  angle  between  the  two  carbon  systems  will  be  reduced,  the  pitch  decreased,  and  the 
rotation  increased.  Thus,  by  adding  either  to  the  wings  or  to  the  tail,  or  to  both,  the  movements  of 
a  molecule  and  its  consequent  power  of  turning  the  polarised  plane  can  be  regulated  at  will,  increased,  ^ 
decreased,  stopped,  or  reverst^.  The  actiun  is  well  illustrated  by  a  piece  of  cord  :  if  while  kept  H 
taut  it  is  iintivisted  the  strands  will  form  straight  line^,  and  contitmed  motion  will  twist  them,  in 
f?crew*form,  in  the  opposite  direction  to  that  they  previously  had.     The  diagrams  explain  it  easily: 
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Dx-acetyl-tartaric  acid 


i)i -acetyl- tartaric-ethyl -«ther 


Fig*  1588  A  is  tartaric  acicl,  from  which  we  form  di-acetyl-tartaric  acid  by  substituting  acetyls 
for  the  alcoholic  bydroxvlB,  rt^ presenting  the  wings  of  the  two  carl>ou  systems,  the  divergeucy  of 
which  is  coiisequcotly  so  much  iocreased  that  the  helix  of  the  original  positive  screw-furm  is  not 
only  stretched  out  into  a  straight  line  (inactivity),  as  represented  in  Bg.  1588  B,  but  has  passed  into 
the  reversed  negative  screw-fortn  seen  in  Og,  io88  C. 

If  we  now  attach  radicals  to  the  tails  (carboxyls)  of  di-acetyl-tartaric  acid  the  effect  of  the 
wiogs  will  be  cuunteracted,  and  a  re- formation  into  the  original  positive  screw  cononenced  ;  thus,  if 
di-acetyl-tartaric  acid  is  converted  into  its  compound  ether  by  attaching  methyl  to  the  taiL  the 
negative  turning  power  of  the  compouud  is  considerably  lessened,  yet  still  negative;  but  if  ethyl- 
ether  is  formed  the  structure  will  be  nearly  that  represented  by  tig.  1588  d  ;  that  is  to  say,  the  helix 
will  have  just  passed  the  straight  line  (inactive  form)  and  formed  a  p3«itive  screw  of  very  high 
pitch  and  small  turning  power.  If  iso-butyl  is  employed  as  substitute  in  the  tail  the  eflbct  of  the 
acetyl  substitution  in  the  mngs  is  almost  counterbalanced^  the  di-aeetyl-tiirtiiric  iso-butyl-etlit^r 
having  nearly  the  same  ojitical  activity  as  tartaric  acid  itself 

If,  instead  of  acetyl  in  di-acetyl*tai1aric  acid,  we  employ,  a^  wiiujti,  a  radical  of  still  greater  mass, 
e.g,  beoiioyl,  the  effect  is  further  incre^ised,  the  di-benzoyl-tartaric  acid  turning  tbe  polarised  light 
far  more  to  the  left  than  the  corresponding  acetyl  compound.  Again,  if  we  leave  the  wings  of 
tartaric  acid  undisturbed ^  and  make  additions  to  the  taih  only,  the  pitch  of  the  screw  is  decreased, 
the  rotation  and  consecjuent  power  of  turning  the  polarised  plane  are  increased,  according  to  tht* 
mass  of  such  additions.  The  following  tables,  tiiken  trom  Stereochemie  niich  J.  li.  K*i?t  H  Hoff'^s  I>w5 
Atmies  dans  Vhisioire  d'une  theorie  bearheitet  von  Dr.  W.  Meyerhojer^  1892,  seem  to  strengthen  tha 
sci-ew-theorj' : 
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Jusf  ns  easily  iTitay  tlie  optical  behavio^ir  of  asparaglne  be  explained.  Here^  only  one  asym" 
metrical  carlioii  is  [irpsenr,  the  wing8  of  which  are  the  8ame,  H  and  NH^,  in  l>oth  the  active  and 
inactive  forms  (vltfe  figs.  1170,  a  and  b,  p.  329);  but  the  tails  are  essentially  diflferent.  Jn  the 
acti%'e  fbrni,  fig.  1170  a,  the  lieavier  tail  (CHjCONH^.  atomic  weight  ^58)  is  to  the  right  of  the 
asymmetrical  carbon,  tlie  lighter  tail  (GOOH  — 45)  is  to  the  left.  In  the  inactive  form  the  heavier 
tail  (CHjCOOH  =  50)  h  to  the  left,  the  lighter  (COKH^^ 44)  to  the  right ;  consequently  the  left 
one  will  in  the  active  form  foUuw  the  Inclining  movement  of  the  aay mmetrical  carbon,  wbile  in  the 
inactive  ibrni  it  would  under  ordinary  circiira stances  be  the  right  tad.  The  circumstances  are,  how- 
ever, nut  ordirvaiy  in  the  case  uf  asparagiue  ;  the  stationary  tm\  of  inactive  asparagine  consists  of 
the  carboxylir  radical  of  acetic  acid,  a  strongly  electro-negative  lx>dy,  whilst  the  movable  tail  finishes 
in  an  ainido-group,  a  strongly  electro-positive  body,  the  negative  etiect  of  tlie  oeighbonriDg  carbooyl 
being  neutralised  by  the  amido-group  of  the  asymmetrical  carbon.  In  the  stereometrical  eon- 
figuration  the  two  tails  come  into  close  proximity^  and  their  affinity  will  resist  the  efFoit  of  tie 
asymmetrical  carbon  to  sepamte  them  ;  the  molecule  will  consequently  retain  its  ring-form  without 
any  rotatoi-y  property.  In  the  active  form  of  aspiiragine  the  atTangement  of  the  electro-positive  and 
negative  groups  is  entirely  altered ;  the  asymmetrical  carbon  has  here  gone  over  to  the  carboxyl 
tail,  the  positive  amido-group  almost  neutralising  the  negative  character  of  the  now  movable  left 
tail,  whilst  th^>  basic  property  of  the  other,  now  stationary,  right  t^il  is  greatly  impaired  by  the 
neighV>ouring  carbonyl,  which  i.s  no  longer  influenced  by  the  proximity  of  the  asymnietriciil  carbon's 
anndo-groop.  The  affinity  between  the  two  tails  is  thei-efore  not  sufficient  to  resist  the  efl'ect  of 
the  unevenly  bidiinced  asymmetrical  carbon,  and  the  molecule  will  asBume  the  screw-form,  and 
with  it  optical  activity.  In  asparagine  the  screw -for  mat  ion  was  prevented  by  the  force  binding  the 
two  tails  together,  bnt  we  have  instances  of  optical  inactivity  that  may  be  explained  by  the  same 
force  preventing  the  inclining  movement  of  the  asymmetrical  carbon  by  binding  the  wings  together 
Thus  some  diversity  of  opinion  has  reigned  ns  to  the  iidloence  which  substitution  of  halogens  for 
hydrox}  Is  exercises  upon  certiiin  compounds*  Some  chemists  have  obtaiiied  from  malic  acid  au 
active,  otliei*s  an  inactive,  form  of  mono-cldoro-succinic  acid  (fkr.  xxvi,  p.  210).  If  we  look  at 
euccinic  acid,  fig.  157S,  p.  464,  or  malic  acid,  fig.  1501,  p.  400,  we  shall  see  that  a  chlorine  atom, 
substituting  one  of  the  hydrogen  wings  of  the  former  or  the  (alcoholic)  hydroxy  1  wing  of  the  latter, 
will  face  a  hydrogen  representing  an  opjiosite  wing.  The  two  may  have  sufficient  atlinity  to  i^eaist 
the  force  that  w^mld  otherwise  throw  them  out  of  balauce.  and  the  molecule  will  become  inactive; 
but  if  through  another  mode  of  prepiiration^ — for  instance,  in  a  higher  temperature — the  chlorine 
atom  is  moved  away  froiu  the  hydrogen  s  sphere  of  action  the  cejitril\igal  force  comes  into  full  play 
upon  the  unevenly  balanced  carbon-atorn,  and  will  sustain  Hie  molecule  in  the  resulting  screw-form 
and  consequent  activity. 

It  follows  from  this  theory^  as  a  matter  of  course,  that  difference  in  atomic  weights  of  the 
groups  round  an  asymmetrical  carbon  is  not  absolutely  necessary  for  optical  activity;  in  the  case  of 
etjuality  all  depends  npon  the  configuration  ;  a  group  whose  mass  is  spread  out  in  an  elongated  form 
will  atlect  the  movements  of  a  molecule  in  a  way  other  than  when  the  mass  is  concentrated  round 
a  point.  In  Diet.  G  uye  has  experimentally  proved  that,  ejj,  ethyl,  CgHr,=20,  and  fbnnyl,COH5sr29, 
are  consistent  with  optical  activity. 

Optical  inactivity  of  com})ounds  without  any  asymmetrical  carbon-atom  has  been  an  article  of 
Mief  considered  so  incontestal»le  that  etructDres  have  had  to  confoi-m  themselves  to  the  theory,  not 
the  theorv  to  stnicture.  A.  v.  Baeyer  has,  however,  recently  (Ber.  xxvii.  p.  450)  whh  irrefutable 
stringency  proved  that,  unless  tbe  whole  tetrahedron -theor}^  is  mere  fiction,  di-iient-ene  (viih  ter* 
penes,  p.  60)  cannot  have  any  asymmetrical  carbon-atom  in  its  structure  ;  but  di-pentene  is  simply 
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a  mixture  of  the  two  active  corapomidtij  dextro-  and  laQvCKliinoiiene ;  neither,  therefore,  can  the 
latter  have  such  a  carbon -atom  in  their  structures.  One  such  case  is  sufficient  to  shake  the  asym- 
metrical postulate  to  its  very  foundation  and  make  us  look  for  something  nearer  the  truth.  The 
screw-iheory  seems  to  me  capable  of  taking  op  the  mission.  An  atom  has  admittedly  a  sphere  of 
action,  or,  in  other  words,  there  must  \m  a  certain  elasticity  in  the  force  binding  one 
atom  to  another  so  that  the}^  can,  to  a  certain  extent^  be  removed  from  each  other 
without  the  bond  breaking.  When  we  now  look  at  the  structure  of  di-pentene  as 
demonstrated  by  A.  v,  Baeyer  we  see  the  line  a  h  dividing  it  intno  halves,  and  if  the 
elasticity  of  the  bond  at  a  allows  the  lower  half  to  turu  borizontnlly  to  the  right  or 
left  on  the  point  of  contact  between  the  bonds  at  /j,  a  riglit-  or  left-hand  screw  is 
evidently  formed,  and  with  it  are  the  necessary  requirements  for  optical  activity 
created.  It  now  only  remains  to  see  if  a  plausible  cause  can  be  adduced  explaining 
H  strain  upon  the  bond  «,  sufficient  to  make  one  of  the  halves  turn  on  the  pivot  at  b. 
I  think  the  unsymmetrical  configuration  of  the  iso-propyl-group,  in  cuuj unction  with 
its  greater  ma.ss  as  compared  to  the  methyl  on  the  to|>-haIf  of  the  molecvde,  quite 
sufHciently  accounts  for  the  formation  of  a  screw  when  we  remember  that  according 
to  the  tetrahedron  theory  the  position  of  two  of  iso-propyFa  carlwn-atoms  must  be  outside  the 
plane  of  the  hexiigon,  and  must  be  kept  there  by  the  oscillating  movements  of  the  atoms ;  a  position 
that  has  not  found  a  true  representation  in  the  above  illustration.  This  view  receives 
some  support  in  the  fact  that  optical  activity  ceases  when  the  double  bond  A*  shifts  ^'o-  l^^s  v 
to  A*^*^  (comp.  p.  50)j  that  is  to  say,  when  di-penteue  is  converted  into  terpinolene 
(fig.  1S88  f),  the  structure  of  which  A.  v.  Baeyer  has  determined  with  the  saiue 
exactitude  as  that  of  di-pentene;  on  account  of  the  double  bond  by  which  the 
iso-propyl  group  is  now  lx»und  to  the  hexagon,  the  formerly  unsyrametrical  position 
of  its  two  carbon-atoms  are,  in  accordance  with  the  tetrahedron -theory^  converted 
into  perfectly  symmetrical  positions  in  the  plane  of  the  hexagon^  as  represented  in 
the  figui-e. 

The  optical  activity  of  compounds  consisting  of  a  long  chain  without  any  asym- 
metrical carbon  has  been  very  little  inquired  into.  According  to  the  screw-theory  all 
compounds  of  more  than  five  or  six  such  carbon  atoms  assume  by  necessity  the  screw-form  (t^d$ 
figs.  lo48  and  1549,  p.  455),  unless  they  assume  a  possible,  but  perhaps  not  probable,  zig-zag  form; 
sooie  glycerides  have  been  found  optically  active,  but  only  further  investigatioas  can  coniirm  or  con- 
tradict the  theoiy. 

The  theory  is  so  full  of  consequences  that  its  invalidity  if  quit€  incorrect  must  soon  manifest 
itself,  though  it  may  perhaps  take  a  long  time  to  make  it  acceptable  if  it  be  a  step  iu  the  right 
direction.     I  shall  only,  as  an  example,  mention  one  or  two  of  these  consequences. 

We  have  seen  that  tartaric  acid  is  composed  of  two  exactly  similar  groups,  and  that  therefore  an 
inactive  acid  is  produced  by  placing  Ixtth  hydroxy  Is  on  the  same  side  of  the  molecule,  no  mattei 
whether  on  the  right  or  left  side  ;  but  there  are  many  compounds  iu  which  the  two  groups  are 
not  similar;  if  the  hydroxy  Is  are  placed  on  the  same  side  of  such  compounds  the  two  groups  will 
incline,  but  not  to  the  same  degree,  the  one  with  a  lighter  tail  iocliuiug  more  than  that  with  a 
heavier.  Also  in  such  case  the  structure  represents  a  screw,  but  with  a  smaller  pit^h,  and  conse- 
quently optically  more  active  than  when  the  hydroxy  Is  are  placed  on  each  side  of  the  molecule. 
Two  sorts  of  such  screws  with  smaller  pitch  may^  according  to  the  theory,  be  formed — one  as  a  righfc- 
the  other  as  a  left-hand  screw,  besides  the  two  iu  which  the  hydroxy  Is  are  placed  on  different  sides 
of  the  molecule. 

Where  screw -formation  is  impossible^  optical  activity  is  excluded  ;  an  asymmetrical  carbon-atom 
that  has  not  on  two  opposit-e  sides  other  carbon-atoms  cannot  form  a  screw,  therefore  an  inactive 
compound  like  chloro-bromo-iodo-methane  (hypothetical  ?),  mentioned  p.  467,  will  always  renuiia 
inactive,  and  cannot  be  split  into  two  compounds  with  optically  opposite  properties,  as  asserted  by 
the  asymmetrical  carbon  postulate;  nor  can  compounds  like  ethyl-  or  prop^ l-nitrolic  acid  (^vide 
fig.  1085,  p.  305)  ever  turn  aciive,  in  spite  of  their  asymmetrical  carbon  (providedj  of  course,  tha 
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structure  is  correct  as  there  represent ed,  and  aupposing  nitrogen  does  not  possess  ike  same  capa- 
bility of  forming  screws  as  carbon),  because  they  have  not  thia  qualification  necessary  for  screw- 
formation. 

The  screw-theory,  if  correct,  may  also  assist  us  to  a  more  exact  knowledge  of  the  arrangement 
of  groups  round  an  asymmetrical  carbon.  The  structure  of  active  amyl-alcohol,  for  instance,  may 
be  illustrated  in  three  different  ways,  according  as  it  pleases  us  to  arraige  the  various  groups. 
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But,  of  course,  only  one  of  thera  can  represent  the  actual  structure.  Now,  we  know  that  Jajvo- 
amyl-alcohol  turns  the  polansed  light  a  little  to  the  left  (a  D  =  —  5*7 ) ;  but  if  we  replaces  the  hydrosyl 
by  chlorine,  tbechlor-amyl  thus  formed  will  turn  it  to  the  right  (a  D=  +  1*24)  ;  if  by  bromine,  it  will 
lie  turned  a  little  more  (aD=  +3'5);  and  if  by  iodine,  still  more  (aD=  +  o*il).  This  is  in  full 
auology  to  the  bebaviour  of  tartaric  acid,  as  explained  above,  and  therefrom  we  conclude  that  these 
substitutions  take  place  in  the  wings  of  the  asymnietrical  carbon.  Further,  we  know,  im  just  stated, 
that  a  screw  can  only  be  furiued  from  the  horizontal  rows  of  carbon-atoms  of  the  above  structures, 
because  the  asymmetrical  carbons  have  not  carbon-atoms  on  both  sides  in  the  perpendicular  rows. 
Now  the  first  structure,  fig.  1588g,  is  the  only  one  in  which  hydroxy!  is  placed  in  one  of  the  wings; 
consequently  that  must  represent  the  correct  arrangement  of  the  various  groups  round  the  asym- 
metrical carbon  ;  possibly  the  other  amyl-alcohols  also  exist,  but  their  optical  behaviour  must  differ 
from  the  above, 

1  have  stated  above  that  the  idea  of  a  screw-formation  as  the  cause  of  the  optical  properties  of 
a  large  nundier  of  organic  compounds  is  not  at  all  a  new  one,  but  the  idea  has  not  been  developed 
into  a  theory  sufficiently  simple  and  uiitural  to  be  acceptable  to  the  majority  of  cbemists,  and  has, 
therefore,  so  far  as  1  am  aware,  remained,  like  the  asymmetrical  carbon,  a  mere  postulate. 

The  simpleness  of  the  theory  here  submitted  ought  to  be  its  connneudation ;  at  the  same  time 
this  very  simpleness  and  the  fact  that  such  an  idea  should  not  have  presented  itself  to  some- 
body else  long  ago  make  me  hesitate  and  feel  diffident  in  advancing  it  here ;  I  must,  therefore, 
invite  the  reader  to  accept  it  cujn  grano  salis^  like  all  other  theories  that  have  not  stooil  the  crucial 
test,  which,  for  various  reasons,  I  must  leave  to  the  cure  of  greater  capacities,  if  they  think  it  worth 
their  while. 


If  the  single  bond  of  an  asymmetrical  carbon-atom  changes  into  a  double  bond,  the  compound 
becomes  inactive  because  the  carbon-atom  has  lost  its  freedom  1o  rotat^e  round  the  common  axis  as 
described  before,  and  screw-formation  is  made  impossible,  still  two  isomers  are  possible  ;  but  with 
the  system  of  symbols  we  have  been  using  their  differences  cannot  find  ready  expression,  sialic 
acid  is  the  best  known  example  of  this. 
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two  hydTOxyls  when  they  come  opposite  each  other  (represented  in  the  above  figure),  as  thev  mil 
do  when  the  oaciUations  of  the  carbon-atoms  are  sufficiently  increased  by  the  application  of  heat 


:Fio.  1694 


Malei'o  anhydride 

Tlie  armngement  of  the  carboxjls  in  maleic  acid  is,  however,  not  the  only  one  possible;  one  of 
theoi  may  exchange  places  with  tiie  hydrogen-at^ni  on  its  neighbouring  earbon-atom,  and  the 
c^rboxyls,  inst^^ad  of  being  in  close  proximity  to  one  another,  will  then  be  as  far  distant  as  p«:»ssible. 
This  arrangement,  Biipposed  to  be  present  in  fiiruaric  acid,  is,  however,  not  accomplished  by  any 
jumping  about  of  the  hydrogen-atom  and  carbnxyl-group,  but  effected  simply  by  tlie  group  to  the 
right  in  malic  acid  (fig,  1591)  being  carried  by  oscillations,  increased  by  heat,  beyond  the  positioii 
represented  in  fig.  159(i,  then  the  alcoholic  hydroxy  1  will  tome  sufficiently  near  the  rear  hydrogen-atom 
in  the  left-hand  group  (fig.  1596)  to  form  water  and  create  a  double  bond  between  the  two  central 
earlx>n-atonia  corresponding  to  the  formation  of  the  double  bond  in  maleio  acid  (ligs.  1591-1593). 
The  following  figure  illustrates  this  aiTangement : 

FiQ.  1695 


I 


Fmnario  ftcid 


Here,  evidently,  there  is  no  chance  for  the  hydroxyls  t^form  water,  and  in  fact  fumaric  acid  do 
not  fonn  a  fumaric  anhydride,  but  is  when  heated  to  200  '  converted  into  maleic  anhydride.  When 
the  double  lioml  i«  broken  and  formed  into  a  single  bond  by  intnxluction  of  hydroxyl  and  hydrogen^ 
both  acids  are  reconverted  into  malic  acid  :  these  are  all  facts  that  find  their  ready  explanation  in 
the  figures. 

It  may  be  asked  if  malic  acid  cannot  be  arranged  in  a  similar  way  by  having  one  of  its  carboxyU 
removed  from  its  proximifiy  to  the  other  carboxyl  and  placed  upon  one  of  the  two  vertices  of  the 
carbon-atom  occupied  by  hydrogen  and  hydroxyl,  thus  forming  two  more  isomers,  consequently  foar 
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altogether,  or  five  including  the  inactive  modification,  composed  of  equal  numbers  of  molecules 
of  the  two  active  compounds.  Such  isomers  are  not  known,  and  cannot  according  to  our  theory 
exist,  because  the  carbon-atoms  would  at  once  revert  to  their  old  position  on  account  of  the 
carbon-atoms  1  and  2  being  connected  by  a  single  bond,  and  their  consequent  movability  round 
their  common  axis  (a :  h)  in  the  following  figure : 


Fio.  1596 


Fio.  1597 


The  alcashoHc  hydroxyl  in  the  group  2  is  in  fig.  1597,  facing  a  hydrogen  in  the  group  1,  but  not 
in  fig.  1596 ;  consequently  the  former  is  a  more  favoured  arrangement  into  which  the  latter  will 
revert  by  a  turn  round  the  axis  a :  b,  unless  the  oscillations  through  heat  become  sufficiently  increased 
for  the  formation  of  fumaric  acid. 

Fumaric  acid  may  be  converted  into  malei'c  acid,  and  vice  versd,  by  difierent  degrees  of  heat,  thus 
confirming  the  correctness  of  the  theory.  Another  experiment  has  been  successfully  carried  out  on 
the  basis  of  this  very  theory,  furnishing  a  brilliant  confirmation  of  its  truth  so  far ;  I  refer  to  the 
conversion  of  members  of  the  oleic  acid-series  into  their  respective  isomers  of  elaidic  acid  (Ber. 
xxiv.  p.  4120). 

Erucic  acid  is  such  a  compound,  which  being  an  oily  liquid  is  turned  into  the  crystalline  isomer 
brassidic  acid  (vide  fig.  753,  p.  193)  through  nitrous  acid. 

We  have  given  the  two  acids  the  same  structure  because  their  diflerences  are  not  conveniently 
expressible  in  our  symbolic  language : 


Fio.  1598 


11 
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UdV^ 


-^— o 


0/  \  6  . 

Erucio  and  brassidio  acids 


As  the  process  entirely  concerns  the  doubly  linked  carbon-atoms,  these  two  only  will  be  repre- 
sented as  tetrahedrons,  retaining  for  the  rest  of  the  chain  on  all  the  other  sides  the  geometrical 
symbols  with  which  we  now,  I  hope,  are  sufficiently  familiar  ;  by  limiting  the  stereometrical  repre- 
sentations to  the  two  actually  performing  carbon-atoms,  the  process  will  be  more  intelligible ;  for 
the  same  reason  the  double  bond  will  be  placed  next  to  the  carboxyl-liiik. 
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Tims  represented  the  two  acids  will  look  like  these  two  illustrations : 

Fio.  1599  Fig.  1600 


Eruoio  aoid 


Brassidio  acid 


The  ditterence  of  structure  will  be  seen  to  be  this,  that  the  upper  carbon-atom  has  reversed  its 
position  as  regards  the  lower  one.     This  reversion  has  been  effected  in  the  following  way  : 

First  the  double  bond  has  been  broken  at  a. 

Compounds  with  double  bond  in  an  open  chain  easily  take  up  by  addition  two  suitable  atoms, 
breaking  the  double  bond,  as  frequently  demonstrated  on  the  preceding  pages.  Hitherto  we  have 
represented  this  process  as  being  performed  by  two  hydrogen-atoms,  but  it  may  be  effected  just  as 
well,  or  even  easier,  by  halogen-atoms,  e.g,  chlorine. 

I  f  we  then  apply  chlorine  to  erucic  acid,  two  such  chlorine-atoms  will  take  possession  of  the  two 
vah^ncies  joined  by  a,  which  consequently  will  separate  and  the  two  carbon-atoms  will  assume  th^ 
structure  of  single  linkage.  The  process  in  progress  and  the  finished  position  will  be  understoodL 
from  the  following  illustrations : 


Fio.  1601 


Fio.  1602 


By  the  addition  of  the  two  chlorine-atoms,  breaking  the  double  bond  of  erucic  add,  the 
step  has  been  made  to  convert  it  into  the  chlorine-compound  of  the  corresponding  tarn 
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behenic  acid  (fig  755,  p.  193).  It  will  be  noticed  that  the  two  chlorine-atoms  are  in  the  most 
proximate  positions  to  be  found  in  the  system,  two  opposite  vertices,  a  position  in  which  there  is 
little  stability,  and  as  a  consequence  the  two  carbon-atoms  try  to  arrange  themselves  in  a  more 
.  stable  position.  That  is  in  this  cas9  easily  effected  in  the  same  way  as  we  have  seen  it  done  in  a 
similar  case  (figs.  1567  and  1568,  p.  460).  One  of  the  carbon-atoms  makes  a  turn  of  120°  round 
their  common  axis  into  the  most  favoured  position,  whereby  one  of  the  chlorine-atoms  comes 
opposite  a  hydrogen,  and  the  other  faces  the  hydrocarbon  body  of  the  acid.  We  shall  let  the  upper 
carboD  make  tlie  movement  and  the  result  will  be 


IM-ohloro-behenio  aoid 


We  can  first,  through  reducing  agents,  withdraw  the  chlorine-atom  opposite  the  hydrocarbon 
and  substitute  it  by  a  hydrogen-atom,  converting  the  compound  into  mono-chloro-behenic  acid : 


Mono-ohloro-behenio  acid 


When  finally  the  chlorine  and  its  opposite  hydrogen  are  withdrawn  in  the  form  of  hydrochloric 
?J^,  by  an  alkali,  the  two  free  valencies  thereby  created  close  up,  forming  a  double  bond  between 
^'^  two  carbon-atoms. 
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In  order  to  make  this  result  perfectly  understood^  the  intermediate  phase  in  the  process  is  also 
here  illustrated : 


Fig.  1605 


<— «    O^ 


Fig.  1606 


-O-o 


Formation  of  the  double  bond 


Brassidio  aoid 


We  have  thus  arrived  at  brassidic  acid  from  erucic  acid.  In  the  same  way  are  to  be  explained, 
also,  all  the  stereo-isomerisms  mentioned  before,  e.g.  crotonic  and  iso-crotonic  acids,  angelic  and 
tiglic  acids,  &c. 


It  may  perhaps  ba  opportune,  now,  to  examine  how  far  the  system  of  symbols  we  have  chosen  to 
represent  the  atomic  linkage  agree  with  these  later  theories. 

When  we  again  look  at  the  carbon-atom  with  its  four  valencies,  as  illustrated  p.  453,  we  can  by 
turning  it  a  little  to  the  right,  and  making  it  stoop  a  little  from  the  plane  of  the  paper,  give  it  a 
form  similar  to  the  one  we  have  used  all  through  the  treatise : 


Fig.  1607 
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The  configiu-ation  of  the  tetrahedron  formed  by  eonnectmg  the  ends  of  the  valencies  would  be 


Fio.  1609 


MaJio  acid 


As  regards  single  bonds^  our  symbols  would  therefore  appear  correct  enough*  provided  we 
refrained  fl^>m  representing  an  open  chain  in  its  natural  form  of  a  not  closed  ring. 

Not  quite  so  correct  is  our  represeutation  of  the  double  bund.  In  order  to  be  neai*er  the  truth, 
as  far  as  we  kuow,  the  valency  e  should  remain  in  positioD,  and  not  bend  tuwards  the  other  cnrbon- 
tttom,  and  the  connectimi  should  take  place  along  the  line  c  h.  Thus  the  three  acids,  uialic,  nialeic, 
and  fu marie,  represented  as  truly  as  possible  when  drawn  as  a  projection  on  a  plane,  would  be 


Fio.  1610 


M&leio  &oid 


It  is  obvious  how  bewildering  such  a  true  representation  would  be,  especially  in  more  complex 
compounds  with  several  doable  bonds ;  the  tw< »  advantages  which  it  should  possess,  its  closer 
proximity  to  truth,  and  hence  its  capability  of  showing  the  stereo-isomerism,  are  as  nothing  to  the 
absence,  contingent  thereupon,  of  unifurniity,  intelligibility,  and  aptitude  to  impress  the  memory  ; 
moreover,  triple  bunds,  anyhow,  could  nut  be  depicted  without  having  re/Course  tfi  pers[>e^tivity. 

It  would  be  an  improvement  to  let  the  double  bond  form  two  parallel  lines  instead  of  a  square, 
and  stretch  tlie  legs  of  the  carboxyl  into  the  straight  line  ;  but  even  then  the  unifi>rmity  and  conse- 
quent comparability  with  other  structures  would  be  greatly  impaired.  I  will  show  this  by  samples 
thus  constructed  and  compared  with  the  system  adopted  in  this  treatise : 
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9       o 


.^ I  l<^. , 


6       o 
Snccinio  acid 

Fio.  1614 


Mal^o  aoid 
Fio.  1616 


Citraeonio  acid 
Fio.  1618 


Mesaoonio  acid 
Fio.  1619 


OioioTBic  Stbuctubzs 
Fio.  1618 

-Hi 

Bnccinic  acid  {vide  fig.  714,  p.  185) 
Fio.  1615 


■♦-o 


O—^- 


<MJ<^. 


lial^  aoid  (vide  fig.  762,  p.  195) 


Fio.  1617 


.^U^ 


-^-*o 


Citraeonio  and  mesaconic  acid 
(vide  fig.  768,  p.  195) 


Fio.  1620 


.0' 


o- 


^ 


-«— o 


Itaconic  acid 


Itaconic  acid  (vide  fig.  764,  p.  196) 
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The  whole  diflTerence  now  between  the  two  systems  is  that  the  doubly  linked  carbon-atoms  with 
all  their  appendices  are  in  the  stereometric  structures  given  an  upwarf  or  downward  turn  of  45^ 
from  the  horizontal  position  in  which  they  are  placed  in  the  system  of  this  treatise.  There  is  thus 
a  gain  to  them  individually,  but  a  loss  considered  as  a  whole ;  the  loss  is,  in  my  opinion,  greater 
than  the  gain,  because  the  derivation  of  one  from  another  is  not  easily  grasped,  and  they  are  there- 
fore not  so  easily  retained  in  memory.  They  are,  however,  generally  and  necessarily  employed  by 
chemists  who  wish  to  demonstrate  the  stereometrical  differences  by  the  instrumentality  of  the  usual 
chemical  letter-symbols  with  the  minor  alteration  of  the  double  bonds  being  placed  perpendicularly. 
Thus  the  above  compounds,  as  written  in  the  ordinary  chemical  language,  appear  as  follows  : 


CO^— (CH),— 00,H 


0— CO3H 


Bnooinio  acid 


H— 0— CO,H 

I  II 

H— 0— CO,H  CH3— 0— CO,H 

Malelo  aoid  Citraconio  aoid 


CO,H— 0— H 


CO,H— 0— CHj— COjH 

II  n 

OH3— C— CO^    H— C— H 

Mesaoonio  aoid  Itaconio  aoid 


which  correspond  exactly  with  the  above. 

As  regards  the  closed  singly  linked  rings  the  system  used  has  another  inaccuracy,  which  it 
shares  witi  practically  all  other  similar  representations,  that  is,  the  placing  of  valencies  inside  such 
ring,  as  the  theory  supposes.  The  illustration  of  part  of  a  hexagon  or  pentagon  will  suflSce  to  show 
that  all  valencies  are  outside : 


Pio.  1621 


A  more  correct  representation  of  benzene-hexa-hydride  (fig.  1 24,  p.  26)  would  therefore  be 


Fio.  1622 


Benzene-hexa-hydrid 


But  the  other  way  of  representing  this  ring  offers  so  many  advantages,  in  itself  and  its  relation 
to  rings  with  double  bonds,  that  although  sometimes  compelled,  by  want  of  room  inside  the  ring,  to 
place  both  valencies  outside,  according  to  the  above  diagram,  yet  preference  has  been  given  to  the 
ting  with  inside  valencies,  in  spite  of  its  incorrectness. 
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A  suggestion  of  rather  recent  date  places  all  the  inside  bonds  of  the  benzene-ring  in  diagonal 
position  (fig.  290,  p.  55).     By  onr  system  this  was  expressed  by  the  following  Bgnre: 


Fio.  1623 


Supposing  the  tetrahedron-theory  to  be  correct,  there  is  only  one  mode  of  jdacing  the  carbons 
in  such  a  way  as  to  meet  this  exigency,  viz.  to  pnt  the  tetrahaclrons  close  together  flat  down  on  a 
plane : 

Fio.  1B24 


Benzene  (with  diagonal  bonds) 
Se^n  from  the  bottom  it  most  be  represented  thns : 

Fio.  1625 


Seen  from  the  top  the  ring  wonld  therefore  appear  thus : 

Fio.  1626 


In  the  position  represented  by  these  figures  there  are  evidently  six  double  bonds,  part  of  each 
affinity  being  spent  in  keeping  together  the  six  vertices  in  the  centre.  But  we  know  they  are  not 
assumed  to  be  at  rest  there ;  they  must  be  supposed  to  vibrate  round  axes  lying  in  the  line  of  their 
outside  edges  :  a  :  6,  6  :  c,  c:d,  &c.,  oscillating  at  a  tremendous  rate,  protebly  under  600  billions 
per  second,  which  is  the  rate  of  the  light's  average  vibrations,  but  certainly  much  more  than 
500,000  millions  per  second,  the  number  of  the  molecule's  mutual  collisions  in  a  gas.  If  these 
vibrations  are  not  synchronal,  and  individually  perhaps  not  even  equally  rapid,  some  at  times  slower, 
and  others  quicker,  then  there  will  be  an  ever-changing  number  and  kmd  of  bindings,  vaiying  from 
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none  to  six  of  wholly ,  or  partly,  double  or  single  bondSj  and  not  only  diagonal  bonds,  but  alao 
linkings  in  all  sorts  of  cross- ways.  As  in  all  similar  cases,  bo  also  in  tliiB,  there  must  be  a  poaition 
that  represents  the  mean  of  them  all,  and  that  may^  under  ordinary  circumstances,  be  the  one 
in  which  there  are  three  double  bonds  and  three  single  ones ;  iu  other  words,  Keknle's  formula. 
With  circumstances  altered  everybody's  formula  may  in  turn  be  equally  favoured.  Thus  they  may 
all  be  right ;  a  state  of  things  I  have  already  indicated  on  an  earlier  occasion  (yide  p.  55). 

If  more  than  six  hydrogen  or  other  atoms  or  groupa  are  added  to  the  ring,  the  respective  tetra- 
hedrons wheel  round  the  said  axes,  a  :  bj  b  :  c^  c :  d^  &c.,  changing  front  until  they  have  reached  the 
positions  indicated  in  fig.  1621,  p.  477,  the  two  valencies  being  then  on  the  outside  of  the  ring. 
When,  for  instance,  two  carboxyls  are  added,  di-hydro-phthalic  acida  are  obtained  (comp.  p.  218). 


Fio.  ie26A 


Fio.  16268 


^ 


•0 


0«-A*-*  di-hydro-phtlialio  acid 


Trant'A^*^  di-lLydro-phllidic  acid 


The  CIS'  or  malemoid-form  {vide  p.  219)  is  also  designated  as  plan&-»ifimnetrkalj  and  the  position 
of  the  carboxyls  as  correspavding  ;  the  irans-  or  fumarold-form  as  axialnmpftvmetricuL  The  designa- 
tions malemoid  and  fumaroid  are,  of  coui-se,  derived  from  maleic  and  fiimaric  acids,  in  which  the 
carboxyls  are  supposed  to  be  similarly  placed ;  the  others  explain  themselves. 

The  diagonal  structure  was  originally  propounded  by  ClanSy  and  therefore  generally  bears  his 
name  ;  it  is,  however,  sometimes  termed  Lo8chmt(Ws  or  Komer*8  formula.  According  to  D&wat^  the 
carbon-atoms  1  :  4  are  linked  by  a  single  bond,  2  :  3  and  5  :  6  by  double  bonds,  Ai  improvement 
upon  Clauses  formula  is  termed  VaubePs^  iu  which  the  apices  turn  alternately  in  opposite  directions, 
consequently  thus : 

Fia.  1626  fi  Fio.  1G36d 


Top  view 


Bide  view 


The  fact,  however,  remains  that  no  single  one  of  the  many  propounded  structures  meete  the 
requirements  of  the  benzene-ring;  but  any  of  the  chemical  reactions  and  physical  properties,  so  far 
as  they  are  known,  may  be  explained  by  either  one  or  the  other. 
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I  cannot  conclude  my  work  without  referring  to  that  wliich  is  perhaps  the  most  perplexing 
character  of  the  atoms,  namely,  their  varying  powers  of  combination  with  other  atoms.  We  have 
Been  carbon  as  a  dyad  and  a  tetrad,  Bulphur  as  a  dyad,  tetrad,  or  hexad,  nitrogen  and  phos* 
phoms  as  triads  or  }>entads,  and  the  former  perhaps  also  as  monad.  Hydrogen  we  have  seen  as 
a  monad  under  all  circumstances,  and  lilcewiae  chloiine,  although  inorganic  chemistry  teache-s  us 
that  the  latter  is  even  more  changeable  than  any  of  those  previously  mentioned,  being  able  to  appear  in 
no  less  than  four  different  characters  :  monad,  triad,  pentad,  and  heptad.  It  is^  however,  remarkable 
that  this  changeable  character  is  shown  only  in  the  presence  of  bodies  more  electro-negative  than 
themselves.  Towards  more  electro-positive  bodies  their  valency  is  invariable,  chlorine  always  uniting 
with  one  hydi'ogen*atom,  siilphai-  with  two^  nitrogen  with  three,  and  carbon  with  four,  provided 
that  only  one  atom  of  any  of  the  said  elements  enters  into  the  combination. 

Chemists  have  long  been  unwilling  to  attribute  such  a  changeable  property  to  the  elements, 
as  it  somewhat  disturbs  our  ideas  of  the  absolutely  unalterable  properties  of  atoms,  and  many 
ingenious  devices  have  been  propounded  in  order  to  steer  clear  of  the  rock ;  but  it  has  only  led 
to  such  absurd  consequences  that  they  had  to  submit  to  the  assumption  of  the  apparent  inconstancies 
of  the  elements  in  this  respect. 

I  am  not  aware  of  any  existing  theory  |iropounded  to  explain  this  property,  now  accepted  as  a 
fact,  but  the  discovery  of  hydmzoic  acid,  combined  with  the  supposition,  gaining  more  and  more 
ground,  that  the  elements  aro  not  simple  indivisible  bodies,  but  compounds  which  we  have  hitherto 
been  tmable  to  further  decompose,  seems  to  throw  more  light  upon  this  subject* 

We  mentioned  (p.  384)  that  hydrazoYc  acid  bad  a  close  resemblance  to  hydrochloric  acid  in  its 
chemical  pi*operties ;  that,  in  fact,  the  combination  of  the  three  nitrogen-atoms,  like  an  element, 
played  a  part  very  similar  to  that  of  chlorine  in  their  respective  combinations  with  other  elements 
or  groups. 

If  we  now  accept  the  hypothesis  of  the  elements  being  compound  bodies,  each  atom  consisting 
of  several  micro-atoms,  the  idea  suggests  itself  that  these  micro-atoms  may  be  Hed  together,  like 
rnip  present  atoms  in  hydrazoYc  acid,  by  single  or  double  bonds.  In  this  way  the  valency-variations 
are  readily  explained.     8ome  illustrating  examples  will  interpret  the  idea,  if  required. 

Suppose  chlorine  consisted  of  three  triad  micro-atoms  combined  like  the  three  mtrogen-atoms 
in  hydrazoYc  acid,  an  atom  and  a  molecide  of  chlorine  and  hydrochloric  acid  would  have  such 
structure : 

Fig.  1627 


I 
I 


9m.  teSTA 


Atom  qC  ehtonne 


Hjdmolo  acid  (vid^  fig.  137S,  p.  884) 


Jha.  1028 


Molooula  of  chtodna 


HypocMofous  anhydride, 
CUO 


Ghlome  peroxide,  chlorotetroxidep  CljO*  ;  may  be  regarded 
as  a  mixed  aoliydride  of  chlorous  and  chlorio  acida 


How  far  figs*  1632,  1633,  and  1635  are  probable,  some  of  the  micro-atoms  being  kept  together 
only  by  oxygen,  with  no  direct  binding  between  themselves,  I  shall  not  say ;  by  snppoaing  seven 
micro-atoms  in  an  ordiDary  atom,  which  is  more  likely,  such  direct  bindings  can  in  all  cases  be  esta- 
blished* I  have  purposely  chosen  three,  in  order  to  keep  up  the  analogy  to  hydrazoic  acid.  It 
should  be  remembered  that  chlorine's  combinations  with  oxygen  are  all  very  loose,  often  decomposing 
with  an  explosion  into  the  constituent  elements. 

The  other  elements  may  also  be  supposed  to  consist  of  micpo-atoma  with  always  three  valencies. 

Thus  carbon  may  have  four  tri-valent  micro-atoms : 


Pig.  1636 


Fio.  1637 


Fio.  1038 


Fio.  1639 


Fio.  1640 


Tetra-valoat  carbon        Di-valent  carbon 


Methane 


Carbon  dioxide 


Carbon  monoxide 


)  Tbe  eonstHntion  of  the  compounds  mentioned  od  p.  271  as  coniaitiing  in  their  atractured  radioala  of  the  hypothetical 
iodoofl  and  hypo-iadoQs  aoids  haB,  on  later  and  closer  exuiuinationf  proved  very  different  from  what  it  wau  at  &*st  supposeJ 
to  be  ^Ber.xx\iL  p.  502);  these  compounds  are^  now,  ascertained  to  be  ^ubstitiJition-prodaotB  of  an^aB  ;et,  hypothetical  body, 
HO — I—H,,  which,  analogous  in  its  structure  to  hydroxyUamine,  HO~~N — Hg  (fig.  1129,  p.  318),  is  in  chemical  character 
more  nearly  related  to  the,  also,  hypothetical  ainmoninra -hydroxide,  HO— N — H^  (fig.  1106,  p,  312  >,  and  sulphine-hydroxide, 
HO— B^^ — Ha  (comp.  p*  286),  far  which  reason  the  name  of  iodonmm*hydroxtdet  and  change  of  name  ot  sulphine  into 
md^pJuiHium,  have  been  proposed.    The  two  hydrogen -atoms  in  iodommn-hyilroxide  may  be  replaced  by  phenyls  or  iodo* 

phenylB  and  the  hydxoxyl  by  iodine,  e,g,  HO-I<|^-|^^{^  ^^-K{0«HJI.  ^"K(c'h*)»  "^  '^  analogy  to  totra- 
methyl-ammoninm-hydr oxide  (%.  1124,  p.  316),  tri-metbyl-snlphinB  f snip hon i urn)  hydro xide,  their  ohloridea  and  their 
iodldee  (fig.  1018,  p.  286).  lodoniom-hydroxide'B  combinationB  with  phenyls  are.  like  the  corresponding  ammoniam'a  and 
■nlphine's  combinations  with  alkyls,  very  strong  bases,  olosely  resembling  derivatives  of  certain  metals,  especially  those  of 
thallium.  The  stmctiires  of  aribtol,  carvacrol4odide,  europhen,  and  similar  compounds  (p.  270)  will  probably  have  to  be 
altered  accordingly.  This  property  of  Iodine  as  a  base-forming  element  ia  new  and  snipnaing.  Chlorine  and  bromine  ara 
probably  qnite  ready  to  follow  suit,  and  what  next? 
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Nitrogen  may  have  five  tri-valent  micro-atoms ;  where  a  compound  is  represented  by  two  figures, 
one  is  intended  to  illustrate  the  structure  in  the  free  state,  the  other,  by  re-arranging  the  bonds,  that 
in  some  of  its  reactions : 


Fio.  1641 
Mono-yalent 


Fio.  1642 
Tri-valent 


•^ 


Fio.  1643 
Penta-Taleni 


Fio.  1644 


Fio.  1645 


Fio.  1646 


Fio.  1647 
Tri-valent 


Fio.  1648  ▲ 


Ammonia,  NH, 
Fio.  1648  b 


Fro.  1649 


Ammonium  NH^  hjpoth. 
Fio.  1650 


or 


or 


Nitric  oxide,  NO 
Fio.  1661 


Hyponitrous  acid,  NOH ; 
Bee  also  p.  301 ;  monobasic 


Nitrous  acid,  NO(OH) ;  or     Nitric  acid,  NO^(OH)  ; 
NO^H,  vide  p.  302 ;  monobasic  monobasic 

Fio.  1653  Fio.  1654 

Tri-  and  penta- 

Talent 


or 


Nitrous  oxide,  NjO ;  hyponitrous 
anhydride ;  is  also  represented 
as  acyclo-compound  with  double 
binding  between  the  two  nitro- 
gen atoms,  vide  fig.  1372,  p.  384. 


Nitrous  anhydride,  NsO^ ;  the  second 
structure  is  the  anhydride  of  hypo- 
nitrous  acid,  fig.  1648  b,  and  nitric  acid, 
explaining  its  composition  from,  and 
decomposition  into,  nitric  peroxide  and 
nitric  oxide 


Nitric  anhydride,  NjO, 
Fio.  1655 


Nitric  peroxide,  K^O^ 
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PhosphoroB  atomic  value  is  analogous  to  that  of  nitrogen,  and  may  thei*efore  be  assumed  also  to 
contain  five  micro-atoms.     A  mono-valent  phosphorus  is,  however,  unknown  : 


Fio.  1656 


A  molecule  of  phosphcruB  in  the  gaseoas  state,  P4 


Fia.  1667 


Fia.  1658 


Fio.  1659 


O&seoos  phosphoretted  hydrogen 
(phoephine),  PH, 


Liquid  phoephoretted  hydrogen, 


Solid  phosphoretted  hydrogen,  P«H« 


Fig.  1660 


Fia.  1661 


Fza.  1662 


Fio.  1668 


Hypophosphorous  acid,       Phosphorous  acid,  HP0(0H)2 ;    Phosphoric  acid,  PO(OH), ; 
H^O(OH);  monobasio  dibasic  tribasic 


Metaphosphoric  acid, 
POs(OH);  monobasic 


4S8 


Fia.  1664 


PhoBphoroufl  anhydride,  P^Oa  ;  pro- 
duced, &B  the  stractore  bIiowb,  from 
four  molftcaleaof  pIxoupborouB  acid 
by  anhydride  formatioD  separating 
Biz  moleoulea  of  water 


Hypophosphoric  acid,  {PO(OH)a)a ; 
ifi  a  ooiobiniition  of  phosphoroaa 
and  phosphorio  lioid  by  elimi- 
nation of  a  molecule  of  water 
(anhydride formation);  tetrabasio 


PyrophoBphoric  acid,  |OH).P0.O.P0(OH), ; 
is  evidently  two  moleculea  of  phoBphorio 
aoid  joined  in  anhydride  (aBhioo ;  t.€iim- 
basic 


p».  imi 


Phosphoric  anhydride,  PgOj ;  anhydride  of  meta-phoaphorio  acid  conBistent  with  its  mode  of  preparation 


In  Bulphur  we  may  assiimd  six  tri-valent  micro-atoms : 
Fw*  1668  Fia.  1669 


Dt-valeni  Balphm 
FiQ.  1671 


-n- 


Tetra-valent  eulphnr 
Fio,  1072 


Fia«  1678 


Fio.  1670 

Hexa-valent  snlphnr 
Fro.  1674 


Eeia-valeot  atoms ;  a  molecule 
of  rhombic  eulphur 


Tetnk^valent  atoms  ;  a  moleotilo  Dl-valent  atoms;  amoleoalc       An  atom  of 
of  sulphur  gas  at  500^  -=  S^        of  solpbuf  gas  at  1000°  «  E«       saJphnr-  S 
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For  economy  of  space  rhombic  sulphur  is  here  represented  as  a  molecule  of  eight  atoms ;  the 
exact  number  is  not  known,  but  is  probably  a  multiple  of  six.  All  the  micro-atoms  are  here  united 
by  single  bonds.  In  mono-clinic  sulphur,  which  is  formed  by  heating,  a  double  bond  is  supposed  to 
be  formed  inside  each  atom  between  two  micro^toms,  easily  re-arranged  into  single  bonds,  recon- 
verting the  sulphur  into  the  rhombic  modification.  In  sulphur-gas  at  500°  the  molecules  are 
split  up  into  smaller  molecules  of  six  atoms ;  in  the  atoms  are,  according  to  the  hypothesis,  the 
same  double  bindings  between  the  micro-atoms  as  in  the  mono-clinic  sulphur.  The  sulphur-gas  at 
1000°  is  known  to  have  a  molecular  combination  of  two  atoms,  in  each  of  which  the  theory  supposes 
two  double  bonds.  Finally  the  atom  of  sulphur,  which  can  only  exist  in  firee  state  at  very  high  tem- 
peratures, has  three  such  double  bindings.  The  increased  formation  of  double  bonds  as  the 
temperature  rises  is  in  full  accord  with  the  tetrahedron-theory  (mde  p.  461) ;  though  the  micro- 
atoms  are  not  represented  as  tetrahedrons,  still  the  theory  must  be  sauce  for  both  goose  and  gander. 

Fia.  1675 


Bolpharetied  hydrogen,  SH^ 
Fio.  1677 


Fia.  1678 


or 


Sulphur  dioxide  (sulphuryl),  also  called 
Bulphoroas  anhydride,  80^ 


Solphor  triozide,  also  oalled 
sulphuric  anhydride,  SOt 


Fio.  1680 


o*— ^ 


^h-^-o 


Hypo-  or  hydro-sulphurous  acid,  OH(SO)aOH  or  (OH)SOa-S-(OH) ;  dibasio 


The  second  formula  gives  a  ready  explanation  of  its  decomposition  first  into  thiosulphuric  acid 
and  then  into  sulphur  dioxide,  sulphur,  and  water,  and  is  therefore  perhaps  more  correct  than  the 
first,  which  is,  however,  the  one  generally  given. 


Pio.  1681 


Common  sulphurous  acid,  HS03(0H).  Both  hydrogens  are 
replaceable  by  bases,  and  the  acid  is  therefore  dibasic. 
This  structure  is  a  necessary  consequence  of  the  formation 

•  of  sulphurous  ethers  from  mercaptans  and  thio-ethers  by 
oxidation.  No  acid  ethers  are  known  of  the  symmetrical 
sulphurous  ethers,  but  both  acid  and  neutral  ethers  are 
known  from  the  common  acid 


Fio.  1682 


O— # 


Symmetrical  sulphurous  acid,  SO(OH)||  i 
hypoth.;  dibasio 
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Fio.  1683 


Di-thionio  aoid,  OH(S09)aOH ;  dibasio ;  may  be  oonsidered  a  oombination  of  sulphario  and 
Bolphurous  acids  in  anhydride  fashion 


Fio.  1684 


G— # 


Solphurio  aoid,  SOaCOH). 


Fio.  1686 


Disulphuric  acid,  0H(S0a)0(S0a]0H  ;  is  two  moleciileB  of 
sulphuric  acid  joined  in  anhydride  fashion  ;  dibasic 


Fio.  1686 


Fio.  1687 


0-Hi>— 


Thio-solphuric  acid,  (OH)SOa(SH) ;  dibasio.    This  will      Tri-thionio  acid,  0H(S0a)S(S0a)0H ;  formed  by  the  conneotiiig 
be  recognised  as  sulphario  acid  in  which  sulphur  has  oxygen  in  di-sulphuric  acid  being  dis^laoed  by  solphor,  or 

displaced  an  oxygen-atom  in  one  of  the  hydroxyls  from  thio-sulphuric  acid  and  sulphuric  acid,  a  molecule  of 

each  joining  in  anhydride  fashion 

The  structures  of  tetra-  and  penta-thionic  acids  are  generally  represented  as  a  row  of  aolplmi^ 
atoms  with  a  radical  of  sulphurous  acid  at  each  end. 


Fio.  1688 


Tetra-thionic  acid,  S404(0H)| ;  dibasio 
Fio.  1689 


Penta-thionic  acid,  Sft04(0H)a ;  dibasio 
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They  are,  however,  not  very  likely  structures,  such  stringing  single  atoms  in  a  row  of  an  open 
chain  being  most  improbable ;  the  structures  are  no  doubt  more  complicated.  There  are  several 
other  ways  of  arranging  them,  but  so  little  is  known  of  them  that  the  following  is  little  more  than 
^esft-work. 

Fio.  1690 


It  explains  the  decomposition  of  the  acid  into  sulphurous  acid,  and  of  the  penta-thionates  into 
tri-  and  tetra-thionates,  with  separation  of  sulphur;  its  formation,  however,  from  barium  thio- 
snlphate  and  chloride  of  sulphur  is  less  striking  than  by  the  string  structure. 

So  fiar,  then,  the  theory  works  beautifully  enough,  and  has  even  enabled  us  to  see  some  old 
acquaintances  in  a  new  light ;  but  the  hypothesis  has  its  disadvantage :  it  rests  upon  another 
hypothesis,  not  much  better  than  a  presentiment,  viz.  the  divisibility  of  our  present  atoms,  the 
chief  support  for  which  is  the  periodic  law  of  atomic  weights,  their  analogy  now  and  then  to  homo- 
logous series,  and,  if  you  like,  the  theory  above  propounded,  a  sort  of  co-operative  assurance. 

Quite  the  other  way  as  regards  the  tetrahedron-theory.  Founded  on  facts,  it  has  led  to  discovery 
of  new  facts,  and  has,  therefore,  from  a  chemical  point  of  view,  reached  a  stage  nearer  truth  than 
its  precursors ;  yet  it  is  not  truth  itself.  There  are  still  formidable  diflBculties  to  surmount,  and 
many  yet  unborn  theories  will  come  and  go  before  chemists,  mathematicians,  astronomers,  and 
physicists  shall  agree  on  all  points ;  and  even  then  we  shall  still  be  far  away  from  that  ultimate 
simplicity  which  we  shall  never  know — 

THE  TRUTH. 
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ADDENDA 


The  manuscript  of  this  treatise  was  finished  in  February  1893,  but 
since  it  left  my  hands  I  have  tried  to  keep  it  up  to  date  by  taking  advan- 
tage of  eveiy  opportunity  offered  during  the  progress  of  printing.  A  few 
corrections  occasioned  by  investigations  which  did  not  come  under  my 
notice  until  too  late  must,  consequently,  find  their  place  here. 

Page  3 1 . — Ohrysms  is  said  {Ber,  ]OTii.  p.  952)  to  have  probably  this  structure :  Chryaene 

Page  108. — Aurin  and  rosoUcr  acid  have  been  found  to  behave  in  some  respects  like  quinone, 
which  reason  their  structures  and  formations  from  tri-phenol-carbinol  have  been  represented  in  a 
way  somewhat  different  from  that  found  on  p,  108  (the  methyl-gronp  in  fig.  468,  according  to  Krafft, 
is  placed  on  a  wrong  phenyl);  in  ^6r.  xxvi.  pp.  17 2  nnd  2221  (Be^  aim  NietzUjCh&mie  d.  org,  Fwrbsioffe^ 
2**  Anfl.  p.  88)  the  following  explanation  is  given  by  which  the  elimination  of  a  molecnle  of  water 
causes  a  rearrangement  of  the  bonds  only,  but  no  intramolecular  j  umping  about  of  groups ; 


GT^^^:^ 


f' 


<Vf^ 


Aurin  Eosolio  acid 


Tii-phenol-carbmol 

As  a  consequence,  malachite^ 
gr$en  (fig.  1279,  p.  361)  and  para- 
fiidisme  (fig.  1284,  p.  362)  must 
have  such  stFuctures : 


MAlachite-greexi 


P&ra-fuchfline 


Page  143. — OarvoL  According  to  Ber.  xxvii.  p.  814,  the  Btmcture,  <K^^"^^ 
fig.  586,  is  tliat  of  tso-carvol ;  caruol  and  another  isomer,  eucarvolj  are  C^  T^ 
represented  tJiua :  '^^'y^-W^y 


Carvol 


E(ic!4rT6I 


Page  226. — The  latest,  but  probably  not  last,  suggestion  of  the  structure 
cf  mntonin  (Ber,  xxvii.  Kef.  p,  24 ;  ArcL  d,  Fh.  ccxxxi.  p.  695)  is  this : 
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Amido^acids,  324,  363 

Amy  loses,  151 

^^^^1 

^^^^1           Alcohol,  vanillio,  123 

Amido-baaes,  313 

Analgcne,  407 

^^^^1 

^^^^H           Alcohol,  vinyl',  73 

Amido- benzene,  318,  335 

Analgesine,  343 

^^^^1 

^^^H           Aldehyde,  127,  131 

Amido-beozene  snlphonio  aoid,  367 

Anethol,  117 

^^^1 

^^^^H           Aldehyde,  acetic,  131 

Amldo-benzoic  acid,  326 

Angelic  acid,  171, 191 

^^^H 

^^^H           Aldehyde^aclds,  207,  2^ 

Amido-benzoyl-formio  acid,  364 

Angio-neurosine,  810 

^^^H 

^^^^H            Aldehyde,  aGryI-»  1^12 

AmidO'Caproic  acid,  325 

Anhydrides,  266 

^^^H 

^^^H            Aldehyde,  ally!-,  132 

Amido-cim:iamic  acid,  366 

Anhydro-amido'phenyl- 

H 

^^^^^B            Aldehyde  ammonia,  322 

Amido-cinnainic  aldehyde,  367 

carbonio  aoid,  343        fl 

^^^^^H           Aldehyde,  anisic,  136 

AmidO'Oompounda,  313 

Anihdes,  341 

^^^H 

^^^H           Aldohyde,  beoz-,  134 

Amido-oresol ,  358 

Aniline,  313,  335 

^^^H 

^^^^H            Aldehyde,  b«n2oIe,  134 

Amido-crotonic  acid,  326 

Aniline-dyes,  360 

^^^^M 

^^^H           Aldehyde,  butTrio,  132 

Amido-e  than  Lv  Bill  phonic  acid,  367 

Aniline-yellow,  335 

^^^^M 

^^^^^H            Aldehyde,  oimiamio,  134 

Amid  o-etbylene-I  actio  aoid,  325 

Anions,  2 BO 

^^^H 

^^^^H            Aldebyde,  oroton-,  133 

Araidoformic  acid,  324 

AttisiQ  acid,  251 

^^^^1 

^^^^H           Aldehyde,  formation  of,  127 

Amido-glyceric  acid,  825 

Anisic  alcohol,  122 

^^^H 

^^^^1            Aldehyde,  formio,  180 

Amido-group,  313 

Anisic  aldehyde,  136 

'^^^H 

^^^H           Aldehyde,  glyooilio,  135 

Amido-hydro-cinnamio  acid,  366 

Anisidine,  346 

^^^H 

^^^^K           Aldehyde-green,  181 

Ainido-iso-caproic  aoid,  325 

Anisoll,  116 

^^^^1 

^^^^B            Aldehyde,  hydroxy- bntyr-,  183 

Amidol,  367 

Anisol,  116 

^^^^1 

^^^^H            Aldehyde,  methoxy-ben^-,  136 

Amido  mandelic  acid,  364 

Anniladin,  270 

^^^^1 

^^^^H            Aldehyde,  methyl-,  130 
^^^^B           Aldehyde,    methylene'eiher^ 

Amido-naphthol-aulphoTiio  acid,  351 

Anode,  279 

^^^^1 

Amido-phenetol,  346 

Anodynine,  343 

^^^^1 

^^^^■-                                            piotocatechuic,  137 

Amido-pheno!,  321 

Anol.  100 

^^^^M 

^^^^H            Aldehyde,  methyl-protocat^ehoio,  136 

Amido-phenol-derivatives,  346 

Anthraoenef  59 

^^^^M 

^^^^^H           Aldehyde,  paraformlc,  131 

Amido -phenyl- acetic  acid,  363 

Anthracene-di- hydride,  59 

^1 

^^^^H           Aldehyde,  protocateohuio,  136 

Aniido-prop ionic  acid,  325 

Anthracene-phcnol-aloohols, 

107    __M 

^^^^H            Aldehyde,  sahcylic,  135 

Amido- suocinamic  acid,  329 

Anthraflavio  acid,  147 

^^^^1 

^^^^H            Aldehyde,  specific  a  tion  of|  130 

Amido -Buccinic  acid,  325 

Aothra-hydro  qninone,  141 
Anthranilic  aoid,  326 

^^^^1 

^^^H            Aldol,  133 

Amine,  313 

^^^^1 

^^^H            Aldoses,  151,  139 

Amine-acids,  328 

Anthranol,  91 

^^^^1 

^^^^1            Aldoximes,  319 

Aminic  acids,  327 

Anthra-quinone,  141,  142 

^^^1 

^^^H            Alexines,  442 

Aniraelide,  423 

Aothrarobm,  107 

^^^1 

^^^^H             Aliphatic  serieB,  7 

Ammchne,  423 

Anthramfin,  147 

^^^H 

^^^^H            Alizarin,  146 

Ammonia,  312 

Anthrax-baclllns,  446 

^^^H 

^^^^H           Alkali -albumin,  437 

Ammonia-bases,  primary,  813 

An thrax- protein,  441 

^^^H 

^^^H            Alkeinea,  321,  393 

Ammonia-bases,  primary, 

Anti-acetaldtjxime,  320 

^^^^1 

^^^H           Alkines,  321,  3U3 

dertratiyes,  341 

Anti- album  id,  437 

^^^^M 

^^^B           AllEyU 

Amtnonia-bases,  eeooudary,  314 

Anti-albumin,  437 

^^^^M 

^^^^H             Alkyl-cyanidea,  420 

Ammonia- bases,  secondary. 

Antialbumiuate,  437 

^^^^M 

^^^H            Alkylene,  61 

derivatiyes,  352 

Anti-aldoxime,  320 

^^^^M 

^^^^H            Alkylene,  oxide,  115 

Ammonia-bases,  tertiary,  815 

Anti-cholerin,  442 

^^^^M 

^^^H             Alkyl-Bulphides,  281 

Ammonia- bases,  tertiary, 

Anti-deutero-albumose,  437 

^^^^^ 

^^^^1            Alkyl~sulphliydrate».  981 

derivatiTea,  353 

Antldiphtherin,  442 

^^^^M 

^^^H            Alleoe, 

Ammonium,  312 

Aniifebrine,  341 

^^^^M 

^^^^H           Allo-muoic  actd,  188 

Ammonium-acetate,  323 

Antikaimne,  345 

^^^^H 

^^^^1            Atlophanic  aoid,  372 

Ammonium- bases  (quarternary),  316 

Antikol,  341 

^^^H 

^^^H            AUoxan,  373 

Ammonium -bases  (quartemary), 

Antinervine,  343 

^^^^1 

^^^^H            Alloianio  acid,  373 

deriyativea,  354 

Antinonnine,  308 

^^^^1 

^^^^H           Alloxan  tine,  375 

AmmonioiD-ehloride,  823 

Anti-peptone,  437 

^^^^1 

^^^H            Ally],  33,  82 

Ammonium-cyanate,  422 

Antiphthiflin,  442 

^^^^1 

^^^H            AllyUalcohol,  73 

Ammonium- formate,  323 

Antipyiine,  343,  382 

^^^H 

^^^H            Allyl-aldehyde,  182 

Ammonium-hydroxide,  312,  485 

Antipyrine,  B6hringer,  344 

^^^H 

^^^^H            Allylene,  39 

Ammonium-phenyl-sulphonate,  368 

Antipyrine- bromide,  344 

^^^^1 

^^^H            Allyl-ether,  114 

Am momum- salts,  323 

Autipyrine-iodide,  344 

^^^^1 

^^^^H            AJlyl-iso4hio-cyanate,  424 

Amphi-creatinine,  441 

Antipyrine,  Knorr,  343 

^^^^t 

^^^H             AUyUphenol,  100 

AmphO'deutero-albumose,  487 

Antipyrine  salicylate,  345 

^^^H 

^^^^H            Allyl-Baccuiic  lurid,  171 

Amp  bo-pep  tone,  437 

Antirheoinatine,  353 

^^^1 

^^^^1            AUyl-ihio-carbamide,  371 

Amygdalin,  446 

Antisepsine,  342 

^^^H 

^^^H            Allyl-tn-bromide,  268 

Arayl.  10 

Antisepiin,  97 

^^^H 

^^^H            Almond-oil,  238 

Amyl  acetate,  282 

Antiseptol,  411 

^^^^M 

^^^H            Alphol,  248 

Amyl-akohol,  70,  71 

Antithermine,  339 

^^^^M 

^^^H            Alumnol,  294 

Amylene,  Ifi,  20,  23.  85,  86 

Antitoxins,  441,  442 

^^^^M 

^^^^B            Amides,  327 

Araylene,  commercial,  36 

Apiol,  121 

^^^^M 

^^^B            Amides,  acid,  327,  820 

Amylene-hydrate,  72,  121) 

Apo^,  400 

J 

■^1 
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1 

m     Apo-fttropine,  iOO 

Behenolic  acid,  171,  200 

Bond,  mixed,  41 

^B 

W      Apo-cmchene,  410 

Bclladomnc,  400 

Bond,  triple,  22,  454 

^^^H 

Apo- codeine,  417 

Beoz- aldehyde,  134 

Bomeol,  98 

^^^1 

Apo-morphiDO,  417 

Benzamic  acid,  326 

Bottlenoae-oil,  238 

^^H 

Apoaorbio  aoid,  17  !♦  173 

Benz-amide.  330 

Bouquet  of  wine,  232 

^^^ 

Arabinf  151 

Bcnz-amido-acctio  acid,  3S0 

Braasidio  acid,  193,  476 

^^1 

Ambinosei  151 

Bectz-aJial^oDG,  407 

Brassy  lie  acid,  171 

^^^ 

Arabitol,  80 

Benz-ajiilidc,  345 

Brilliant-grefcn,  361 

^^1 

Arabonic  acid.  171 

Etmzaurin,  107 

Brockmann'B  creaolin,  96 

^^1 

Araohidio  ooid,  171,  178 

Benz-diozy-anthra-qTainone,  147 

Brom-aoet-anilide,  342 

^^1 

Aran^s  ether  aDsathetio,  267 

Benzene,  29,  33,  33,  64 

Bromal-hydrato,  272 

^^^ 

Araroba,  123 

Eeazene-acids,  211 

Bromamide,  313 

^^H 

Arbatm»  160 

Benzene- derivatives.  42 

Brom-antifebrine,  349 

^^H 

ArchU,  % 

Benzene-di-carbozylic  acidt  217 

Brom-ethyl,  207 

^^1 

AiQealdine,  403 

BenzoDe'di-hydride.  28,  33 

Brora -ethylene,  268 

^^^ 

H      ArecEune,  403 
B      Arecu-nttt*  403 
M     ArecoliD©,  403 

Benzene,  di-oxy-,  92 

Bromine,  265 

^^1 

BcDzene-hesta-carboxylic  acid,  222 

Broraoform,  2G6 

^^1 

Benzene-hexa-Iiydride,  26, 33 

Bromol,  269 

^^^ 

Ariatol,  270,  485 

Benzene-penta-carbozylic  acid,  322 

Bromo- methyl,  265 

^^^ 

Aromatic  acids,  211 

BenzcDe-riogs,  54,  482 

Bromo-nitro-methane,  305 

^^^ 

Aromatic  alcohols^  83 

BeozeDe-EQiphinic  acid,  288 

Butane,  9.  12 

^^^ 

Aromatic  series,  42 

Benzene-Biilpbomc  acid,  292 

Butene,  35 

^^^ 

Arrow >poisoD8,  441 

Benzene-tetra-carboxjlic  acid,  222 

Butenyl,  33,  82 

^^^ 

Artmaiin*8  Greolin,  96 

Benzene- tctra- hydride,  27,  33 

Butino,  21,  28,  38 

^^H 

Asaprot  (=-  abraatol),  294 

Bntine  glycol,  78 

^^H 

Asbolin,  96 

Benz-hydrozyl-amine,  318 

Buton-hexft-carboxylio  acid,  173 

^^1 

Afieptol.  292 

Benzidine,  358 

BuUer,  234 

^^1 

Aspujagine.  329,  470 

Benzidine-tetrazo-di-sodium- 

Butter,  artificial,  238 

^^1 

Aapartio  acid,  325,  438 

naphthionate,  337 

Butyl,  10,  82 

^^1 

Aspartic  aldehyde,  326 

Benzin,  37 

Butyl-acetylene-carboxylic  acid,  171 

^^M 

Aepartic  amide,  329 

Benzoic  acid,  211 

Butyl-amine,  440 

^^^ 

AsaeUne,  441 

Benzoic  aldehyde,  134 

Butyl-chloral,  272 

^^1 

Asymmetrical  carbon,  463 

Benzo-napkthol,  249 

Butyl-chloral-hydrate,  272 

^H 

Asymmetrical  poaition,  43 

Benzo-para-cresol,  141 

Butylene,  35,  36 

^^M 

Atom,  2,  U9 

Benzo-phenone,  141 

Butylene-glycol,  77 

^^M 

Atomicity.  SB 

Benzosol,  247 

Butylenyl,  33,  82 

^^1 

K      Atomic  weight,  3 

f      Atom,  moTemeat  of,  450 

Benzoyl,  201 

Bulyl'glycerin,  79 

^^1 

Benzoyl-ecgonine,  403 

Butyl- hypnal,  345 

^^1 

Atomv  positioD  in  space,  453 

Benzoyl-forraic  acid,  213 

Butylidene,  82 

^^^ 

Atropamine,  400 

Benzoyl-guaiacol,  247 

Butyr-aldehyde,  132 

^^^ 

A  tropic  acid,  214 

Benzoyl- hydrazine,  383 

Butyric  acid,  171,  172,  176,  23^ 

^^^ 

Atropine,  39^ 

Benzoyl- snip  himide,  363 

Butyryli  di-valent,  201 

^^1 

Auratnine,  141 

Benzyl,  34 

Butyryl,  mono-valent,  200 

^^1 

m     Aorantia,  314 

BGDzyl-alcohol.  84 

Bz-,  405 

^^M 

■      AorlD,  108,  492 

Benzyl-amine,  313 

^^H 

Australene,  51 

Benzyl-carbinol,  84 

^^1 

Axtal'Bjmmetrical  form,  4d3 

Benzyl -naphthalene,  56 

GAcxo-simsR,  338 

^^^ 

Azelalc  aoid,  171,  166 

Berbamine,  416 

Cadaverine,  357,  440 

^^^ 

Azinea,  340,  388 

Berberine,  416 

Cadinene,  52 

^^1 

Azo-beu26De,  334,  335 

Botaine,  355,  356,  440 

GafiTeic  acid,  220 

^^1 

Azo-compoands,  334,  335 

Betol,  248 

Caffeine,  378 

^^^^ 

1          AKO-e thy  1'  a1  cohol,  32 1 

Biazolone,  388 

Cajeputene,  50 

^^1 

■     Azo-imide,  383 

Bile,  307 

Cajeputol,  99 

^^1 

■     Azolidlnea,  380 

Bilifttlvin,  436 

Camphene,  51 

^^1 

V     AzoUdonefl,  386 

Bilinenrine,  354 

Cunphoide  311 

^^1 

■      A7.nhoeB,  366 

Biliph»in,  436 

Cftmphor,  Borneo-,  98 

^^^ 

■      Azolones,  386 

Bilirubin,  436 

Camphor,  common,  143 

^^^ 

Azok,  386 

Biliverdin,  436 

Cftfnphor,  Japan-,  143 

^^1 

Azo-nitro- propyl- phenyl,  338 

Biophene,  286 

Camphoric  acid,  208 

^^1 

H      Azo-ozy-benzeDe,  334,  335 

Bioses,  151,  166 

Canoroln,  442 

^^1 

H     Azo-ozy-com  pounds,  334 

Bif^muth-galiate,  222 

Cane-flugar  group,  151,  156 

^^1 

■     AsKoxazolee,  3S8 

B  ism  nth -Bali  oy  late,  215 

Caoutchin,  50 

^^1 

■     Azozines,  390 

Bittor-ahnond-oil,  134 

Caoutchouc,  52 

^^H 

Azozoles,  387 

Bitter-almond-oil,  artificial,  306 

Caprio  acid,  171,  177 

^^^ 

Bitter- almond- oil -green,  360 

Caproio  acid,  171.  177 

^^1 

Biuret,  372 

Caproyl- alcohol,  194 

^^1 

Ballistite,  311 

Blabber  oils.  238 

Caprylic  acid,  171,  177 

•^^1 

Barbituric  acid,  373                                     ] 

Bond,  diagonal,  53,  482 

Caramel,  157 

^^H 

■     Beheaicaoid,  171.  178,  193 

Bond,  double,  19,  464 

Carballyl,  201 

1 
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^^H 

^^^^H            Carbamic  add,  324,  328,  369 

Oateebol  methyl-ether,  118 

Cincboninio  aoid,  406                   ^^^H 

^^^^1             Carbamide,  328 

Catramin,  52 

Cinene,  60                                        ^^H 

^^^H             CBrbRmiDes,  420 

Caolosterin.  90 

Cineol,  99                                         ^^H 

^^^^H             CarbanJtk  noid,  370 

CelUalbumin,  432 

Cinnamene,  47                                ^^^B 

^^^^H             Carbanilide,  371 

Cell  globalin,  432 

Cinnamenyl,  34                               ^^^| 

^^^H             Carbinol  (see  also  Alooholi),  69 

Celluloid,  311 

Cinnamic  acid,  214                         ^^^^| 

^^^H            CBTbinol,  henzjh,  84 

Cellulose,  151,  158 

Cinnaouc  alcohol,  90                      ^^^H 

^^^1            Garbinol,  di^aUyl-,  75 

Cellulose-granp,  151 

Cinnamio  aldehyde,  134                  ^^^| 

^^^H             C&rbinol,  di-etb^l-,  71 

CeUulose-nitratefl,  311 

Cinnamyl,  201                                  ^^H 

^^^H             Carbinol,  dl-methyl-alljl-,  73 

C©r<?brin,  435 

Cinnamyl-oooaine,  403                     ^^H 

^^^^1             Carbinol,  di-meibyl-etbyl-,  72 

Cerebrin,  442 

Cinnamyl^goaiaool,  348                  ^^^| 

^^^^B            Carbtnol,  di-metbyl-phenyl-,  85 

Cerotic  acid,  178 

Cinnoline,  390                                 ^^^M 

^^^^H            Carbinol,  di  pbenyl-,  88 

Ceryl-oerotate,  232 

Cid-,219,483                                   ^^M 

^^^^H            Caibinol,  ethjl-phenyJ-,  85 

'    Cetyl-alcobol,  72 

Oitraoonio  acid,  195                        ^^^B 

^^^^^H            Carbinolf  iso-but;!-,  71 

C-etyl*palmitate,  232 

Cilramalic  acid,  187                       ^^^| 

^^^H            Carbinol,  meth jKdi-all jl- .  75 

Chains,  10 

Citrene,  50                                       ^^^1 

^^^^^1             Caibinol,  meihyl-bexa- methyl ene- 

Chadng,  cloBed,  24 

Citric  a^iid,  171,  173,  189               ^^M 

^^^H                                                toetbyl-,  84 

Chains,  open,  7,  24 

Cocaine,  402                                     ^^^1 

^^^^H            Carbinol,  methyUhexyl-,  194 

Cheese,  433 

Cocethyline,  403                             ^^^| 

^^^^H            Carbinolp  methyl-i&o-[)ropyl-,  71 

Cbelidonic  acid,  261 

Cod^e,  417                                     ^^H 

^^^^H            Carbinol,  iDethyl-pentEb-meihyleno- 

Chelen,  267 

God4iver  oU,  338                            ^^H 

^^^H                                            metby]'.  63 

Chinese  rice  paper,  168 

Collagen,  436                                  ^^H 

^^^^H            Carbinol,  methyt-pbenyl-^  85 

Chitin,  436 

Collidines,  303,  440                         ^^H 

^^^^^H            Carbino},  methyl-propjl-,  71 

Chloral,  271 

Collodium,  311                                   ^^^B 

^^^^^1             Carbinol,  phenjl-benzyl-,  88 

Chloral-amide^  369 

Colloids,  437                                     ^^H 

^^^^^H             CarbiDo),  phenyl-di-phenol-.  107 

Chloral-ammonia,  368 

Colloxylin,  311                                  ^^H 

^^^^^H            Carbinol,  tetra-methyl-,  72 

Chloral-cyan-hydratc,  421 

Colophon,  52                                     ^^^| 

^^^H            Carbinol,  tolyl  ,  86 

Chi  oral -cyan -by  drine,  421 

Combustion,  66                               ^^^B 

^^^^^H            Carbinol,  tri-methyl.,  70 

Chloral -formamide,  369 

Compound  ethers,  307,  231            ^^^B 

^^^^H            Carbinol,  triphenol-,  107 

Chloral-hydrate,  272 

Compound  liquid,  266                     ^^^| 

^^^^^B            Carbinol,  tri-pbeny!-.  89 

Chloral- imide,  360 

Compound  proteids,  433                  ^^^| 

^^^^H            Carbinol,  vinyUetbyt-,  73 

Chlorftlose,  273 

Concbiolin,  436                                ^^H 

^^^^^B            Garbo-glaconic  acid,  171,  183 

Chloral-urethane,  370 

Congo-red,  337                                  ^^^^1 

^^^m            Carbobydrates,  151 

Chlor-elbyl,  267 

Conhydnne,  396                                ^^H 

^^^H             Carbolio  acid,  92 

Chlor-ethylene,  268 

Coniferin,  160,  446                           ^^H 

^^^^^B             Carbolic  acid,  crude,  95 

Chloric  acid,  485 

Coniferyl-aloohol,  123                      ^^H 

^^^^B             Carbolio  Hme,  95 

Chlorine.  265.  484 

Conine,  3'J6                                        ^^^B 

^^^^^H             Carbottc  powder,  95 

Chlorine  peroxide,  485 

Conydnne,  396                                  ^^^H 

^^^H            Carbon,  3,  453 

Chloro-behenio  acid,  477 

Conyrioe,  392                                    ^^^^ 

^^^^H            Oarbon«aiom,  agymmeirlcaK  463 

Cbloro-earbonio  acid^  273 

Copcliidines,  397                              ^^^B 

^^^H            Carbon  di'Oxide,'l79,  184.  485 

Chloroform,  266 

Cordite,  311                                       ^^^1 

^^^^H            Carbon  di-sulphide,  283 

Chlorofonnic  acid.  273 

Corresponding  positions,  483          ^^^B 

^^^H            Carbonic  acid,  171,  179,  184 

Chloro-methane,  265 

Ccnidinea,  393                                  ^^H 

^^^H            OorboQ  mon-oside,  278,  485 

Chlorophyll,  436 

Gorroaive  sablimate,  267                  ^^^^ 

^^^^H            Carbon  oxy-chlortdc,  273 

Chloropicrtn,  305 

Cotarnic  acid,  412                            ^^^B 

^^^^H            Carbon  oxy-Balpbide.  283 

ChJorot^troxide,  486 

Cotarnine,  413                                   ^^H 

^^^^^H            Carbon*  stereometric  form  of,  453 

Chloroufl  acid,  486 

Cotton-oi),  238                                   ^^H 

^^^^1             Carbocyl,  130,  138 

Chloroxalctliyline,  391 

Coumaric  aoid,  216                           ^^^H 

^^^^^H           Carbonyl^amido-pbenol,  343 

Chloryl,  267 

Coumaric  anhydride,  316                 ^^^H 

^^^H            Caibonyl-chJoride,  273 

CholeSciLcid,  367 

Coumarin,  216                                  ^^^B 

^^^H            CaiboDyl'di4bio-acid,  282 

Ciiolepjrrhin,  436 

Oreasote,  119                                 ^^M 

^^^^H            Carbonyi-thioxj-acid,  2B2 

Cbolern-bacillns,  446 

Cn^AHOte,  oleo',  344                         ^^H 

^^^H           CarboatyrU,  366,  405 

Choleeterin,  90 

Creatine,  374                                  t^^^^l 

^^^H            Carbozyl,  165 

Cholio  acid,  367 

Creatinine,  375,  441                         ^^^^1 

^^^^B            Carbyl-amines,  420 

Choline.  354.  440 

Creolin,  96                                          ^^^^1 

^^^H            Cardin.  442 

ChromophanGB,  436 

Creosol  119                                      ^^H 

^^^^B            Camauba  acid,  178 

Chromo-protelda,  436 

Creoaotal,  244                                   ^^^1 

^^^^^H            Carnine,  441 

ChryBaniline,  340 

Creosote,  119                                  ^^H 

^^^H            Carrotin,  436 

ChryBarobin,  122 

Cresalol,  246                                     ^^^^1 

^^^H            Carvacrol,  97 

ObryEazin,  147 

CreBol,  95                                          ^^M 

^^^H            Car^acrol-iodide,  270,  485 
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Cinchomeronio  acid,  394 

Croton -aldehyde,  133                        ^^^B 
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Croton-ohloral -hydrate,  273            ^^^B 
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Di-meihyl-di-iso-btityl-di-benzeoe,  67                   ^^^H 

Cyanogen,  419 

Di^bcnzyl,  47 
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Bt-methyl-ethyl- Diet  bane,  14                                  ^^^| 

Cyclo-hydrocarbonfl*  24,  42 
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Di-nitro-creso!,  308                                                   ^^^H 

Becylei&io  acid,  171 

Di-heptyl-acetic  acid,  177 
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Di-phenyl' amine- blue,  314                                      ^^^H 

Dextrin,  ervthro-,  159 

Di*hydroxy*h©ptylio  acid,  171 
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Di- phenyl- di-aoetylene«  56                                     ^^^^ 

Dextro- tartaric  acid,  187,  464 
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Di-phenyl-ketoDe,  141                                               ^^^| 

Di -acetylene  carboxy lie  acid,  174 

Di -hydroxy -valeric,  171 

Di-phcnyl'methane,  46                                           ^^^H 
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Di-iodo-resorcin -iodide,  271 

BiBinfectants,  95                                                    ^^^H 
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Ethyl] dene- succinic  Acld,  185 

^^^H            Di-thymol.  105 
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Ethyl-nitrite.  303 
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Ethyl-phenyl-acetone.  140 
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Ether,  methvl  ethy!-,  113 

Ethyl-phenyl-carbinol,  85 

^^■r            DuboiBine*  400 
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Ethyl-Bulphite.  288 
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Ethyl-Eolphone,  389 
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Ethyl-gnlphonic  ethyl-ether,  205 

^^^^H 
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Ethyl-eulphurooi  ftcid,  288 
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Ethyl-toluene,  45 
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Ethoxy*flcet-anilide,  348 
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^^^^H             Eicosane, 

Ethoxy- caffeine,  379 
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Eucarrol,  492 
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Ethyl  amidophenate,  540 
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^^^H             Electrolyte.  279 
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Ethyl -aniline.  314 
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Ethyl -bromide,  267 
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^^^H             Emodin, 

Ethyl'butyrate,  332 
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^^^^B             Emulsin,  446 

E thy Icarbaf flic  ether,  370 

Enrophen,  270,  485                       ^^^1 

^^^^B            EDaDtMomorphiFiD,  460 

Ethyl'Carbonate,  207 

EuTDphenol,  105                             ^^^H 

^^H            Eneymes,  443,  444 

Ethyl-oarbouic  acid,  207 

Evaporation,  277.  4S0                   ^^^M 

^^^^F             Easymes,  carbchydrate-.  445 

Ethyl-carbonyl- amine.  428 

Exalgine,  343                                 ^^H 

Bn»ym©s,  glyceride-,  445 

Ethyl -chloride,  266.  267 
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Eoain,  47 

Ethyl-diaalphide,  281 

^^^H 
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Ethylene,  20,  35 
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Erucidic  acid,  193 
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Erytlirite.  68,  79 
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j   Fats,  rancid,  258                           ^^H 
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Ethylene-hromide,  267 
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Eiythro- dextrin.  169 

EthTlcuc-chlcridc,  266,  267 
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Eiyihrol,  68,  79 

Elhylcne-diacetin,  233 
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Ervthro-oiyanthraquinoDe,  145 

Ethyknc-di-amine,  317 
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ErythroBC,  135,  161,  U2 

Ethylene  glycol.  76 
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Essence,  artitlcial  fruit- .  233 

Ethylene-ioflide,  267 

Ferments,  glucoside-splilting,  446        I 

Essence  of  mirban,  306 

Ethylene-lactic  acid,  168.  179 
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Ester.  231 

Ethylene-monacetate,  233 

Ferments,  organised.  443                       M 

EBter-Acid,  231 

Ethylene-mon-ftcetin.  283 

Ferments,  proteo-hydrolytic.  444         fl 

Ethane,  8,  12 

Ethyl  ene-oxjde,  115 

Fermenta,  proteolytic,  444              ^^M 

Ethane-di-carboxylic  acid,  185 

Ethylene-succinic  acid,  185 

Ferments,  steatolytic.  445             ^^H 

Ethene,  85 

Ethyl -ether,  113.  W! 

Ferments,  unorganised,  448          ^^^| 

Etheoyl,  11,  82 

Ethyl-formate,  281 
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Ethyl -glyoxal-ethyline.  891 
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EthyKhydraaine.  332 
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Ethyl-hydro-Bulphide.  281 
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Ethylidene-chloride,  266 
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Fluoranthene,  60 
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Glyceride,  233 
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FormaSin,  131 

Gljceride -enzymes,  445 
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Formyl'phenetidine*  347 
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Globtilin,  432 

Goose-fat,  238 

Hexoses,  poly-,  151                                            ^^^H 

G]obu1o3e,  438 

Gossypose,  158 

Hexoses,  tri,  151,  158                                        ^^^| 

GloQoio,  310 

Granulose,  159                                            , 

Hexoylane.  39                                                       ^^H 

Glucase,  445 

Grape-sugar  group,  151,  152 

Hexyl-amine,  441                                                 ^^^| 

Gluoogenio  acid,  183 

Groups,  10 

Hexylene,  35                                                        ^^^H 

Gluooheptito!,  BO 

Guaiacol,  118 

Hexy I- glycerin,  79                                               ^^^| 

Gluconic  acid,  171,  172,  183 

Guaiacol-benzoftte,  247 

HexyUlutidines,  393                                              ^^^| 

GlucoDonite,  68 

Guaiacol  carbonate,  243 

Hipp  uric  acid,  330                                                ^^H 

Oluco-octite,  68 

Guaiaool-carbonic  acid,  244 

Hifilozyme,  446                                                     ^^H 

GJQCo-BacohariuiQ  acid,  181 

Guaiacol,  oleo-,  244 

Horn-,  400                                                             ^^M 

Glooosazone.  155 

Guaiocol-salioylate,  247 

Homatropine,  400                                                ^^^| 

'         eiucofifi,  151,  152,  153 

Gunnidine,  374 

Homo-,  400                                                           ^^H 

Glucose-fa  ydrazone,  154 

Guanidine-acetic  acid,  374 

Hotno-cateohol,  96                                               ^^^| 

Gluoosides,  160 

Guanine.  377,  441 

1          Glocoeide-Bpliitiug  ferments,  446 

Guavaoine,  403 

Homo-coouDe,  403                                               ^^^| 

Glucosone,  155 

Gulose,  151,  152,  155 

Homologous  series,  12                                          ^^^| 

Glutamic  acid,  326 

Gtin-cottoo,  311 

Homo-pyro-catechin,  96                                    ^^^H 

Glutaric  acid,  18^ 

Gunpowder,  Bmokeless,  311 

Homo-quinine,  411                                                ^^^^ 

Gluten,  433,  446 

Gutta-percha,  52 

Homo-sAlicylic  acid,  223                                   ^^^| 

^^H^   500 
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^H 

^^^^H           Homo-Buliojli^e-olilorQform,  358              1 

Hydroxy-crotonio  acid,  17 1»  174 

Xmido- ethyl-alcohol,  321                  ^^^B 

^^^^B           HajBAn  fat,  2S8 

Hydroxy-decylic  acid,  171 

Iinido  gronp,  314                              ^^^^H 

^^^H           Hydraoetice,  380 

Hydroxy -erooio  aoid,  171 

Lnines,  359                                         ^^^^| 

^^^H           Hjdraoelme,  ethoxj*,  S81 

Hydroxy- ethyl,  81 

Immunity,  441                                   ^^^H 

^^^H           HydrAoi^lic  aotd,  179 

Hydroxy -ethyl -amine,  321 

Inactive  ethylidene- lactic  acid,  179        H 

^^^^H          Hjdmm.me5,  Mi 

Hydroxy-ethylinin-hytljate,  366 

Inactive  valerio  acid,  176                  ^^H 

^^^H            Hjdiantliraiiol,  91 

Hydroxy-  ethyl  -me  thy  1  -p  iperidelne,  399 

Indene,  80                                       ^^^1 

^^^^H             Hydrastlne,  415 

Hydroxy -ethyl-Bulphonio  odd,  291 

Index     —                                        ^^^^1 

^^^^^H           Hydrastimne,  415 

Hydroxy-ethyl-tri-methyl-aaimomtim- 

acids,  165                                  ^^^H 

^^^^H           Bydrated  benzenes,  83 

hydroxide,  854 

alcohols,  67                               ^^^H 

^^^^H           Hydrated  qulnoIiDeB,  408 

Hydroxy^formic  acid,  179 

aldehydes,  130                            ^^W 

^^^^B           Hydration,  SB 

Hydroxy- gl a taric  acid^  171,  187 

bonds  in  closed  chains,  48,  218        ■ 

^^^^H           Hydratropio  acid,  213 

Hydroiy-hydro-muconio  acid,  171 

bonds  in  open  ohjuns,  36                  U 

^^^^H           Hydrazine.  833 

Hydroxy-hydro-qmnone-raethyl' 

carbon-atoms  in  acids,  167               H 

^^^^H           Hydrazine,  asymmetrioali  882 

ether,  121 

carbon-atoms  in  anthracene,           1 

^^^^H           Hydrazine,  benzoyl-,  863 

Hydroxy -hypogaeio  acid,  171 

59,  60, 141 

^^^^H           Hydrazine-eompoands,  332 

Hydroxy  it4iconio  acid,  171,  174 

carboE-atomji  in  benzene,  42,  43 

^^^^H            Hydrazine'derivatives,  380 

Hydroxyl,  65 

carbon-atoms  in  naphthalene,  31 

^^^^^B            Hydrazme-hydroxy^ benzoic  ax^id,  381 

Hydroiyl- amine,  318 

carbon -atoms  in  open  chains, 

^^^^H            Hydrazine,  mtro&o>beiizoyl-,  383 

Hydroxy  1- amine  chloride,  318 

B6, 167    ■ 

^^^^B           Hydrazine-salioylio  acid,  381 

Hydroxyl,  position  of,  101,  140,  153, 

carbon -atoma  in  penta-                     ■ 

^^^^H            Hydrazine,  ayimuetncal,  883 

IBB.  183,  462 

methylene,  26  I 

^^^H           Hydrazo-benzene,  838.  335 

Hydroxy. malonic  acid,  180 

carbon -atoms  in  pyr&zol,  386           ■ 

^^^^H           Hydrazo-oompotmda,  388 

Hydroxy -niArgaric  aoid,  171,  180 

carbon-atoms  in  pyridine,  359           ■ 

^^^^H           HydrazO'deriTatiTefl,  380 

Hydroxy-methyl,  81 

oarbon-atoms  in  pyrone,  260            ■ 

^^^^1           Hydrazoio  acid,  383,  384 

Hydro  xy-methyl-tetra-hydro- 

carbon-al<}mB  in  pyrrol,  886             ■ 

^^^^H           Hydrazo-meihyl-pbenyl,  833 

qdnoline,  409 

carbon- atoms  in  quinoliiie,404,405    ^ 

^^^^H            HydrazoneB,  154,  BSS 

Hydroxy-me  thyl  -  tetrahy  d  ro  - 

carbon* atoms  in  terpenas,  46 

^^^^H           Hydrindigotin,  3G5 

quinohne-carboiylic  acid,  409 

carbon-aiODis  in  tetra-                      ^ 

^^^^^H           Hydro-antipyrine,  388 

Hydroxy -myriBtio  acid,  171 

methylene,  2B  m 

^^^^H           Hydro- benzoin,  89 

Hydroxy- naphthoic  acid,  22G 

carbon-atoms  in  tri^  methylene,  25  H 

^^^^H           Hydro -bromic  etber,  207 

Hydroxy-nonylic  acid,  171 

phenols,  67                                         ■ 

^^^^H           Hydrocarbona,  7 

Hydroxy-cenanthylic  acid,  171 

Index  to  aliphatic  aoidz,  171            ^^^fl 

^^^^H            HydrocarbouB,  oyolo-,  24 

Hydroxy-palmitic  acid,  171 

Indiambber,  52                                 ^^^| 

^^^^H            EydrocnrbonB,  fundamental,  7 

Hydroxy-phenyl- alanine,  327 

Indigo,  809,  365                                ^^M 

^^^^H           HydrocarbonB,  saturated,  7 

Hydroxy-phenyl-amido-propionio 

Indigo- white,  365                             ^^^H 

acid,  327 

Indole,  352                                         ^^^| 

^^^B           Hydro-oarboetyn),  306 

Hydroxy- prop ionio  aoid,  171,  179 

Indoxyl,  365                                        ^^H 

^^^^H            HydrO'Oblorio  acid,  484 

Hydroxy-pyro  tartaric  acid,  187 

Indnline,  385                                    ^^^H 

^^^^^B            Hydro- oinnamio  acid,  212 

Hydroxy-quinol,  93 

Inosite,  94                                          ^^H 

^^^^B            Hydro-collidine,  440 

Hydroxy^quinol'Cavboiyiic  acid,  221 

Intramolecular  anhydride,  182         ^^H 

^^^^H           Hydro-oyanio  acid,  419 

Hydroxy-quiuoUne,  366,  405 

Intramolecnlar  change,  40                      ^B 

^^^^H            Hydro-ferri-oyanio  aoid,  420 

Hydroxy-Bteario  add,  171,  100 

^    Inulln,  151                                        ^^^^B 

^^^^^B            Hydro-ferro-cyanio  acid»  420 

Hydroxy- Buberic  acid,  171 

loveriase,  445                                   ^^^^B 

^^^^^B            Hydro  mnconio  acid,  171 

Hydroxy- succinic  acid,  186 

Invertin,  445                                      ^^^^B 

^^^B            Hydro-phtbalic  acidB,  218,  219,  463 

Hydroxy-toluic  acida,  223 

Invert-sugar,  157                             ^^^H 

^^^^^B            Uydi'o  quinone,  92 

Hydroxy-vakrio  acid,  171,  180 

Iodine,  265                                        ^^^B 

^^^^^B            Hydro -quinone- methyl' ether,  116 

Hyosoine.  400 

Iodine  absorption,  2451                    ^^^| 

^^^^H            Hydro- Bulpbaroufi  acid,  48U 

HyoBoyamine,  400 

lodo-aoet-anilide,  342                      ^^^H 

^^^^H           Eydroxamio  adds,  819 

HyoBoyn,  400 

lodo-antifebrine,  342                       ^^^H 

^^^^B            Hydroximio  aoids,  819 

Hypnal,  345 

lodo-ethylene,  26H                           ^^^H 

^^^H            Hydroximide,  302 

Hypnon,  140 

Iodoform,  266                                   ^^^^| 

^^^^H            Hydroxy-  (see  also  Oxy-) 

Hypo-clilorooB  acid,  485 

lodol.  330                                           ^^H 

^^^^^B            Hydmxy-acetaniMde,  842 

Hypo-chlorooa  anhydride,  485 

lodoninm  hydro xi  de ,  486                 ^^^| 

^^^H            Hydroxy-alk jls,  8 1 

Hypogffilc  acid,  171,  191 

lodo-phenine,  349                            ^^^B 

^^^^^B            Hydroxy- ammonia,  318 

Hypo-iodoua  acid,  271, 486 

lodo-pyrine,  844                               ^^^H 

^^^^^B           Hydroxy-ammoniom-cblonde,  816 

Hypo-mtrouB  acid,  301,  486 

lodo-ealloyl-iodide,  271                    ^^H 

^^^^H            Hydroxy-anthranol,  91 

Hypo-phoBphoric  aoid,  488 

lodosQ-componnds,  271,  465           ^^^M 

^^^^H           Bydroxy-anthraquinone,  145 

Hypo-phoBphoroas  Eusid,  487 

lodous  add,  271,  485                      ^^M 

^^^^H            Hydroxy -benzoio  acid,  215,  216 

Hypo-BuIpbnroaB  acid,  489 

lona,  280                                          ^^^H 

^^^^H           Hydroxy-benzyl- alcohols,  100 

Hypoxanthine,  377,  441 

laatio  acid,  S64,  866                      ^^B 

^^^^H            Hydroxy-benzylmethyl-ether,  132 

Hystazarin,  140 

l8«iin,  864                                       ^^M 

^^^^H            Hydfoxy-but^T-aidehyde,  133 

laethionio  acid,  291                        ^^^1 

^^^H           Hydioxy-butyric  acid.  171,172,180,239 

Iflo-aconitio  Hboid,  196                     ^^^H 

^^^^^B            Hydroxy- cap roic  acid,  171, 180 

ICHTYOL,  295 

^o-alizarin,  146                              ^^^H 

^^^^H           Hydroxy-caprylic  acid,  171 

Ichtyolmn  germanieomf  295 

Iso-allyl,  34                                            « 

^^^^H            Hydroxy 'Oinnamic  acid,  216,  %i9 

Idryl,  00 

Iso-allytene,  37                                         ■ 

^^^^^B            Hydroxy- cinnamic- anhydride,  220 

Imide,  384 

Iso-allylene-tetra*carboiyHc  acid,  173     ■ 

^^^^B            Hydroxy-citrio  acid,  171,  173 

Imido-baaeB,  314 

Iso-amyl-amine,  441                                ^| 

^^^^  INDEX 

^M 

iBO-amylene,  36 

Jaboeandinb,  895 

Ligroin,  87 

^H 

Iso-Amyl-iso- valerate,  232 

Jaborine,  395 

Limonene,  29,  GO,  75 

^^^H 

Iflo-amy  I  nitrite,  304 

Jecoleic  acid,  171.  192,  103 

Linkage,  454 

^^^H 

Ifio-aiithiadavic  acid,  147                          1 

Jecolem,  23B 

Linolelc  acid,  197 

^^^1 

iBO-anfeipyrino,  844                                    i 

JeyeB*  diainfeGtant,  06 

Linolein,  237 

^^^^ 

Iflo-apiol,  121 

Linolemo  acid,  171,  198 

^^^H 

Iso-butane,  13 

LinoleniQ  acid,  iso-,  198 

^^^H 

Iso-butenjl,  82 

Kaibikk,  409 

Linolenin,  337 

^^^H 

lao-butyl.  11,  82 

KairoHne.  409 

LinoHc  acid,  171,  198 

^^^H 

Iso-butyl -acetic  acid,  177 

Kathions,  *2m 

Linolia,  237 

^^^H 

Xso-bntyl-oarbmol.  71 

Kathode,  270 

Linseed  oil,  238 

^^^1 

lao-butyl-oreaol,  97 

Helen,  267 

Linusio  acid,  171,  172,  183,  ID8 

^^^H 

lao-butyl-creeol- iodide,  270 

Eeraein,  435 

Linusic  aoid,  iso*,  183,  198 

^^^H 

Iso-btityleBfi,  36 

Eeratin,  436 

LipcM^hromes,  436 

^^^H 

lao-batylenB' glycol,  77 

Eeroiene,  37 

Litmus,  96 

^^^H 

Jso-botyl- formic  acid,  179 

Eeione,  127,  13B 

Little's  fluid,  96 

^^^H 

liO-butyl-nitrito,  303 

Eetone-acids,  207,  227 

Liver  oiIb,  238 

^^^H 

IsO'batyrio  acid,  176 

Eetona-aldehydes,  207,  230 

Loaophan,  269 

^^^H 

Iso-choleBterin,  90 

Eetone,  di,  140 

Lupeti dines,  397 

^^^H 

lao-orotonio  acid,  190 

Ketone,  di  methyl-,  138 

Lupetidyl  aUtiae,  396 

^^^H 

iBO'Orotonyl,  33,  82 

Eetone,  di-pheuyU,  141 

Lutidiaes,  393 

^^^H 

lao-cyanides,  420 

Eetone,  formation  of,  127 

Lysatine,  375 

^^^H 

Jao-Gjanogeti,  419 

Ketone,  iso-propylidene-,  133 

LyBatinine,  375 

^^^H 

iBO-oynnaric  acid,  423 

Ketone,  methjl-ethyl-,  139 

Lyaol,  96 

^^^H 

lac-diidtirio  ncid,  373,  376 

Ketone,  methyl-phenyl',  140 

^^^H 

Iflo-di-hydioxy-bebenio  acid,  171 

Ketone,  miied,  139 

^^^H 

Iso  eugenol,  120 

Ketoses,  151,  152 

Mag  D ALA- RED,  340 

^^^H 

l3o-liex:a-!iydrox7'BteanG  acid,  198 

Ketoximes,  319 

Malochite^green,  360,  492 

^^^H 

lachhexane,  15 

Krealn,  96 

Malakine,  349 

^^^H 

IflO-hydrO'benzoin,  6^ 

MaJelo  aoid,  171.  174,  195,  473 

^^^H 

lao-liDolenic  acid.  107.  198 

Mftleio  anhydride,  474 

^^^H 

IsO'liimsio  acid,  183,  198 

Lact^ausuuin,  432,  433 

Maleinoid  form,  219,  483 

^^^H 

Ifio-jneJamine,  424 

Lactaraes,  365 

Malic  acid,  171,  172,  166,  473 

^^^H 

Isomers,  12,  18 

Lactic  acids,  179 

Mallein,  442 

^^^H 

Isomers,  optical,  49^  461 

Lactic  atibydride,  257 

Malonic  acid,  168,  171,  184 

^^^H 

Isomers,  atereometricaJ,  4 GO 

Lactido,  183,  257 

Malooic  ether,  242 

^^^H 

Ifiometamers,  13 

Lao  times,  305 

Malonyl,  201 

^^^H 

IsonitrileB,  420 

Lacto-biose,  157 

Malonyl-urea,  373 

^^^H 

Iso-nitroso-acetone,  303 

Lac  to-lactic  acid,  267 

Malto-biose,  157 

^^^H 

Iso-mtroso-compounds,  302 

Lactones,  182 

Maltose,  161,  167 

^^^H 

lao-oleio  acid,  192 

Lactonic  acid,  183 

Malt-Bagar,  157 

^^^H 

lio-oiazole,  387 

Laclii-phenine,  348 

Mandelio  acid,  213 

^^^H 

Isa-palmitic  acid,  177 

Lactase,  161, 165,  157 

Manna,  80 

^^^H 

lao-parafflss,  18 

LactTl,  201 

Mannite,  68,  80 

^^^H 

Iso-phtbalic  acid,  217 

LujvO'laciic  acid,  IBO,  462,  433 

Mannitol,  68,  80 

^^^H 

Isoprene,  22.  39,  52 

Lf&vo-taitarie  acid,  187,  464 

^faunoctite,  68 

^^^H 

lao-propcDyl,  33,  82 

Lanolin,  90 

Manno-heptitol,  80 

^^^H 

Iso-propyl,  11,82 

Lard,  238 

Mannonic  acid,  183 

^^^H 

Iso-propyl- acetic  acid,  176 

Lanrene,  62,  63 

Manno-Baccbano  acids,  188 

^^^H 

Iso-propyLacetyl3ne,  39 

Laurie  acid,  171, 177 

Mannosea.  161,  153,  155 

^^^H 

Ibo- propyl 'benzene,  44 

Lauironolic  acid,  171 

Margario  acid,  171.  177 

^^^H 

lao-propyl-fctbylene,  20,  36,          * 

Law  of  atomic  linjdng,  10 

Margarolio  acid,  197 

^^^H 

IbO'P  ropy  Udene- ketone,  138 

Law  of  limitaiioD,  18 

Marsh  gas,  8 

^^^H 

Iso-propyl-metlian©,  13 

Lecitbin,  434,  435 

Mateaite,  94 

^^^H 

Iso-pyrasoline,  386 

Legnmiii,  433 

Mauveme,  340 

^^^H 

leo-pyrazotone^  386 

LepoTgylic  acid,  186 

Mecomo  acid,  261 

^^^H 

l0o*qmcioline,  390,  404 

LeQcaniliiie,  363 

Meconine,  254 

^^^H 

lao-sftfrol,  121 

Lenceloe,  326 

MeooDinio  aoid,  254 

^^^H 

IflO-steario  acid,  178 

Leucic  acid,  180 

Melfunine,  423 

^^^H 

Leucine,  325,  B26,  488 

Mdaoina,  436 

^^^H 

IflO-ierebeniene,  50 

Lenc<M}ompoi:ndfl,  360 

Meluiogeo,  436 

^^^H 

iBo-terpeae,  50 

LeuGoline,  367 

MelesitoBe.  161 

^^^1 

Iflo-tri-bydroij-Btoario  acid^  181 

Leueomalnea,  440,  441 

Melibiofle,  151 

^^^^ 

Isovaleric  acid,  176 

Lenco-malachite-greeD,  360 

Meliiule,  308 

^^^H 

IsO'Valerylene,  32,  89 

Levulinio  acid,  228 

Meliaaylpalimtate,  S32 

^^^H 

lio-Tamllin,  137 

Levulose,  151,  153,  420 

MelitOBe,  158 

^^^H 

Itacomc  acid,  171,  174,  196 

LevulOBe-carboiylic  acid,  426 

Melitriose,  158 

^^^H 

Itamallc  acid,  187 

Liebermann'B  reaction,  305 

Melliteae,  40 

^^^H 

Lsal.96 

Lignooerio  acid,  171,  178 

Melliao  aoid,  222 

1 
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INDEX 

^^H 

^H                 MemhiLden-oil,  238 

Methylene,  11,  14,  82 

M  ethyl  tri-Balphomo  acid,  291           ^^^H 

^m               MenibeDe,  49 

Methylene-blae,  353 

Methyl -uramine,  374                            ^^^H 

^1                 Menthol,  98 

Methylene-bromide,  266 

Methyl- violet,  363                                ^^^M 

^B                 Kenthone.  lid 

Methylene-chloride.  265 

Metol,  358                                             ^^H 

^H                  Mero&ptaDfi,  281 

Methylene-di  ethyl-ether,  115 

Meto2dne,  343                                       ^^^1 

^M                 Mercaptides,  281 

Methylene-di-methyl^ether,  114 

Miasines,  389                                      ^^^| 

^^B                Mercuric  chloride,  267 

Methylene-Rlyool,  76,  114 

Migr&inine,  379                                   ^^^H 

^^M                MercurouB  thlo-cjcvnate,  42 1 

Methylene-iodide,  265 

Milk-sugar,  157                                   ^^^| 

^^B                 Mercury  olhyl-chloride,  207 

Methyl-ether,  113 

Mixed  azo-eompotinda,  $B^                ^^^^| 

^^B                  Me rcury-fonn amide,  B!28 

Methyl-ether-protooatecliaic  aotd,  252 

Molecular  refraction,  144                   ^^^| 

^^B                 Mercury^^ucciiiimidei  329 

Methyl-ethyl-iiCGtal,  115 

Molecular  weight,  4                            ^^^^1 

^^m                Me  rcmy-thymol' acetate,  175 

Methyl-ethyi-acetio  acid,  190 

Molecular  weight,  determlDation  of«4|^^H 

^^H                Mesacooic  acid^  196 

Methyl-ethyl-acetylene,  22 

Molecules,  2                                           ^^1 

^H                 Mesitene  alcohol,  87 

Methyl-ethyl-benzene,  45 

Molecules,  size  of,  451                           ^^^H 

^H                 Mefiitonic  acid,  171 

Methyl-ethyl-ether.  113 

Mouacetin,  233,  234                              ^^H 

^m                 Mesitjlene,  45, 139 

Methyl-ethyl-ethyleiie,  20,  36 

Mouo^id  alcohols,  67,  69                    ^^^H 

^H                 MesitjleDC'glycol,  87 

Methyl-ethyl-iao-hexyl-methane,  17 

^fonacid  phenols,  92                            ^^^^| 

^H                 MeutyUc  alcohol,  B7 

Methyl-etbyl'ketone,  139 

Monads,  3                                               ^^^^| 

^H                 Meaitjl-oxide,  138 

Methyl-formate.  231 

Monaminea,  313                                   ^^^H 

^H                 Meso-paraflinfl,  18 

Methyl-glycocoM,  324 

Monatomic  alcohols,  68                      ^^^^| 

^H                  Meso-tartark  acid.  167.  404 

Mothyl-glyco-cyamidiDG,  375 

Monimines,  359                                      ^^^H 

^M                 Mesoxalic  acid,  171,  187,  375 

Methyl-glyco-cyamine,  374 

Mono-chlor-acettc  acid,  273                 ^^^| 

^^H                 Mesoxaluric  acid,  373 

Methyl-glycollic  acid,  207,  250 

Mono-chlor-ethylene-chloride,  264i       ^^^B 

^H                 Meaoxaljl'Urea,  373 

Methyl-green,  47 

Mono-chlor-ethylidene-chloride,                  H 

^M                 Ueiet',  43 

Methyl-guatiidine,  374,  440 

266, 267      ■ 

^H                  Metamerfl,  13 

Methyl-giianidioe  acetic  acid,  374 

Mono-chloro-tneibaiie.  265                           H 

^H                 Meta  phosphoric  acid,  487 

Methyl  -  hexa  -  methylene  -  methyl  - 

Mono-glycerideB,  233                                    H 

^H                 Metft'Sacclifirinic  acid,  172 

oarbinol,  84 

Mono-saccharideB,  152,  153                        H 

^H                 Methac€tme,  347 

Methyl-heiyl-carbinol,  194 

Monoses,  151,  152                                 ^^M 

^H                MetbaorrUc  acid,  190 

Methyl- hydro- a olphide,  281 

Mono-sulpho-benzoic  acid,  296          ^^^B 

^H                 Methane,  7,  12 

Methyl-hydroxy-ethyliiim-hytirate,  356 

^H                 Methane-derivatep,  7 

Methyl -hydroxy -glotaric  acid,  171 

MoDureides.  372                                     ^^^^^| 

^H                 MethanDide,  342 

Methyl -hydroxy -valeric  acid,  180 

Morphine.  416                                      ^^^^| 

^m                 Melheiiyl,  11,  B2 

MethvMdene,  11,  82 

Morpholine,  390,  416                          ^^^B 

^H                  Methenyl  amidine,  3£1 

Mrtiiyl-indoie,  352 

Morrhuine,  441                                     ^^^^H 

^H                 Methoxy^,  Bl 

iMethyl-iodide,  265 

Muccdin,  433                                         ^^^B 

^H                  Methoxy-acctic  acid,  2&0 

M e thyl-iflo-butyl-benaene,  46 

Mucio  acid,  188                                   ^^^B 

^H                  Methoxy  ben^E-aldehyde.  136 

Methyl-ifio- cyanide,  420 

Mucins,  435                                           ^^^^H 

^^H                  Methozy-bcitzoic  acid,  251 

Methyl-iso-propyl-benzene,  29,  46 

Murexide,  375                                        ^^^^| 

^H                 Methoxy-oafTelne,  379 

Methyl-iflo-propyl-benzeae- 

Muscarine,  355,  440                             ^^^H 

^M                 Metboxyl,  81 

dl-hydride,  29 

Muscle -albumin,  433                            ^^^^| 

^H                 Methoxy-phenyl,  lid 

Methyl-iso-propyl-carbinol,  71 

Musk,  artifiLial,  307                            ^^^B 

^H                 Methoxj-qtiinoline,  406 

Methyl  -  iso-propyl  -  psendo  -  pen  tyl  - 

Mufvtard-oils.  424                                   ^^^^B 

^H                 Methoxj-ietra  hydro-qninoliDe,  40S 

methune,  17 

Mycophylaxines,  442                           ^^^H 

^B                  Methyl,  10, 14,  81,  62 

Methyl-tnGrcaptan,  291 

MycofiozineB,  442                                  ^^^^| 

^m                 Methjl'&oet  anilide,  342 

Metbyl-methylene-gallio  acid,  412 

Myoglobulin,  433                                 ^^^B 

^m                 Methyl-acetate,  207.  231 

Methyl-orange,  337 

Myoam,  432,  445                                  ^^H 

^m                 Methyl-aeetylene,  59 

Methyl-pen  La-methylene^nne  thy  t- 

Myosm-ferment,  432,  445                   ^^^B 

^m                 Methjlal,  114 

earbinol,  88 

Myoiinogen,  432                                  ^^^H 

^m                 Methjl.akohol,  69 

Methyl- ph en acetine.  348 

Myoainoses,  438                                   ^^^B 

^m                 Methyl-aldehyde,  130 

Methyl- p he nyl-carbinol,  85 

Myricyl-palmitate.  232                         ^^^B 

^H                  Methyl-ailene,  20.  B7 

Methyl-phenyl- ether,  116 

Myrifftic  acid,  171.  177                        ^^H 

^^M                  Methyl-amidC'iicetic  acid,  35d 

Metbyl-phenyl-hydrazine,  888 

Myroain,  424,  446                                ^^H 

^H                  Methyl- am ido-phen ate,  340 

Mdhyl-phenyl-ketone.  140 

MytilotoxiAo,  440                               ^^H 

^H                   Methyl' ainine,  313 

Methyl-piperideme,  398 

^^^^1 

^H                  Methyl-aniliue,  314 

M  ethy  l-propy  I  -  carbi  nol,  7 1 

^^^^M 

^H                  MethyUaorin,  108 

Methyl- protocatechuic  aldehyde,  136 

Ni^OEio  icn>,  179                             ^^^H 

^^m                  Methyl- beozene,  44 

Methyl-qninoline,  405 

Naphtha,  37                                          ^^^B 

^H                  Mcthyl^brcmide.  2G5 

Methyl-Balicylate,  244 

Naphthalene,  31,  32                            ^^^B 

^H                  Methyl-butyl  acetic  acid,  426 

Methyl-aailcylic  aotd.  245 

Naphthalene-sulphonic  acid,  294              ^B 

^H                  Methyl-carbainine,  420 

Methyl-aalol,  246 

Napbthalol,  248                                      ^^B 

^H                  Methyl-carbyi-aiDtue,  420 

Methyl-anccinic  acid.  186 

Naphthencs,  26                                   ^^^B 

^H                  Methyl-chloride,  265 

Methyl-aulphide.  281 

Naphthionic  acid,  850                         ^^H 

^H                 Methyl  chlorcfonn,  267 

Methyl-8ul phone.  280 

Naphthol,  103                                       ^^^H 

^H                  Methylevanide,  42U,  425 

Methy^aulphoDic  acid,  289,  291 

Naphthol  benzoate,  249                      ^^H 

^H                  Methyl-di -acetylene,  22 

Methyl-tetra- acetylene,  41 

Naphthol -car  boxy  lie  acid,  226           ^^^B 

^H                 Methyl-di  aUyl-carbinol,  75 

Methyl -tetra-hydro-quinoline,  409 

N aphthol -salicylate,  248                     ^^H 

^^M                 Methyl-di-ethyl-iuethane,  15 

Methyi-tri-ethylene,  21 

Naphthol-fialol,  248                            ^^H 

^H                 Methyl-di-eulphoDic  acid,  291 

Methyl-tri-methylene,  26 

Kaphthohsulphomc  acid,  294           ^^^B 
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Naphtlio-quiQol  lOi 

NomenclatnTei,  future  of  (ooni.)— 

Osaxones,  154,  338                                J 

NapbtbjUamine,  360 

ketone-acids,  261 

Osmotic  pressare,  279                      ^^B 

NftTcotine,  411,  413 

ketones,  161 

Osones,  155                                        ^^^| 

Kasrol.  379 

nitro- compounds,  811 

080-tetra;tone,  389                           ^^M 

Keo-paraffiBs,  18 

OB az ones,  340 

OfiO-iilaBole,  387                              ^^M 

Neuridine.  357,  440 

oximes,  320 

Ossein,  436                                         ^^M 

Neuriiiet  354,  440 

poly -amines,  317 

Ovo^vitellin,  433                                 ^^H 

Neurcwlme,  371 

fiulphur-compoundi,  298 

Oxalaldehyde,  132                           ^H 

Nicotioe,  397 

ureas,  379 

Oxalic  acid,  167,  171,  184                ^^1 

Nicotinio  acid,  393 

Non-acid  alcohol,  68 

Oxalaric  acid,  372                            ^^H 

Nitno  acid,  306,  486 

Nonadecjlene,  37 

Oxaljl.  201                                        ^^1 

Nitric-aohjdride,  486 

Nonane,  9, 12 

Oxamic  acid,  328                              ^^B 

Nitrio  QXide,  486 

NondeejUo  acid,  171 

Ox  amide,  328                                     ^^H 

Nitric  peroxide,  486 

Nonoae,  161 

Oxanthranol,  141                               ^^^1 

Nitrile/316,  420 

Nonylenlo  acid,  171 

Oxazine,  390                                      ^^H 

Nitrile^baseB,  315 

Nuclei,  condensed,  30 

Oxa^ole,  387                                     ^^H 

Nitrile  ol  dextroBe-oarbonio  aisid,  426 

Nucleic  acid,  433 

Nilfile  of  levulose-oarboTik  acid,  426 

Nuclein,  433 

Oxetbyl-acet-amido-ijainoline,  407 

Kitro-benzenev  306 

Nuelein,  442 

Oxethyl-benzoyl'amidr>quinoliae,  407 

NitTO-carboI,  304 

Nucleo-albondnB,  433 

Oxethytroethyl-phenyl-pyrazolon©,344 

Nitro-carbon,  304 

Oximea,  302,  303,  319 

Nitro-ceEulose,  311 

OaK-TANNIO  ACID,  22J> 

Oximes,  stereoisomers,  320 

Hitto-chlomform,  305 

Oct-acid  alcohols,  68 

Oxindole,  364 

Nilro-oomponadB,  304 

Octadecane,  9 

Oxy-  (see  also  Hydroxy-) 

Nitroform,  304 

0otadeea4ri-ethjtene,  38 

Oxy-acantbine,  416                                  i 

1          Nitrogen -compoandB,  801 

Octadecatylidene,  38 

Oxy-alkyl,  Rl 

H    Nitro'gljc^rin,  310 

Octadecylene,  37 

Oxy'0arbaniL342 

B    Nitro-grotip,  304 

Octa-liydroxy-margatic  acid, 

Uxy-di-tbio  carbonio  acid,  283 

NitTolic  acid,  305 

171.  172,  184 

Oxy  ethyl.  Hi 

NitrO' methane,  304 

Octane,  0, 12 

Oxygen,  3,  65 

Nitro-pbeEylacetykne,  308 

Octone,  41 

Oxygen-  and  nitrogen -eompounds,  301 

Nitro-pheDjl-propiolio  acid,  308 

Octoses,  161 

Oxygen-  and  sulphur-compounds,  2w7 

Nitroao-beiiaojl- hydrazine,  383 

Odol,  368 

Oxygen-derivatives,  65 

Nitroso- compounds,  302 

(En an th' ether,  232 

Oiy-hiemoglobin,  436 

Nitro-eulpho  iso'butyl-xylenei  807 

OEnanthol,  132 

Oxy-hydro-quinone,  93 

K    Niiroajl,  301,  30^ 

(Enanthylic  acid,  171 

Oxy-hydro  qui  none -methyl-ether,  121 

■    NitToiu  acid,  :iD2,  486 

(EnanthylifleiiG,  31* 

Oxy-methy],  81 

~     Nitroas  anhydride,  486 

Oiazines",  381) 

Oxy- methyl-ace  t-anihde,  347 

Nilions  oxide,  486 

Oil,  lubricating,  37 

Oxy. methyl-ace  tic  acid,  250 

^     Komeuoiattire,  faturo  of— 

Oil  of  bitter  almonds,  134 

Oxy-napbthoio  acid,  226 

H           addfl,  202 

Oil  of  cloves,  119 

Oxy-ne urine,  365 

^B           aoid-atnides,  331 

on  of  geranipm,  74 

Osy-propylene-di-iso-amyl-araine,  853 

^H           add-anhydiidea,  262 

Oil  of  sassafras,  120 

Oxy-qum-adeptol,  407 

^B          alcoholB,  101» 

Oil  of  turpentine,  52 

Oxy-qumoline,  405 

^m          aldehjde-acida,  261 

Olefines,  20,  35 

Oxy-sulphine,  287 

^H          aldehyde- ammonias,  322 

Olefines,  derivatives,  27,  35 

Ozokerit,  37 

^m          aldehydes,  161 

Olefines,  formation  of,  19 

^H           amiduH,  331 

Ok  Hues,  isomerB*  20,  36 

PALlt£Tl€  iuaWt  171, 177 

^H           amidines,  331 

Olefin  OS,  normal,  20,  3  j 

Falmitio  acid,  iso-,  177 

^H          amido-acids,  327 

Olefines,  Bpecif! cation  of,  35 

Palmitin,  235 

^H          ammonia- bases,  315 

Oleic  acid,  171,  192 

Palmitolic  acid,  171.  199                         i 

^H          ammonium  bas^B,  316 

Oleic  acid,  iao  ,  192 

Palm  oil,  235,  238                            ^^| 

^H          azo-compounds,  338 

Oiein,  236 

Pancreatic  juice,  444                        ^^| 

^H          carbohydrates,  161 

Oleo-creasote,  244 

Pancreatin,  444                                 ^^^| 

^H          compotiDd  ethers,  261 

Oloo-guaiacol,  244 

Papain,  444                                       ^^M 

^H          cyanogen-derivativeB,  427 

Oleo-margarin,  238 

Papaverine,  418                                ^^^| 

^H          diamines,  317 

01eo*palmito-bntyTiti,  234 

Papayrotin,  444                                ^^1 

^^^^^   diazo- compounds,  336 

Oleum  anisl,  117 

Paper,  158                                         ^H 

^^^B  elher-aoids,  261 

Oleum  foenaculi,  117 

Paper,  Chinese,  158                          ^^^B 

^^^R  ethers,  124 

Oleum  pimpinellfB,  117 

Paper,  Japanese,  153                         ^^B 

^^^V  goaniduies,  379 

Olive-oil,  238                                    * 

Paper,  parchment,  158                    ^^^| 

^^^^P  halogen  com  pounder  274 

Opianic  acid,  253 

Para-,  43                                             ^H 

^^^^"    hydramines,  322 

Orcin,  96 

Parabanic  acid,  372                          ^^B 

^V          by  diamine- compounds,  334 

Orcinol,  96 

Para-chloralose,  272                        ^^B 

^H          hjdraKO-compounds,  333 

Orexine,  418 

Para-oholesierin,  90                         ^^B 

^H         hydraKonea,  340 

Orthine,  3B1 

ParaOTm  candles,  37                           ^^B 

^^^^  hydrocarboDB,  61 

Ortho  .  43 

ParaOiuic  acid,  178                            ^^B 

^^^B  hydroxyl-amines,  320 

Orlho  bydrazine-para-hydroxy- 

Parathn,  iso-,  12                               ^^H 

^^^^H  iao<mtroao< compounds,  320 

Parailin,  meso-,  IS                            ^^B 

■         ^^*          ^^^^^fll 
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■ 

^H                 ParoffiD,  neo-,  18 

Phenol  alcohol-ethers,  116,  123 

Phenyl-Bulphidee,  261 

^H 

^^H                 ParaffiD,  normal,  7 

Phenol-aldehyde^  135 

Phenyl  Bulphonio  acid,  292 

^^^^1 

^H                  Porafim-oil,  37 

Phenol- aldehyde -ether,  136 

Phenyl-enlphuric  acid,  297 

^^^^1 

^^m                  Paraflin- scries,  7 

Phenol,  allyl-,  100 

Phenyl-nrea,  371 

^^^^1 

^^1                    Paraforrnic  aldehyde,  131 

Phenol,  aDthraoene-,  101 

i   Phenyl-nrethane,  370 

^^^^1 

^H  .                 Parafuchmnc,  362,  492 

Phenolates,  109 

Phloroglucin,  93 

^^^^1 

^H                   P&ra-globulin,  432 

Phenol,  benzene-,  92 

Phloroglucincarboxylio  acid, 

221     ^^M 

^H                  Para-gluconio  acid,  18d 

Phenol,  beDzeneethylene-,  100 

Phocenic  aoid,  176 

^^^H 

^B                  Para4aGtio  acid,  180 

Phenol,  oymeue-,  97 

Phorone,  139 

^^^^^ 

^M                 Paraldehyde,  lai 

Phenol-ethera.  116,  118 

Phosgene,  273 

^^^^M 

^^H                  Para-leucamllDe,  361 

Phenol  RlycoUio  acid,  251 

Phosphoretted  hydrogen,  487 

^^^^M 

^H                  ParaUyl-aaiBoil,  117 

PhenoUde,  341 

Phosphoric  acid»  434,  487 

^^^^M 

^^H                  Para-myoBmogen,  433 

Phenoliue,  96 

PhoBphoric  anhydride,  488 

^^^^M 

^H                  Para-roBaailine.  361 

Phenol,  naphthalene-,  103 

Phosphorous  acid,  487 

^^^^M 

^m                  Para-ihi-aldehyde,  282 

Phenol-oxy-t|iiini>line-salphonato,  407 

Phosphorous  anhydride,  488 

^^^H 

^H                 Para-xanibine,  441 

Phenol-pbtalein,  224 

Phosphoras,  487 

^^^^M 

^H                  Par<)dyiie,  343 

Phenol-enlphomo  acid,  292 

Phosphorus- compounds,  4S4 

^^^^M 

^H                  Parvolines.  303.  440 

Phenol,  terpene-^  97 

Photogen,  37 

^^^^M 

^H                  Pathy  mean  free,  451 

Phenol,  toluene-^  95 

Photogi'ftphic  developers,  357 

^^^^M 

^H                 Pearson^  B  Creoiin,  96 

Phenones,  140 

Pbthaleme-group,  224,  3G0 

^^^^M 

^^H                  Pelargonic  aoid,  171 

Phenoaaljl,  216 

Phlhalic  acid,  217 

^^^^M 

^H                  PeUetierine,  403 

Phenyl,  34 

Phtbalio  anhydride.  217 
Pbthalyl-alcohol,  87 

^^^^M 

^^H                  Penta-bromo-phenol,  271 

Phenyl-acet-amide,  341 

^^^H 

^H                  Fenta  chlor-elhaDo,  267 

Phenyl-acetate,  243 

Pbylaxines,  442 

^^^^M 

^H                  Penta^id  alcohols,  68,  79 

Phenyl-aoetic  acid,  ^7,  212 

Phyllocyanine,  436 

^^^^M 

^H                  Peotacid  phenola,  94 

PheEyl*acetylene,  56 

Pbylloianlliine,  436 

^^^^M 

Phenyl -acrolein,  134 

Phylloxera-killer,  283 

^^^^M 

^H                 Peuta-hjdroxy-hexa-meibylene,  210 

Phenyl-acrylic  acid,  214 

Physetoleio  aoid,  191 

^^^^M 

^H                  Pental,  20,  36 

Phenyl-alcohal-etherB,  116,  122 

Phyt-albumoae,  4^3 

^^^^M 

^^m                 Penta-methyleoe,  2H 

PhonyKaldehy  de-ether,  1 36 

PhytoBterin,  90 

^^^^M 

^^m                 Penta-metbylene-carboxylio  aoid*  210 

Phenyl-allyl,  47 

PhyUivitellin,  433 

^^^^M 

^H                  Penta-metbylene-diaminet  357*  4^ 

Phenyl-aUjl-alcohol,  90 

Piazines,  389 

^^^^M 

^H                 Pentane,  9,  12,  14,  17.  23 

Phenyl-amine,  313 

Picene,  31 

^^^^M 

^H                  Petiiane-tri-carb<)xyllc  aoid,  171 

Phenyl-anisate,  247 

Picoline,  392,  393 

^^^^M 

^^M                 Pentaphane,  26 

Phenyl-benzene,  57 

PicoHnic  acid,  393 

^^^^M 

^H                  Paotaphene,  28 

Phenyl-bonzyl-carbinol,  88 

Picolyl-methyl-aUdne,  393 

^^^^M 

^H                  PonU-thloniGacid,  490«  491 

Phenyl-creBotato,  246 

Picric  acid,  308 

^^^^M 

^^H                  Pentatriacontane,  10 

Phenyl-di-hy(!ru-<pinazotme,  418 

Picrol,  203 

^^^^M 

^H                  Pentene,  35 

Phenyl- di -ine thy  1  - py nizolone,  34 3 

Pilocarpic  acid,  395 

^^^^M 

^H                  Penihiophene,  286 

Pheayl-di-phenol-carbinol,  107 

Pilocarpidine,  394 

^^^^M 

^H                 Pentoaefl,  151 

Phenyl-di-Bulphide,  281 

^^^^M 

^H                 Pentoxazoline,  890 

Phenylene,  34 

Piloo,  811 

^^^^M 

^H                   Pentyl,  10 

Phenylene-di- amine,  317 

PimeUo  add,  171,  185 

^^^^1 

^H                  Pentyl- alcohol,  70 

Phenylene-di-amine-brown,  336 

Pinacone,  77 

^^^^1 

^H                   Pciityteno,  3^ 

Phenyl-ethers,  116 

Pinene,  51 

^^^^1 

^^B                  F'eniyl-maloDio  aoid,  166 

Pheoyl-othylenea,  47 

Pinite,  94 

^^^^1 

^^M                  Pepsin^  444 

Phenyl-glyoeroi,  86 

Pipooolines,  397 

^^^^1 

^^B                  Pepsinogen,  444 

Phenyl-glycol,  85 

Piperasidme,  358 

^^^^M 

^H                   Pcp^oiiOB^  437 

Phenyl -glyoollio  acid,  213 

Piperazme,  858 

^^^^1 

^H                   Perch] or- ethane,  267 

Phenyl-glyoxylio  aoid,  219 

Piperic  acid,  221 

^^^^1 

^^m                   Perchloric  aoid,  465 

Pbenyl-hydraerylio  acid,  214 

Piperideino,  398 

^^^^H 

^^m                  Peroxide  of  hydrogen,  66 

Phenyl  hydrazine,  154,  332 

Piperidine,  359,  396 

^^^^t 

^H                   Petroleum,  37 

PbeDyl-hydraainelevnlinic  acid,  339 

Piperidyl-ethyl-alkine,  899 

^^^H 

^H                   Petroleum-ether,  37 

Phenyl-hydroxy-propyl-methyl- 

Piperine,  397 

^^^H 

^H                   Petroleum -naphtha,  87 

amine,  814 

Piperonal,  187 

^^^H 

^^B                  Pharaoh'B  serpent,  424 

Phenjl-mercaptana,  261 

Piperylene,  28,  38 

^^^H 

^H                  Phaseo-mannite,  94 

Phenyl,  methoxy-,  116 

Pirylene,  21,  38 

j^^^K 

^M                 PheUandrene,  52 

Phenyl- methy i-iao-pyrazolone,  344 

Pixol,  96 

^^^^1 

^H                  Fhenacetine,  348 

Phenyl-methyl-pyTazolidone,  382 

Plane- symmetrical  form,  483 

^^^^1 

^H                 Phanantrene,  31 

Phenyl- methyl  pyrazolone,  882 

Plaama-globniin,  433 

^^^H 

^H                  Phenazine,  340 

Pbenyloiy- acetic  acid,  951 

PlnB-sngar,  158 

^^^^1 

^H                  Phanazone,  343 

Phenyl-paraMnfi,  44 

Po-ho-yo,  98 

^^^^1 

^m                 Phanetidine,  846,  348 

Pbenyl-penta  methylene,  56 

Poly-amines,  317,  360 

^^^^1 

^m                 Phenetoa,  117 

Phenyl -prop  i  olio  iicid,  215 

Poly^ethylene-derivativea,  30 

^^^H 

^H                 Phene&ol,  117 

Phenyl  propionic  acid,  212,  213 

Poly-hexoaeB,  151 

^^^^1 

^H                 Pheaetol-carbamide,  347 

Phenyl -propyl -alcohol,  84 

Polymeriaation,  32 

^^^^1 

^H                 Fhenocol,  34S 

Phenyl-propylene,  47 

Poly-&accharide9, 151 

^^^^1 

^H                  Phenol,  91,92 

Phenyl-salioylate,  245 

Polysoive.  296 

^^^^1 

^B                  Phenol-alcohol*  106 

Phenyl' salioyUo  aoid,  346 

Poppy-oil.  938 

J 
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^^^^^^^^^H 

^H          Porpoise-oil,  238 

Purpnr-oxantbin,  146 

Rape-oil,  238                                                ^^H 

^          Position,  f&votired,  460 

Putresclne,  357p  440 

Red  prusBiate,  420                                       ^^^| 

Fotosaiam-aceUte,  240 

Py-,  405 

Rennet,  445                                                      ^^H 

Potaesium-acetyl-hjdroiy- 

Pyoktannin,  363 

Replacement,  7                                              ^^^H 

batyrftte,  240 

Pyraisine,  3B6,  389 

Residues,  10                                                   ^^^| 

Pota&einm-feiTi-cy&nide*  420 

Pyrazol,  386 

Eesinol,  52                                                      ^^H 

Potassi am- ferto- cyanide,  420 

Pyraiolidino,  886 

Besorcin,  92                                                  ^^^H 

PotaBsium-hydroxy-batyrate,  240 

Pyrazolidone^  386 

BmtB,  10                                                      ^^H 

Potafisium-myratiate,  424 

Pyrazoline,  386 

Hetlool,  62                                                      ^^H 

PotaftEium-phenoUsulphonato,  298 

Pyrazolone,  386 

Bbamnitol,  BO                                                ^^H 

PotAS6ium'sa.)t,  240 

Pyreoe,  60 

RhiKoleoe.  37                                                   ^^H 

Primary  alcobols,  69 

Pyridine,  359,  388,  391,  393 

KhodHlliii,  371                                                  ^^H 

Primary  bases,  BIS 

Pyridioe-carboxylic  acid,  393 

Khodimideii,  424                                              ^^^H 

Propane,  8,  12 

Pyridine  compoonds,  391 

Rhodinol,  74                                                    ^^H 

Propargyl,  34,  82 

Pyridine'di- car  boxy  lie  acid*  394 

RichardBon'B  caustic,  109                            ^^^H 

Propargyl-alcobol,  75 

Pyridine,  hydjated,  395 

Btcin.  441                                                       ^^H 

Propargylic  acid,  174,  199 

Pyridine -lactic  acid,  394 

Ricioelaidic  acid,  195                                    ^^^| 

Propargyl-penta-carboxylie  acid,  173 

Pyrimidine,  389 

Ricinisolic  acid,  195                                      ^^^H 

Propene,  35 

Pyro-catecbin,  92 

RicinuleiG  acid,  171,  194                               ^^H 

Propenyl,  33,  82 

Pyrodine,  380 

Ricinulem,  236                                               ^^H 

Propeoyl^alcohoL  73 

Pyrodinum  anglioum,  S80 

Bicinulic  acid,  195                                         ^^^H 

Propenyl-phenol,  101 
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Propionic  acid,  168,  171,  170,  462 
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Propionyl,  200 
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Propyl,  10,  82 

PyroDC,  260 
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Propyl-acetylene,  22,  39 

Pyro-phoBphoric  acid,  488 

lioainol,  52                                                     ^^H 

Propyl-alcohol,  70 

Pyro-raceniic  acid,  227 
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Propyl-amine,  313.  440 

Pyro-tartaric  acid,  171,  185 
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Propyl-benzene,  44 

Pyro-terebic  acid,  171 
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Pyroxylin,  311 
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Propylene-glycol,  77 
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SalFol,  120                                                     ^^H 

Proteads.  431 

Quinalcline,  405 
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ProttidB,  ooiopoaud,  433 

Quinaidinic  acid,  406 
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Protelds,  diftiniegration  of,  4S0 

Quinanisol,  406 
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Qtiinazine.  390 
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Proteoses,  437 
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Quinolidine,  406 
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Pseudo-Aconitic  aoid,  196 
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Sftlicyl'tolyl'di-methyl-pyrazolonei  314           ^M 
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QiiiuoDe,  139,  142 

Salipheiie,  349                                               ^^H 
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(Juino-phenol,  405 
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PseDdo-ephedrine,  314 

Quinoxallne,  390 
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Salol,  245                                                       ^^H 
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Salophene,  343                                              ^^H 

Pseodo-xanthine,  441 
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Ptomaines.  440 

Radicals,  10,  33,  81,  200 
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Ptyalin,  444 

Radicles,  10 

Bamandarine,  441                                         ^^^H 

Ptyalinogen,  444 

Raffinose,  151, 158, 

Santonin.  225,  220,  492                                ^^M 

PuVpiirio  acid,  375 
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^^H               Soopolamiue,  400 
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Suberonic  flctd,  171 
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^H               Renondary  alcohols,  69 

Suceinamide.  328 
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Succiaiiiiide,  329 
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^H                S^riciD,  436 
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Suet,  238 
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Sulphides,  281 
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Sulphine,  286,  486 
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^H               6keleiim»  436 
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^H                 Bnake-poisona,  441 
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^H                 Soaps,  238 

Sulpho-acetic  acid,  295 
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Sulpho- carbonic  acid,  282 
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Sutphouyl,  290 
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Sulpho-urea,  371 
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Sulphuretted  hydrogen,  280,  489 
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Sulphur-trioxide,  489 
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Sulpburyl,  289 
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Symmetrical  position,  43 
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^B              Stable  etroctures,  454 

Symphoml,  379 
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^B              Starch,  151, 158 

Syn-aldoiime,  320 
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^B               States  of  aggregation.  277,  450 
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^B              SteariD,  235 
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^B               Btearolio  aoid,  171,  192,  199 

Tannin,  255 

Thalline,  408                                        ^^H 

^B              BteaioxyUo  aoid,  192,  200 
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^B             Btoieo-isomerB,  461 

Tartaric  aoid,  171,  172. 187,  464 
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Triacid  phenols,  93 
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^M           Thennine*  351 

Triads,  3 

Tri -phenyl -benzene,  58          ^^H 

^^^^    Tbermodme*  371 

Tri-amido-lri-phenyl-metbane,  361 

Tri'phcDyl-carbinol,  89          ^^H 

^^B   Thi-aldehyde,  282 

Triazines,  389 

Tri-phenyl-methane,  47          ^^H 

^^M  Thialdine,  323 

Triazole,  387 

iTi-rioinokm,  236                   ^^H 

^W         Thilanln,  2^)6 

Tri'bromo-hydrin,  268 

Tri-«i0charide8,  161,  168               V 

^H          Thio-aoetio  acid,  282 

Tri-bromo-phenol,  269 
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^H          Thio-aoidB,  2B2 

Tri-bromo-propane,  268 

Tn-thio-carboiiic  acid,  2.i2            1 

^H          Thio-alcohols,  281 

Tri-carballylic  aoid,  171.  173,  188 

Tri-thionio  acid,  490                        i 

^H          Thio^aldelijdesp  282 

Tri-cblor- acetic  acid,  278 

Tropa'ohneB,  335                      ^^ 

^m          ThiobeDKoio  acid,  283 

Tri^chlor-aoetyl-cbloride,  273                    i 

Tropic  acid.  214                       ^^M 

^B           Thiocamf,  144                                                ' 

Tri-cblor-aldehyde,  271 

Tropin e,  399                             ^^1 

^r           Thio-carbomide,  071 

Tri-ohlor-ethane,  267 

Trypsin,  444                             ^^1 

^m            Thio- compounds,  280 

Tri  -  c  blor-  ethidone-  by droxy-aminei  368 

Trypsinogen,  444                     ^^H 

^H            Thio-cjanic  acid,  424 

Tn-chloro-butyr-aldehyde,  272 

Tuberculin,  442                        ^^H 

^m           Thio-di-phenylamine,  352 

Tri-cMoro-bjdrin,  268 

Tubercnlinic  acid,  442            ^^H 

■            Thio-eLherB,  281 

Tri-chloro-nitro-methane,  305 

Tuberculinose.  442                   ^^^ 

■            Tbioforni.  285 

Tri-chloro- phenol,  269 

Tuberculocidin,  442                  ^^^H 

^m           ThiO'bydroxy-benzoic  acid,  284 

Tri'Chloro-propane,  208 

Tumenol,  236                          ^^B 

^B           TkiO'hjdroiT-dl- phenyl- aminei  853 

Tnethoxyi  amine,  321 

Ttunenol-sul phone,  296                  1 

■           Thiol,  295 

Tri-etbyl  amine,  315 

Tamenol-sulphonio  acid,  296  ^J 

■           Thiolin,  206 

Tri-etbylene.  21,  38 

Tunicin,  158                              ^^M 

■           Thiols,  281 

Tri  -etby  lene-cyclo-deri  vativefi,  29 

Tnrnbull's  blue,  420                 ^H 

■            Thiophene,  285 

Tri-etbylene-di-amine,  859 

Turpentine,  artificial,  37           ^^ 

^1            ThiopheDe.di-iodide,  28o 

Tri^etbykne-tri-amme,  317 

Turpentine,  oil  of,  52                      1 

^B          Thio  phenols,  281 

Tri-ethyl-snlphone -methyl- 

Turpentine  oils,  48                  ^^J 

^H           Thio  HaJiojIk  acid,  283 

melbaoe,  290 

Typbotoxine,  440                     ^^M 

^H          Thiosiiianime,  371 

Tri'glycerid&s,  233 

TyroBine,  327,  438                   ^H 

^H          Thio<aii)phunc  aoid,  490 

Tri^glycoUic  acid,  171,  183 

Tyrotoxicon,  337,  440             ^^M 

^H          Thio-urea,  S7I 

Tri-hexoses,  151,  168 

^^H 

^H          Thioxj-oarbonic  acid^  282 

Tri-hydroiy-acetopbeoone,  145 

^^H 

^B          Tbymacetlne,  350 

Tri-hydroxy-adipio  acid,  171 

UMfiEU4c  Acm,  220                 ^^H 

^M           Thymol,  97 

Tri-bydroiy-steario  acid,  171, 181, 195 

Umbellilerone,  220                  ^^M 

H           Thjmolol,  270 

Tri-hydroxy- stearic  aoid,  iso-,  181 

j    Undecane,  9                              ^^M 

H           Tiglio  acid,  191 

Tri4TnineB,  359 

Undecolic  acid,  171,  199           ^ 

^1           Tobaoco-flmoke,  397 

Tri-iodo-cresol,  269 

Undecylenic  acid,  171, 191 

^B           Tol&ne,  55 

Tri-jecolein,  236 

Undecylie  acid,  171,  177 

^B          Tolnendp  44 

TrimelUUc  acid,  219 

Unguentum  paratlmi,  37 

^H          Tolnone'tetra-hjdride,  28 

Trimesic  acid,  219 

Unsaturated  aliphatic  aoids,  169 

^H          Tola-hydFO-quinoue,  96 

Tri-meihyl- amine,  315,  440 

Unstable  structures,  454 

^m          Toluio  acid,  22B 

Tri-inethyl*benzene,  45 

Ural,  370 

^1          Toluidine,  313 

Tri-methyl-earbinol,  70 

Urea,  328,  371,  ^74,  422          _^ 

^H           Toluqainol,  96 

Tri-methykne,  24 

Urea,  alkylaied,  371                 ^H 

^H           Tolnqmnoline,  405 

Tri-metbylene-carboxyllc  acids,  208 

Ureas.  371                                 ^H 

H           Tolnyl,  201 

Tri-metbylcne -cyanide,  425 

Ureides.  371,  872                     ^H 

^m          Toluylene.  48 

Tri-metbylene -diamine,  356 

Ureib&ne,  870                         ^^1 

^H           Tolaylene-hydrate,  68 

Tri^methyleue'di'OarboxyliG 

Urio  acid,  376                         ^^1 

^m          Tolnjlic  acid,  212 

acid,  196,  208 

^^^M 

H          Tolyl,  84 

Tri-melbyl-etbylene,  20,  36 

^^^M 

^H          Tolyl-earbinoU  86 

Tri-mctbyl-ethyl'metbane,  16 

Vaccines,  442                          ^^| 

^U          Tolyl-di-melkyl •pyrazolone,  844 

Tri-methjl-glycocoU,  355 

Valencies,  3                              ^^| 

^m          Tolylene-Rlycoi  87 

Tri-methyl-hydrDxy-eUiylium* 

Valencies,  changing,  280, 484         ■ 

^H          Tolypjrine,  344 

hydrate,  356   ' 

Valeria  acids,  171.  176                    1 

H           Toljaal,  344 

Tri -meihyi -me  thane,  13 

Valeryhaniido-phenetol,  347           1 

^H           Tonquinol,  307 

Tri  metbyl-pyridine,  392 

Valeryl,  di-valent,  201                    J 

^m          Torula  urcfl^,  446 

Tri  -  metby  hfi nip  h  ine-hy  droxide,  286,485 

Valerylene,  22,  40                    ^H 

^H          ToxalbumitiB,  441 

Tri-mctbyl-sulpbine-iodide,  286, 485 

Valylene,  22,  23, 41                  ^H 

^M          Toxins,  441 

Tri-nitrin,  810 

Vanilho  aciti  252                     ^^1 

^r           Tozo-globiilin,  441 

Tri-nitro-benzene,  307 

Vanillic  alcohol.  123               ^^1 

^K          Toxo-mnoin,  441 

Tri ^nitro  butyl-toluol,  907                         ' 

Vanillin,  136                              ^^M 

^H          Toxo-pepione,  441 

Tri-nitro -me thane,  304 

Vanillin,  artiBcial,  137            ^^M 

^m          ToxO'phyhuLiiiea,  442 

TH-nitro-phenol,  308 

Vanillin,  iso-,  137                     ^^H 

^H          Toxo-0ozij3es,  442 

Tri-nitro-propane,  310 

VaseUn,  37                               ^H 

^m          Trana-,  219,  483 

Trional,  290 

Vicinal  position,  43                 ^^H 

^H          TransfoniiBtioti,  Bponlaneoas,  52 

Trioses,  161,  158 

Victoria-green  1  361                 ^^H 

^B         Trehalose,  151 

Tri«oiy- methylene,  131 

Vinyl,  83,  82                            ^M 
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Vinyl,  aoetio  aoid,  190 
Vinyl-aloohol,  78 
Vinyl-bensene,  47 
Vinyl-bromide,  268 
Vinyl-ohloiide,  268 
Vinyl-ethyl-oarbinol,  73 
Vinyl^thylene/21,  88 
Vinyl-eihyl-ether,  114 
VinyModide,  268 
Vinyl-tri-methyl-ammoninm- 

hydroxide,  854 
Viridines,  898 
Vitellin,488 
Viielloses,  488 
Vortex  hypothesis,  449 


Walnut-oil,  288 
Water,  65 
Weight,  atomic,  8 
Weight,  molecular,  4 
Whale-oil,  238 
Wood-pulp,  158 
Wood-spirits,  69 


Xamthio  agio,  288 
Xanthine,  876.  441 
Xanthine-oompoands,  375 
Xantho-creatinine,  441 
Xaai^tho-pnrpnrin,  146 
Xeronic  acid,  171 
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Xylose,  151 
Xylyl,  84 
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Zymase,  445 
Zyme,444 
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